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1. Introduction and Scope

Stainless steels represent quite an interesting material family, both from a scientific and commercial
point of view, owing to their excellent qualities in terms of strength and ductility, combined with
corrosion resistance. Thanks to such properties, stainless steels have been indispensable for
technological progress during the last century and their annual consumption has increased faster
than other materials. They find application in all fields requiring materials with good corrosion
resistance, together with the ability to be worked into complex geometries. Despite their diffusion
as a consolidated material, many research fields are active regarding the possibility of increasing
stainless steel’s mechanical properties and corrosion resistance by grain refinement or alloying by
interstitial elements. At the same time, innovations are coming from the manufacturing process
of the stainless steel family of materials, including the possibility to manufacture them from metal
powder for 3D printing. The scope of this Special Issue embraces interdisciplinary work covering
physical metallurgy and processes, reporting about experimental and theoretical progress concerning
microstructural evolution during processing, microstructure—properties relationships and various
applications, including automotive, energy and structural.

2. Contributions

The book collects manuscripts from academic and industrial researchers with stimulating new
ideas and original results. It consists of four review and ten research papers. The review papers
focus on the state of the art and perspectives in repairing and reinforcing historic timber structures by
stainless steels [1], on duplex and super-duplex stainless steel microstructures and the evolution of
their properties by surface modification processes [2], on the process and properties of reversion-heated
austenitic stainless steels [3] and on the 3D printing of stainless steels by the laser powder bed fusion
technique [4]. A group of research papers deal with physical metallurgy and advancedcharacterization
techniques [5], others with process aspects [6-8] or property application items related to stainless
steels [9-14]. The paper by Fava et al. [5] presents and discusses the results of mechanical spectroscopy
tests carried out on Cr martensitic steel. The study regards the following topics: (i) embrittlement
induced by Cr segregation; (ii) the interaction of hydrogen with C—Cr associates; (iii) the nucleation of Cr
carbides. This technique permitted the authors to characterize the specific role played by point defects
in the investigated phenomena. Due et al. [6] investigate non-metallic inclusions in 316L stainless
steel bars with and without Ca treatments. The inclusions are extracted using electrolytic extraction.
After that, the characteristics of the inclusions, such as morphology, size, number, and composition,
are investigated by using a scanning electron microscope in combination with energy-dispersive X-ray
spectroscopy. Chen et al. [7] report the formation and characteristics of non-metallic inclusions in
304L stainless steel during the vacuum oxygen decarburization refining process, using industrial
experiments and thermodynamic calculations. The compositional characteristics indicated that two
types of inclusions with different sizes (from 1 to 30 um) existed in 304L stainless steel during the
refining process, i.e., CaO-Si02-A1203-MgO external inclusions, and CaO-5i02-A1203-MgO-MnO
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endogenous inclusions. Luu et al. [8] analyze the post-annealing mechanical behavior of 316L austenitic
stainless steel (SUS316L) after electrically assisted annealing with a single pulse of electric current
and evaluated the feasibility of a two-stage forming process of the selected SUS316L with rapid
electrical assisted annealing. Peng et al. [9] report an experimental data assessment and fatigue design
recommendation for stainless steel welded joints. Juuti et al. [10] present a new family of ferritic
stainless steels for service temperatures up to 1050 °C, utilizing intermetallic phase transformation.
Cianetti et al. [11] report a novel method for the evaluation of the surface fatigue strength of a stainless
steel component. The proposed approach is a hybrid method, numerical-theoretical, which allows us
to estimate the surface fatigue strength in a very short time without having to resort to finite element
models that often are so complex that they starkly contrast industrial purposes. Prosviryakov et al. [12]
present a novel corrosion-resistant steel with a high boron content. The positive influence of Zr addition
on the microstructure and mechanical properties after hot deformation is shown. The Zr-alloyed steel
demonstrates hot deformation without fracturing in the temperature range of 1273-1423 K, and in the
strain rate range of 0.1-10 sL, despite the high volume of brittle borides. Gennari et al. [13] present
a paper about the microstructural and corrosion properties of cold-rolled laser-welded UNS S32750
duplex stainless steel. Zhang et al. [14] report the temperature dependence of phase transformation
kinetics during tempering in 13Cr super-martensitic stainless steel.
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Abstract: In this paper, the capability of laser powder bed fusion (L-PBF) systems to process stainless
steel alloys is reviewed. Several classes of stainless steels are analyzed (i.e., austenitic, martensitic,
precipitation hardening and duplex), showing the possibility of satisfactorily processing this class of
materials and suggesting an enlargement of the list of alloys that can be manufactured, targeting
different applications. In particular, it is reported that stainless steel alloys can be satisfactorily
processed, and their mechanical performances allow them to be put into service. Porosities inside
manufactured components are extremely low, and are comparable to conventionally processed
materials. Mechanical performances are even higher than standard requirements. Micro surface
roughness typical of the as-built material can act as a crack initiator, reducing the strength in both
quasi-static and dynamic conditions.

Keywords: stainless steel; laser powder bed fusion; additive manufacturing; innovation

1. Introduction

Additive manufacturing (AM), also known as 3D-printing, is an emerging technology [1], which
is in the spotlight for its unique capability to produce near-net-shape components, even geometrically
complex ones, without part-specific tooling being needed. AM is particularly suited for small batch
production [2], weight reduction [3,4], part-customization [5,6], and functional integration [4,7-9], which
is why it first emerged as a rapid prototyping technology. The adoption of AM technologies resulted in
anew production paradigm [10,11]: the designer can project a component, or optimize the geometry of
an already-existing one, according to its service conditions, and free from production-related constraints
(e.g., undercuts, straight cuts, internal ducts with sharp edges). At the same time, AM made it possible
to simplify component assembly, merging different parts into one single monolith. An emblematic
example is the fuel nozzle shown in [12,13], which went from being an assembly of 20 parts to being a
single unit. This allowed a 25% weight reduction.

A wider adoption of AM took place thanks to the possibility of processing metal alloys with
mechanical properties that are comparable to the equivalent wrought alloys. Since 2000, AM technology
has been assisting in a fast acceleration [14,15] due to the degree of development being gained in
several sectors, i.e., lasers, computers, computer-aided design (CAD) technologies, programmable
logic controllers (PLCs), and data storage systems [16,17]. The first commercially available AM system,
back in 1987, was SLA-1 by 3D Systems, and it was based on the stereolithography technique (SLA
stands for stereolithography apparatus): the desired piece is obtained through the superimposition
of thin layers of ultraviolet light-sensitive liquid polymer solidified by an ultra-violet (UV)-laser
source. Growing interest in the field led several companies and researchers to work simultaneously on
developing systems for metal alloy handling. In this field, EOS Gmbh presented its first prototype
(EOS M160) for metal processing in 1994, and the following year, the EOS M250 system was launched
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on the market [18]. In the meantime, Deckard filed a patent [19] concerning an apparatus capable of
sintering powders thanks to a laser source. The cited manufacturing devices are the precursors of
modern powder bed fusion (PBF) technology. PBF is a layer-wise production technology accomplishing
material consolidation through a heat source, which can be a laser (in this case we refer to L-PBF) or an
electron beam (EB-PBF): the spot of the heat source, impinging on the previously spread powder bed,
releases the quantity of energy necessary to melt metal particles. Other AM technologies for metal
alloys include: direct energy deposition (DED), binder jetting (BJ), sheet lamination (SL) and bound
metal deposition (BMD). Besides the general AM advantages, the success of PBF (independently on
the actual heat source) against other metal AM technologies, lies in its:

e  capability of obtaining the best geometrical and dimensional tolerances;

e low waviness (the low-frequency roughness component) of surfaces, thus minimizing the need
for machining allowance;

e  capability of achieving the highest relative densities, up to 100%, with respect to wrought or
forged metals;

e capability of producing both thin structures, e.g., lattice and trabecular, and heavy cross
sections; and

e  capability of minimizing oxide impurities, as it works under controlled atmospheres (usually
nitrogen, or argon for reactive alloys).

The latter is extremely relevant for stainless steel alloys, as oxides could adversely affect their
corrosion resistance and act as crack initiators [20,21]. Within the PBF subclass, L-PBF has gained much
more interest due to its lower technological complexity and required production times [22], resulting
in lower capital investment and production costs. Hence, the range of laser-based manufacturing
systems is much wider than that of electron beam-based systems, and building envelopes have reached
1 m3, allowing for the production of larger components than EB-PBF. EB-PBF is to be preferred
when processing high-cost crack-susceptible alloys (such as TiAl alloys), since residual stresses are
suppressed and higher production costs are balanced by the higher added-value output. However,
L-PBF processed materials can be affected by some process-related defects [23,24], including:

e  high-levels of residual stresses, which can cause distortions, cracks and delamination;

e  porosities and incomplete fusion-related defects;

e  cracks (insusceptible alloys) and metastable microstructures, as a consequence of high cooling rates;

e  Dballing phenomenon, at the origin of discontinuous scan tracks;

e micro roughness due to partially sintered metal particles, especially experienced on
inclined surfaces.

In the following section, the causes of defects will be addressed, together with countermeasures.
Focusing on metal alloys, it is, in principle, possible to manufacture every weldable metal alloy once
the proper setting of working parameters is defined (e.g., laser power, layer thickness, gas fluxing).
L-PBF techniques have been successful in producing functional components from a wide range of metal
alloys [25], with working parameter identification and validation being the real know-how of L-PBF
technology developers. Today, the most established and L-PBF verified alloys include: Aluminum
alloys (AlSi10Mg, AlSi7Mg0.6), Cobalt alloys (CoCrMo), Nickel alloys (Haynes HX, Inconel 625,
Inconel 718), Iron alloys (Maraging steels, AISI 304, AISI 3016L, Tool steels) and Titanium alloys
(TibAl4V, Ti6Al4V ELIL CP-Titanium Grade 2).

Stainless steels are nowadays used in almost every application field. In fact, thanks to their peculiar
combination of properties—namely, strength and corrosion resistance—since its discovery in the early
19th century [26], they have been adopted in automotive [27,28], construction and building [29-31],
energy [32-34], aeronautical [35,36], medical [37] and food [38-41] applications. The implementation
of stainless steel grades in L-PBF systems, together with a deeper understanding of the technology,
could definitely result in a wide adoption of the technology itself. Currently, L-PBF is already being
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used for stainless steel component production in engineering applications, but a fundamental lack in
standardization and proper metrology definition [42—47] is limiting the spread of technology: for this
reason, international committees are joining together to accelerate the process [48,49]. The challenge is
to consistently define proper processing routes and requirements, standard mechanical requirements,
proper heat treatments, dynamic performances, post-processing and qualification needs. This review
aims at reporting the state of the art of the application of stainless steel alloys in L-PBF systems;
starting from the working conditions of the cited process (and their effect on process performance),
a list of stainless steel grades already tested on L-PBF systems is shown, together with their relative
density, microstructure, quasi-static tensile properties and fatigue performances. In conclusion, the not
yet exploited potential of making stainless steel via L-PBF systems will be discussed, along with
future challenges.

2. Laser Powder Bed Fusion Working Principles and Process-Related Defects

The melting and fusion of material in L-PBF is obtained in a discrete way: layer-by-layer, the laser
melts new powder, which solidifies as soon as the laser moves on to the neighbouring powder portion,
leading to a continuous solid. The final part is an ensemble of micron-size welding lines overlapping
in the horizontal plane and superimposed in the vertical plane. A representation of L-PBF working
principle is reported in Figure 1, and the overall process can be summarized as follows:

1.  CAD manipulation and model “slicing”, the latter being performed by specific software properly
subdividing the geometry into 7 slices with a height equal to the selected layer;

2. loading data to the L-PBF hardware;

3. production stage:

a spreading the powder layer, thanks to a rake or roller (Levelling System in Figure 1);
b switching on the laser, for melting and subsequent solidification;

c. lowering of the building platform, which is retractable;

d previous steps 3a—3c repeated until all layers are fused;

4. removal of unused powder (“metal powder” in Figure 1) and extraction of the final part.

Building Chamber

Infared Laser Beam

Levelling System
Metal Powder

Part
Retractable Platform

Figure 1. Schematics of a generic laser powder bed fusion system, adapted from [50], with permission
from Elsevier, 2019.

The peculiar nature of L-PBF involves the interaction at the micron-sized level between photons
(generated by the laser source) and a discrete metal substrate (the powder bed), consisting of metal
particles dispersed in an inert gas atmosphere. Complicated physics are involved, such as absorption,
transmission and reflection of laser energy, adhesion of micron-scale particles, rapid melting and
solidification, molten metal flow, metal evaporation and microstructural evolution [10,23,51-57]. L-PBF
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relevant parameters can be classified into two groups: some of them directly set by users (e.g., laser
power and speed, scan pattern, layer thickness and powder properties), while others are process-related
(e.g., powder bed density, powder bed temperature). The latter can be indirectly controlled, using
the first set of parameters, but it is harder to address. Several research groups are working to
develop physical models to describe, and consequently control, the process, with some examples being
described in [58-69]. Developed models also aim at defect forecasting and mitigation [70-75]. It is of
major relevance to remember that, unlike conventional processes, all AM technologies are producing
the alloy and the specific geometry to be put in service simultaneously. This means that process
parameters usually related to the material quality (e.g., laser parameters determining melting and
solidification behavior) now directly affect the performance [76] of the final components, as shown in
Figure 2. The result is that, even if some post processing is projected (e.g., heat treatments, machining),
material-related defects arising during 3D printing will cause the artefacts to be discarded at the end of
the whole cycle, which can take up to weeks of work for large components.

Powder properties, e.g. chemical
analysis, particle size distribution

O
Recoating device [ Powder bed deposition > Powder bed density and homogeneity
\’_/‘
Process performance
{0
v
Building platform lowering Selective memr%;:f part cross C> Part performance
AN
{ U
) Process parameters, eg. laser-
Lavyer thickness

related (laser power, speed, beam
diameter), scan strategy-related
(hatching distance, scan pattern)

Figure 2. Main factors influencing process and part performances, and their inter-correlation.

To obtain a fully dense material, it is necessary to understand the effect of various process parameters.
L-PBF machinery typically installs a system of lenses and a scanning mirror—or galvanometer—to move
the position of the laser beam spot on the powder bed. The laser spot is used like a pen tip that, while
rastering the surface of the powder bed, solidifies the powdered metal, releasing the energy necessary
to achieve complete melting. Some laser characteristics are listed in Table 1: properties are reported
in ranges, as they can vary between different system providers or as an effect of specific metal alloys.
Scanning strategy parameters are particularly relevant for the quality of the manufactured component
as they affect the heat cycle experienced by the alloy, determining, for example, final microstructure,
residual stresses [77], and other defects.

The most relevant parameters to scanning strategy are:

e laser power;

e laser speed;

e  hatch distance—the distance from the middle line of two consecutive lines, determining the
effective hatch overlap, according to Figure 3;

e layer thickness;

(] scan pattern.
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Figure 3. Schematic drawing of a generic pattern of single scan lines [78].

A short list of L-PBF machinery properties and related manufactured components features are
shown in Table 1.

Table 1. L-PBF products and main properties.

L-PBF Machinery Characteristics

Heat source One fiber laser, or more
Laser power [W] 50-1000
Laser speed [mm/s] 10-15,000
Laser beam diameter [pum] 30-500. Most common, 80-100
Building chamber atmosphere Inert gas—Typically, Nitrogen or Argon
Building rate [em3/h] 2-120
s Up to 800 x 400 x 500 (width x depth X height)—most common,
Building volume [mm] p 250 % 2502 300 &
Ref. [2,10,79-85]
L-PBF Produced Components Features
Relative density ! [%] Up to 100
Upper surfaces roughness (R, x-y) [um] 4-10
Lateral surfaces roughness (R, 7) [um] >20
Minimum feature size [um] 75-250
Geometric tolerance [mm)] +0.05-0.1
Impurities Risk of contamination by process gas (nitrogen) or moisture
Effect on chemical composition Minimum loss of low vapor pressure alloying elements
Powder size requirements [pm] 10-60
Ref. [10,51,79,86-88]

! Relative density is evaluated as a ratio between the density of L-PBF produced material and the density of the same metal
alloy processed with conventional technologies (e.g., rolling, forging).

The combined effect of the listed parameters can be calculated through the heat input released by
the laser source: it can be quantified by the energy density parameter E, according to Equation (1):

E =P/v-¢ []/mmz] 1)

Where P is laser power (W), v is laser speed (mm/s) and ¢ is the laser beam diameter at the powder
bed surface. In Table 1, typical values for the mentioned parameters are reported. An alternative
formulation is given by Equation (2):
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E = Pjo-ht [J/mm°] 2

where & refers to the hatch distance, as pointed out in Figure 3, and t is the layer height.
At a micro scale, it is important to set the proper parameters to guarantee the highest achievable
density. In Figure 4, different kinds of porosities (detrimental for density) are shown:

e irregularly shaped lack-of-fusion defects, as in Figure 4a,b, could be related to low E values or
balling phenomena [89];

e spherical pores, like the one in Figure 4c, could be related to high E values, causing alloying
element vaporization, a low packing density powder bed, which is in turn full of gas around
metal particles, or small gas pores entrapped inside the metal particles themselves [23,90];

e layered pores, as shown in Figure 4d, could be caused by cracks at the melt pool boundaries [89].

Melt pool

ndaries

— 0} —— 10pm

Figure 4. SEM images of porosity defects observed in L-PBF 316L samples: (a) low and (b) high
magnification of incomplete fusion defect containing unmelted particles partially sintered; (c) gas pore;
(d) cavity associated with residual stresses. From [89], with permission from Elsevier, 2019.

The temperature inside the laser spot usually reaches thousands of degrees Kelvin (or Celsius),
and it is usually higher than the melting point of metal. The molten metal is strictly in contact with the
substrate or the previously consolidated layers, determining a steep temperature gradient [10] that is at
the basis of residual stresses phenomenon [91,92]. Scan pattern refers to the path followed by the laser
beam in order to accomplish the complete melting of every slice or layer. At a macro level, the laser can
raster the whole length of the slice in unidirectional or bidirectional mode, called the meander strategy
in Figure 5 (consequent lines are scanned in the same direction or opposite), or it can subdivide the
area in islands—also known as the chess strategy—or stripes (according to Figure 5). Furthermore,
it handles a rotation angle between consequent layers, as can be seen in Figure 3, where the drawing
represents a 90° rotation between the i-th and the i+1-th layer. The chess or stripe strategies and
rotation angles are selected to reduce thermal gradients along the single layer (and, in turn, residual
stresses [93]), while raising the level of anisotropy inside the material.
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Figure 5. Examples of different scanning strategies on a rectangular cross section—the direction of scan
lines inside the red areas can vary from layer to layer, selecting a non-zero rotation angle (according to
Figure 3) between subsequent layers.

Residual stresses, together with porosities, are of major concern in L-PBF as they can determine
the distortion of artefacts after cut or the failures of a production job, even at its final stage. To resolve
the first problem, it is common practice to heat treat components still attached to the building platform;
this helps in relaxing residual stresses before the removal. In the second case, it is necessary to reduce
the temperature gradients experienced by the materials.

The laser interacts with a discrete substrate formed by metal powder particles that are used as
feedstock; these are micron-sized particles of the selected alloy, obtained using specific processes.
It is necessary for L-PBF to flow easily during the recoating phase to guarantee a proper powder bed
density; various studies [94-97] demonstrated the impact of different particles characteristics on the
quality (in particular, in terms of density and surface roughness) of the final component. The majority
of metal powders used in L-PBF systems are, nowadays, produced through an atomizing process
that involves the interaction of a stream of molten metal with a high energy jet, usually gaseous
(e.g., nitrogen of argon) [98]; this process is called gas atomization (GA). Alternatively, it is possible
to use plasma atomized (PA) powders, produced using plasma torches instead of the gas stream.
In Figure 6, the main differences are appreciable: GA particles are characterized by the presence
of satellites (small particles attached to the surface of bigger ones) and sometimes they show gas
pores (Figure 6¢), PA powder is mostly spherical, with smooth surfaces and a narrower Particle Size
Distribution (PSD).

Figure 6. Cont.
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Figure 6. Comparison of metal powder obtained from different production processes. Gas atomized
particles [99]: (a) SEM image 100x; (b) SEM image at 500x; (c) LOM of GA particles in the metallographic
section. Plasma atomized particles [100]: (d) SEM image at 500%; (e) SEM image 1000X; with permission
from John Wiley and Sons, 2019.

To summarize the effect of the cited process aspects:

e laser energy density E directly impacts melting behavior: at low scan speed and high laser power,
E is high, causing evaporation, porosities and potential denudation of near surfaces, while high
scan speed and low power determine low E density, which is insufficient to fully melt a proper
powder volume and interlayer bonding [23,101];

e increasing scan speed, at constant laser power and layer thickness, lowers the maximum
temperature reached in the melt pool, reducing residual stresses [102], until an unacceptable level
of porosities is produced due to powder insufficient melting [103];

e increasing laser power, at constant laser speed and layer thickness, increases the maximum
temperature and residual stresses [23,102];

e increasing the layer thickness, keeping the other parameters unmodified, can result in residual
stresses mitigation [102], and a more economical process (i.e., with reduced production times), but
it is necessary to evaluate the potential lack-of-fusion defects;

e the effect of laser power on melt pool defects and residual stresses is greater than that of laser
speed [104];

e Guan etal,, in [105], demonstrated that low overlapping between lines is not relevant for final
density, as subsequent layer remelting allows metal filling, as can be seen in Figure 7;

e metal powder size and morphology determine the formation of porosities: spherical and small
metal particles are to be preferred over non-spherical particles, as they form a denser powder
bed [23,106];

e moreover, surface roughness is affected by the width of the melting track, which in turn is controlled
by laser power and scan speed values. Inclined surfaces are the most disadvantaged, because
heat conduction in the powder bed below is less efficient than the areas over the consolidated
material [107];

e  porosities must be carefully controlled, as they are detrimental for fatigue resistance of alloys; in
particular, pore size has been demonstrated to be the most relevant parameter [108].

Considering the previously described aspects, it seems evident that parameter selection is
the result of modelling and experimental validation aiming at reducing production time and costs
while guaranteeing the melting of a proper quantity of metal (both powdered and consolidated).
One challenge is that the best set of parameters (even if validated) is no longer valid as soon as you
change the laser you are working with (i.e., when using a different manufacturing machine), the powder
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batch (e.g., in terms of chemical analysis, particle size distribution, powder morphology) [109], or the
geometry (e.g., sharp features, heavy sections or portion of inclined surfaces facing loose powder).
A lot of work has been performed in order to investigate the optimal working conditions of L-PBF and
guidelines for the selections of parameters [110-116].

Figure 7. OM of L-PBF stainless steel 304 samples on cross-section and vertical section: (a,b) at an
overlap rate of 0% showing full density, like (c,d) obtained with 50% overlap between parallel lines.
From [105], with permission from Elsevier, 2019.

3. Stainless Steel Grades Processed in L-PBF Systems

Stainless steels are widely employed for their unique performances at room and high temperatures,
owing to their chemical and microstructural features. In L-PBF, the right chemical composition is
guaranteed by wise manipulation and correct storage of metal powders, mainly to avoid oxygen,
moisture or oil pick up [117]; meanwhile, the microstructural properties (e.g., grain size, phases) are
determined by the processing parameters. Specifically, the final microstructure depends on the local
heat flow direction, competitive growth of grains, and laser scanning strategy. Typical cooling rates are
in the range 10°-10° K/s [10,118,119] due to the heat exchange with the gas atmosphere, the unfused
powder, and the material already consolidated underneath; the resulting solidification microstructure
is fine and far from that provided by thermodynamic equilibrium [120]. The laser scanning strategy
has an impact on texture; for example, when the scanning strategy is set with no rotation between
subsequent layers, the as-built material exhibits a fibrous aspect with a <001> direction of grain
growth (building direction, z, normal to the building platform). This situation leads to a strongly
orthotropic behavior of the material [81]. On the other hand, selectively scanning the powder bed
in small islands, sometimes non-consecutively, and rotating the direction of the laser between the
different layers, makes it possible to obtain an almost untextured microstructure. An elongated grain
structure along the z-direction (as shown in Figure 8), is due to both prevalent heat extraction from
the bottom side of the melt pool (i.e., the building substrate) and epitaxial grain growth, like fusion
welding. In L-PBF, the existing base-metal grains (i.e., the grains existing in the last melted layer) act as

12
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a substrate for nucleation [53]. Moreover, the melting of subsequent layers causes a reheating of the
already consolidated material, determining the solid-state phase transformations.

2 \ VERTICAL
45° sanrLe (457) saMrLE (V)

-
—
HorrzomraL

sanmpLE (H)

Figure 8. Schematics of commonly projected building directions for tensile specimens.

The peculiar microstructure arising from the described physical phenomena determines the
different mechanical performances depending on the tested direction, or, in the case of the final
components, on the service loading condition. This is the why the best course of action, as a rule, is to
produce tensile specimens with their main axis oriented along different directions, as schematized in
Figure 8; vertical specimens (V) are representative of the commonly identified longitudinal direction,
while horizontal specimens (H) are representative of the transversal direction. The described unique
metallurgical behavior of materials produced via AM led Murr et al. [121] to affirm that such a
methodology could extend traditional materials science and engineering as far as making it possible to
plan application-specific microstructural architectures in as-built components.

In the following sections, a review of mechanical performances obtained from L-PBF processed
alloys is reported. For ease of reading, the correlated process parameters are not shown, but can be
consulted in referenced papers. The authors would like to underline that tensile results reported
under the as-built conditions in Tables 2 and 4-6 involved testing samples with no stress-relieving
heat treatment; the presence of residual stresses inside the specimen can result in deformation (if not
properly machined) and yield strength values affected by the presence of a tension status of compression
or tension inside the material itself, even before load is applied. This observation should aid readers in
understanding the primary importance of stress-relief in L-PBF.

3.1. Austenitic Stainless Steel Grades

Austenitic stainless steels commonly processed in L-PBF systems are essentially alloy 304, alloy
304L and AISI 316L, the latter being the only one of these to have been commercialized by systems
manufacturers [122-126].

e InTable 2, tensile results are reported and compared to the standard minimum requirements:

e tension tests performed at room temperature showed good performance, apart from fracture
elongation, with results being higher than the minimum requirements usually applied for the
selected stainless steel grades processed with conventional technologies;

e fracture elongation is the most negatively affected parameter, for samples tested under the
as-built conditions;

e analyzing the listed tensile properties for 316L stainless steel powders, we can state that the
experimental research performed in the cited papers achieved comparable results. It can be
assumed that they all used proper parameter sets.
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Table 2. Tensile strength of austenitic stainless steel grades obtained from L-PBF, compared to standard
reference values.

Relative
. . Test YS urs EL
Grade Equipment D?;sllty Cond. BD Cond. [MPa] [MPal %] Ref.
H 530 700 38
304 SD NR As built 45° RT 370 540 29 [105]
\Y% 450 550 58
3D Systems .
304L ProX-300 99.99 As built - RT 485 712 61 [127]
SLM
316L Solutions 95.99-99.30 HT-1040°C/4h V RT 376 637 324 [128]
125HL
H 528 639 38.0
SLM
316L Solutions >99 As built 45° RT 590 699 34.1 [78]
280HL
\% 439 512 11.8
Sisma . 45° 505-515 650 41
S16L - nrysintioo 993100 As built v R 0405 ssos75 662
Renishaw .
316L AM250 NR As built H RT 554 685 36 [129]
- RT 456 703 45
. - 250 °C 376 461 31
316L NR NR As built B 1100 °C . 300 15-18 [118]
- 1200 °C - 150 20
Standard Reference Values
. . YS uTrs EL
Grade Condition Test condition [MPal [MPal [%] Ref.
304 Annealed-hot finished RT 205 515 40
304L [130]
31 6L/ Annealed-hot finished RT 170 485 40

Cond.—Condition; BD—Building Direction; YS—Yield Strength; UTS—Ultimate Tensile Strength; El.—Elongation;
SD—Self-developed; NR—Non reported; RT—Room Temperature; HT—Heat-treated; H—Horizontal; V—Vertical.

Table 3 contains some fatigue resistance results, revealing the beneficial effect of machining
operations, in particular on high cycle fatigue (which is more sensitive to surface conditions and
eventual crack presence). Low cycle fatigue [131] showed little effect from reducing surface roughness.

Table 3. Fatigue endurance limits of L-PBF 316L samples, under different loading and surface conditions.

Alloy  Fatigue Endurance at 10° Cycles [MPa] R  Surface Condition  Ra [pm] Ref.

316L 130 -1 As built 13.29

316L 170 -1  Vibratory finished 1.74 [132]
316L 240 -1 Turned 1.08

316L 200 0.1 As built 10.0

316L 256 0.1 Machined 0.4 [131]
316L 269 0.1 Polished 0.1

316L 108 -1 As built NR [133]
316L 267 -1 Turned NR h
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Microstructural characterization performed by [127,134,135] on both 304 and 316L stainless steels
showed common features:

e  all samples feature columnar grains, see Figures 9-11, independently of the specific alloy;

e allsamples feature columnar grains independently of scanning strategy or laser power, see Figures 9
and 10.

e  grain size is basically independent of the selected scanning strategy, as long as the laser power is
kept constant (see Figure 9);

e  grainsize decreases as the selected laser power decreases, as can be seen from Figure 10d: this effect
is investigated in [104], with lower cooling rates being exhibited at higher laser power;

e  as-built grains are characterized by needle-like structures with medium sizes of 500-800 nm and
a high aspect ratio, oriented along different directions even in a single weld bead (see different
growing orientations marked by red arrows in Figure 12);

e  [127] also reported a top view microstructure, as shown in Figure 11b, exhibiting equiaxed grains
all over the sample;

e two types of boundaries were observed by [135]: cell boundaries (formed by dislocations) and
colony boundaries (prior high-angle austenite grain boundaries);

e in Figure 13, it can be seen how annealing heat treatment affects the starting microstructure
(in Figure 13a): cell boundaries were unchanged after heat treatment at 800 °C, but they were not
present after heat treatment at 900 °C. In contrast, colony boundaries were unmodified, meaning
that no recrystallization phenomena had taken place.

Q

Figure 9. OM micrographs showing the microstructure of 316L samples fabricated at 200 W laser
power, using different scanning strategies: (a) Meander; (b) Stripe; (c) Chess with 5 mm X 5 mm islands;
(d) Chessboard with 1 mm x 1 mm islands. Z specifies the building direction [134].
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Figure 10. OM micrographs of L-PBF 316L microstructure produced at different laser powers, (a) 200 W;
(b) 170 W; (c) 140 W; (d) grain width correlation to laser power values. Z specifies the building
direction [134].

Build iretio

Figure 11. OM showing L-PBF 304 stainless steel microstructure: (a) along the vertical cross-section—the
heat flow effect is evident in the build direction, and (b) nearly equiaxed grains in the planar direction,
coincident to the layer top view. From [127], with permission from Elsevier, 2019.
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Figure 12. SEM micrographs showing the microstructure of 316L samples (laser power at 200 W):
(a) within a weld bead; (b) at the bottom region of (a); (c) grain structure beyond two layers; (d) grains
in two adjacent weld beads. Red arrows point out grain growth direction. Z specifies the building
direction [134].

(a) (b) (c)

Figure 13. SEM images showing cross-section microstructures at melt-pool level of L-PBF 316 L steel in
(a) as-built condition, and after annealing at (b) 800 °C/15 min and (c) 900 °C/15 min [135].
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3.2. Precipitation Hardening Stainless Steel Grades

After austenitic grades, precipitation hardening stainless steels, and 15-5 PH and 17-4 PH alloys,

particularly (mostly applied for aeronautic and oil and gas parts production), are the most widespread
and characterized grades of L-PBF equipment.

Auguste et al., in [136], and Murr et al., in [137], both worked on L-PBF 17-4 PH stainless steel,

studying the effects of different powder batches on the final microstructure; in [136], the main difference
was the Niobium content of the feedstock, while [137] investigated the effect of powder processing
atmosphere and working inert gas.

17-4 PH samples showed columnar grains oriented along the building direction, clearly visible in
the samples in Figures 14a, 15 and 16. These observations are in accordance with those performed
on austenitic stainless steels in the previous Section 3.1;

As-built niobium-rich material, shown in Figure 14a, features mainly ferritic grains, with a minor
content of martensite and residual austenite. Ferritic grains are characterized by a high aspect
ratio, and the largest dimension reaches hundreds of micrometers. Ferritic microstructure is in
contrast to the typical martensitic microstructure observed in this alloy;

On the other hand, the as-built material shown in Figure 14b shows an overall martensitic
microstructure, with a grain size in the range of 1-20 um;

Ferrite-rich samples do not show microstructural evolution after tempering at 480 °C (Figure 15a)
and 550 °C (Figure 15b) with respect to Figure 14a. Martensitic microstructure and desired
mechanical properties were achieved only after full material homogenization (Figure 15d and
Table 3). This observation is in line with the thermal stability already underlined in austenitic
316L samples;

Ar-atomized and N2-atomized powders produced completely martensitic phase materials when
fabricated in an Ar environment (Figure 16 refers to a sample obtained from Ar-processed powders
in Ar L-PBF atmosphere). Conversely, Ar-atomized powder and Nj-atomized powder showed
different behavior after N, L-PBF processing gas environment; Ar-atomized powders fused in N2
produced fully martensitic components, while the Ny-atomized powder fabricated in a N»-gas
environment produced austenitic components containing roughly 15% martensite (Figure 17);
Different microstructural observations obtained comparing Figures 16 and 17 were confirmed
by hardness measurements, with the results being reported in Figure 18; the austenitic sample
hardness is lower than the martensitic one, and little variation can be appreciated after aging
treatment, in contrast to the martensitic one, which underwent second-phase precipitation.

Figure 14. (a,b) OM cross-section observation of two 17-4 PH samples obtained from L-PBE, starting
from different powder batches [136].
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Figure 15. OM cross-section observation of L-PBF 17-4 PH sample (seen in Figure 14a) after heat treatment:
(a) tempered at 480 °C/1 h; (b) tempered at 550 °C/4 h; (c) solution heat-treated (1040 °C/1.5 h), quenched
and tempered at 480 °C/1 h; (d) homogenized (1190 °C/2 h), solution heat-treated (1040 °C/1.5 h) and
tempered at 480 °C/1 h [136].

goem,

Figure 16. OM-3D reconstruction of 17-4 PH sample, effective building direction shown by vertical
arrow in the lower right corner: the microstructure is fully martensitic and comes from Ar-atomized
powders fabricated in an Ar-rich environment (Ar/Ar) [137].
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Figure 17. OM-3D reconstruction of 17-4 PH sample, effective building direction shown by vertical
arrow in the lower right corner: the microstructure is mainly austenitic, with a minor volume fraction
of martensite (15%) and comes from Nj-atomized powders fabricated in a Nj-rich environment

(N2/Ny) [137].

0 II II II I

Ar/Ar N2/Ar N2/N2 Ar/N2
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Figure 18. Experimental results from [137]: Vickers microhardness (HV) on as-manufactured samples
(blue piles) and after aging at 482 °C for 1 h and air-cooled standard H900 heat treatment (green piles).
Ar/Ar and Ny/Ar refer respectively to Ar- and Nj-atomized powders, both L-PBF processed in Ar
atmosphere; similarly, Ar/N; and Ny/N; refer to Ar- and Nj-atomized powders, L-PBF fabricated in
N, environment.

The tensile performances exhibited by L-PBF 17-4 PH specimens, summarized in Table 4,
are characterized by a wide dispersion between different referenced works. In particular, the as-built
alloy does not reach minimum standard requirements, resulting in the need to apply (and, eventually,
develop) specifically tailored heat treatments. Yadollahi et al. [138] underlined the need for heat
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treating L-PBF 17-4 PH in order to reach standard tensile requirements and increase the low cycle
fatigue life. On the other hand, standard solubilization and aging treatments have been found to lower
high cycle fatigue life. Mahmoudi et al. in [139] found that vertically built samples were characterized
by lower strength than those built horizontally, claiming that interlayer bonding was insufficient.

Table 4. Tensile strength of precipitation hardening stainless steel grades obtained from L-PBF, compared
to standard reference values.

Relative
. . . Test Ys urs .
Grade  Equipment De[z}s]lty Condition BD Cond.  [MPal [MPa] EL [%] Ref.
o
H 523 1028 -
As built
17-4 PH EOS NR v RT 04 o7 i [140]
M270 HT—650 °C/1 h H 436 1295 -
\% 483 1298 -
EOS As built 835 1169 48.42 p
I7-4PH -\ oo NR HT—1050 °C/0.5 h + 552 °C/4 h Vv RT 1176 1170 py 4
. H 850 890 13
As built v 760 785 25
HT—480 °C/1 h H ) 780 )
SLM >99 v ’ 560 y
17-4PH  Solutions average HT—550 °C/4 h H RT 1210 1220 05 [136]
280HL 99.6 v - 550 y
: HT—1040 °C/1.5 h + quenching + H 785 990 4.6
480°C/1h v 590 680 1
HT—1190 °C/2 h + 1040 °C/1.5h + H 1400 1295 3
quenching + 480 °C/1 h v 1240 1305 1
17-4 PH FOS NR As built H RT - 710 6.7-7.2 [142]
M290 o
H 650 1050 9.8
3D As-built
17-4PH  Systems NR 1\; RT 60%20 95]02'218 >0 3‘57'86 4 i39)
ProX 100 HT—1038 °C/0.5h + 482 °C/1h v 730950  970-1120 2.5-35
EOS . H 1297 1450 12.53 .
15-5PH M270 NR As built v RT 1100 1467 1492 [143]
Standard Reference Values
. Test Ys urs o
Grade Condition Condition [MPa]  [MPal EL [%] Ref.
17-4 PH H900 aging—482 °C/1 h RT >1170 >1310 >10
: o 6 (transv.) [144]
2 H —482°C/1h >
15-5 PH 900 aging—482 °C/ RT >1170  >1310 210 (long,)

BD—Building Direction; YS—Yield Strength; UTS—Ultimate Tensile Strength; El.—Elongation; NR—Non reported;
HT—Heat-treated; H—Horizontal; V—Vertical; RT—Room Temperature.

This observation is in contrast to what is expected from metallurgical features. Comparing
results from similar specimens (same as-built condition and building direction) shows that mechanical
properties registered high scattering; this could be correlated with unsuitable processing parameters,
post-processing operations not being performed well (for example, sample machining), or samples being
tested without machining. In the latter case, the results would be diminished by surface discontinuities.

3.3. Other Stainless Steel Grades

Literature research made it possible to highlight works inherent to the characterization of a
martensitic stainless steel alloy, i.e., 420 (in Table 5), and two duplex stainless steel grades, whose
results are summarized in Figure 19 and Table 6.

Saeidi et al. in [118] revealed that as-built L-PBF 420 alloy is characterized by a cellular
microstructure of micron-sized martensitic cells (as can be seen in [118]); this feature leads to high
values of ultimate tensile strength (according to Table 5).
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Table 5. Tensile strength of martensitic 420 alloy obtained from L-PBF, compared to standard reference values.

Relative

. . Test YS EL
Grade Equipment DE[:;S]lty Cond. BD Cond. [MPal uTs [MPa] [%] Ref.
lo
As
420 NR NR X RT 800 1800 5 [118]
built
As H - 505 -
420 SD NR built v RT B 1045 : [88]
Standard Reference Values
Grade Condition Test Condition s UrTs [MPa] EL [%] Ref.

[MPa]

Annealed—holding T: - <760 -
420 745-825 °C + air cooling RT [145]
QT800—quench at
950-1050 °C + oil or air
cooling + tempering at
600-700 °C

Cond.—Condition; BD—Building Direction; YS—Yield Strength; UTS—Ultimate Tensile Strength;
El.—Elongation; SD—Self-developed; NR—Non reported; RT—Room Temperature; HT—Heat-treated;
H—Horizontal; V—Vertical; QT—Quench and Tempered.

>600 800-950 >12

Duplex samples processed in L-PBF systems were mainly studied by Hengsbach et al. [146] and

Saeidi et al. in [118,147]. The most relevant observations were:

The as-built SAF 2507 alloy is characterized by an almost completely ferritic microstructure
(Figure 19a,e), strongly different from the desired microstructure, caused by rapid cooling rates
typical of L-PBF. The cooling rates experienced cause the alloy’s solidification in delta ferrite,
suppressing the austenite field;

Proper heat treating conditions can restore an acceptable ferrite/austenite ratio; in particular,
sample solubilization at 1000 °C (Figure 19¢,g) made it possible to achieve a 34% austenite content;
The performed tension tests (shown in Table 5) showed that L-PBF SAF2205 properly heat-treated
satisfies the standard minimum requirements, while SAF2507 needs to be further optimized
through subsequent heat treatment in order to achieve proper mechanical performances.

as-built 900°C | . 1000 °C

inverse pole figure mappings

P
¥ o

phase mappings:

ferrite: %9 % [
[l austenite: 1% B

ferrite: 66 %
34 %

Figure 19. EBSD maps of duplex 2205 showing (a—c) inverse pole maps and (e-g) corresponding
phase fraction, in (a,e) as-built condition, (b,f) after annealing at 900 °C, and (c,g) after annealing at
1000 °C [146], with permission from Elsevier, 2019.
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Table 6. Tensile strength of duplex stainless steel alloys obtained from L-PBF, compared to standard
reference values.

Relative
. . e Test YS urts EL
Grade  Equipment De;;s]lty Condition BD Cond. [MPa] [MPal [%] Ref.
SLM As built - 940 12
SAF2205  solutions  997-9985 1000 VY RT S [146]
280HL °C/0.083 h )
. _ RT 1214 1321 -
SAF2507 NR NR As built 1200 °C B 500 30 [118]
HT—1200 RT - 920 1.8
SAF2507 EOS M270 99 °C/0.083 h 1200 °C B 400 20 [147]
Standard Reference Values
Grade Condition Test Cond s UTS [MPa] EL Ref
o : [MPa] [%] :
SAF205 ~ TIT1020-1100°C+ RT >450 >620 >25
rapid cooling [148]
SAF2s07  TIT1025-1125°C+ RT >550 >800 >15

rapid cooling

BD—Building Direction; YS—Yield Strength; UTS—Ultimate Tensile Strength; El.—Elongation; NR—Non reported;
RT—Room Temperature; HT—Heat-treated; H—Horizontal; V—Vertical; QT—Quench and Tempered.

4. Conclusions

The capability of L-PBF systems to process stainless steel alloys is reported in detail in this review,
which therefore could be considered as a reference for all researchers and technologists involved in
activities concerning stainless steel grades and L-PBF manufacturing. In fact, since research in this
field has been receiving a strong impulse in recent years, it could be quite time-consuming for those
people facing such topic for the first time.

The exploitation of the L-PBF technique makes it possible to achieve significant benefits when the
following issues are required:

e  Artefact weight reduction (made possible, for example, through topology optimization and/or
lattice structures);

e  Easy customization;

e  Complex internal features manufacturing (e.g., inclined ducts).

The above-listed advantages, which are known to be relevant for high-cost alloys (such as
superalloys or titanium alloys) and aerospace applications, are also significant for stainless steel grades,
that, since their discovery, have found application in almost every field of application. In this context,
the adoption of L-PBF reflects huge material savings and efficiency enhancement in applications
ranging from biomedical devices to power production plants. L-PBF is particularly suited to additive
manufacturing of stainless steels, since it makes it possible to produce complex features, in a wide range
of cross-section thicknesses, with good compromise in terms of cost and time, while guaranteeing low
oxides contamination. A variety of stainless steel grades coming from different classes (i.e., austenitic,
martensitic, precipitation hardening and duplex) have been satisfactorily processed, meaning that it
could be possible to widen the list of alloys in order to widen the field of applications.

This review shows that, to date, stainless steel alloys have been satisfactorily processed by L-PBE.
Furthermore, the achieved mechanical properties make stainless steels fit the requirements of several
applications. High mechanical properties are targeted, since the porosity level achieved by L-PBF
is quite low and is comparable to conventionally processed materials. This statement is supported
by the activities of many researchers, which has been demonstrated to satisfactorily achieve 99.9%
relative density. Mechanical performances are even higher than the standard requirements, even if a
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wide range of values can be found in the literature, meaning that it is necessary to unify processing
and post-processing routes. For example, standards defining the proper orientation to build and test
samples, together with proper machine allowance and testing surface condition, still do not exist.

The analysis of the listed tested alloys, relative metallurgical microstructures and tensile strengths
reveals a fundamental lack of alloys to be worked, standardization, and development of proper heat
treatment. This inadequacy defines the path for further research and exploitation.
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Abstract: Strength properties of annealed austenitic stainless steels are relatively low and therefore
improvements are desired for constructional applications. The reversion of deformation induced
martensite to fine-grained austenite has been found to be an efficient method to increase significantly
the yield strength of metastable austenitic stainless steels without impairing much their ductility.
Research has been conducted during thirty years in many research groups so that the features of the
reversion process and enhanced properties are reported in numerous papers. This review covers
the main variables and phenomena during the reversion processing and lists the static and dynamic
mechanical properties obtained in laboratory experiments, highlighting them to exceed those of
temper rolled sheets. Moreover, formability, weldability and corrosion resistant aspects are discussed
and finally the advantage of refined grain structure for medical applications is stated. The reversion
process has been utilized industrially in a very limited extent, but apparently, it could provide a
feasible processing route for strengthened austenitic stainless steels.

Keywords: metastable austenitic stainless steel; cold rolling; annealing; reversion; grain size;
mechanical properties; fatigue; corrosion; medical applications

1. Background

Austenitic stainless steels (ASSs) are potential candidates for structural parts in transportation and
construction industries due to their excellent formability, work hardening capability and weldability,
together with good corrosion resistance. However, their yield strength (YS) is generally low, for instance
for the EN 1.4301/AISI 304 around 210-230 MPa and 330-350 MPa for EN 1.4318/AISI 301LN grade [1],
which limits their use for structural applications. (For the ASSs grades, AISI codes will be used
hereafter as commonly in the literature). Many grades are, however, metastable at room temperature,
which means that the austenite phase transforms to martensite during cold working, so that their
work hardening capability and ductility can be utilized to improve the strength by cold deformation
(the temper rolling process). As an example, the strengthened condition +C1000 with the minimum
proof strength (Rp.2) of 700 MPa [2] can be achieved by about a 20% cold rolling thickness reduction
for 304 and 301LN ASSs, with some loss of elongation. However, the disadvantage of strengthening by
temper rolling is the formation of anisotropy in mechanical properties, the strength being different
in different directions relative to the rolling direction [3,4]. Moreover, lowest values are obtained in
compression tests parallel to the rolling direction [3]. The cold rolling tends also to impair the corrosion
resistance of ASSs [5-7].

The strength of ASSs can also be increased by nitrogen alloying, and the processing and properties
of high-nitrogen steels have been investigated extensively, e.g., [8,9]. However, in conventional
processing of Cr-Ni alloys, the limit of nitrogen solubility is low and problems with the hot ductility
may also appear with increased nitrogen content [4]. Hence, other strengthening methods are desirable.
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Grain size (GS) refinement is an effective method for increasing the static strength properties
of metals and alloys (the Hall-Petch relationship) and also their fatigue performance, especially in
the high-cycle fatigue (HCF) regime. The GS of commercial ASSs is typically larger than 10 pm.
Even though the impact of GS on strength is not so high in ASSs as in ferritic steels, it has been shown
in a large number of papers that the refinement of GS can provide significant improvement in the YS of
austenite, e.g., [10-29]. The traditional hot rolling process or cold rolling and recrystallization annealing
are not effective for refining the GS of the austenite phase, although GS of 2 pm has been obtained by
using warm rolling and annealing [30]. The role of dynamic recrystallization in GS refinement in ASSs
has been reviewed by Zhao and Jiang [31], but it is not very efficient due to high temperatures required.
However, the reversion treatment, in which deformation-induced o-martensite (DIM) transforms
back to austenite has been shown to refine the austenite GS to submicron size, resulting in excellent
combinations of YS and tensile elongation (TE), as reported in numerous studies during the last
30 years.

The martensite to austenite reversion process in austenitic Cr-Ni steels was already studied in the
1970s and 1980s [32-37], but it continued comprehensively in Japan in early 1990s, e.g., [38-40] and
later in many groups in various countries, e.g., [10-21,30,41-79]. The studies in Finland, starting in
2004, as supported by a Finnish stainless-steel company and in collaboration with two research groups
in USA and one in the Czech Republic, may be mentioned separately [22-29,80-103]. In laboratory
studies, the reversion process has been applied to several commercial Cr-Mn and Cr-Ni steel grades
such as 201, 201L, 204Cu, 301, 301LN, 304, 304L (see later in Section 5.1).

As the reversion process is carried out simply using cold rolling and annealing, it seems
more appropriate for bulk production of large-sized sheets and has more potential for actual
applications than numerous other severe plastic deformation techniques applied to GS refinement.
However, despite extensive academic research work, as far as the present authors know, there only exist
a couple of industrial companies utilizing the reversion-treatment for ASSs. In Japan, Nano grains Co.
Ltd (Komatsuseiki Kosakusho Co., Ltd.) produces grain-refined 304, 316 and 301 foils (thickness range
80-300 pm), with the GS finer than 1 um, using repeated reversion treatment [104]. Especially the
enhanced properties of micro-scale cutting and hole piercing are utilized in the manufacturing of
orifices for electronic fuel injection [105-107]. Nippon Steel & Sumitomo Metal company lists in its
product catalogue fine-grained 304 (SUS304 BA19) and 301L (NSSMC-NAR-301L BA1) grades: thin
sheets, strips and foils (0.08-0.6 mm) having both high strength, ductility and formability and smooth
formed surface due to refinement of GS [108,109]. The feasibility of the process for an industrial
manufacturing using a continuous annealing line has been demonstrated in one laboratory study [12].
In recent studies by Jarvenpéa et al. [87], a pilot induction heating line has been employed to simulate
industrial conditions in reversion annealing of the 301LN grade.

In order to highlight the advantages of grain-refined ASSs, in the present paper, the main
process variables and their influences in the reversion-treatment are introduced, and the state of the
art of mechanical properties of reversion-treated, fine-grained ASSs are reviewed. The formability,
weldability, corrosion properties and medical applications are also included in this survey. A short
overview of the state of the research on the reversion process has recently been published as a conference
paper [103], but the present review is much more comprehensive than that.

2. Cold Rolling Stage

The first stage of the reversion treatment is cold rolling of an ASS sheet to obtain DIM, which can
be reversed to fine-grained austenite in the subsequent annealing stage. In the following, we point
out the different stability of the austenite in different ASSs towards transforming to martensite,
depending mainly on the chemical composition of the steel. Some commercial ASS grades will be
compared. The degree of cold rolling reduction is a factor affecting the fraction of DIM created,
and in industrial rolling, it cannot very high. Therefore, only partial transformation of austenite
to DIM can happen affecting the microstructure obtained in the annealing stage. Further, the DIM
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forming gradually will be inevitably deformed to different degrees, which also has an influence on
microstructure heterogeneity and thereby on the mechanical properties.

The reversion heat treatment for ASSs consisting of the cold rolling and annealing stages is
schematically presented in Figure 1. A metastable ASS must first be cold worked to transform the
austenite to DIM and deform it. There is often some hexagonal e-martensite formed as well, but its
fraction and contribution are minor in the reversion process, so that much attention has not been
paid on that phase. Highly-deformed cell-type DIM is preferable for a source of a large number of
nucleation sites for new austenite grains to attain the desired highly-refined GS in the subsequent
reversion annealing [38—40]. If the total cold-rolling reduction is small, the transformation of austenite
to DIM tends to remain partial and coarse-grained deformed austenite (DA) grains are retained in the
structure. Furthermore, the lath-type, slightly deformed DIM reverses into austenite with coarser GS.
Accordingly, very high cold rolling reductions of 90% to 95% were recommended originally and applied
in numerous studies, e.g., [14,15,17,19,20,39,40], which can, however, be impractical in industry.

Cold rolling Annealing
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/ d
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Figure 1. Reversion treatment of a metastable austenitic stainless-steel consisting of cold rolling and
annealing stages. Important variables have been designated.

The austenite thermal stability has been discussed by Lo et al. [110] in their extensive review
on ASSs, listing numerous Equations for the chemical compositional dependence of M temperature,
for instance. The mechanical stability, the susceptibility of austenite to DIM formation, is mainly
affected by the chemical composition of the steel and its GS, but also GS distribution, grain morphology
and orientation as well as deformation conditions (stress state, temperature, pass strains, strain rate,
etc.) have their influence [111,112]. Das et al. [113] have collected a very extensive literature data
and developed a neural network model to predict the amount of DIM formation with its influencing
parameters in a variety of ASSs. Mechanical driving force (stress) and temperature were found to
have high significance, while concerning uniaxial tensile testing conditions. Regarding GS refinement,
highly metastable grades are favored, and according to Tomimura et al. [38], the Ni equivalent
(Ni + 0.35Cr) < 16.0% (all compositions are in mass %) is required to transform more than 90% of
austenite to DIM during 90% cold rolling at room temperature (RT).

The Nohara equation (Equation (1)), defining the temperature at which the amount of 50% DIM
is transformed from austenite through cold deformation of 0.30 true strain, is commonly used for
evaluation of the mechanical stability of austenite in rolling [114]. It shows that all alloying elements
decrease the stability, though with varying power.

Mgz (°C) =552 — 462(C + N) — 9.2Si — 8.1Mn — 13.7Cr — 29(Ni + Cu) — 18.5Mo — 68Nb — 1.42(GS - 8) (1)
Here the alloying elements are in mass % and GS is in ASTM unit. The Mgz temperature is around

20-40 °C for 301LN, whereas lower for 304 (examples in Table 1). From Equation (1), it is also seen that
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during deformation Ni stabilizes austenite more than Mn does, which is contrary to that concerning
thermodynamic austenite stability [115]. Refining the GS also increases the stability, as reported in
numerous studies, e.g., [46,75,114]. In repeated reversion treatments, to be discussed shortly later, this
means that in subsequent cold rolling stages, the DIM formation becomes reduced [21]. The relationship
between austenite GS and its stability under tensile and fatigue loading will be discussed later in
Section 5.

In addition to alloying adjustments, another method to enhance the DIM transformation is rolling
at lowered temperatures, the technique which has been applied to 304/304L and 316L grades in
particular [10,41,66,116-120].

To give examples, the DIM fractions formed during cold rolling for some Cr-Mn and Cr-Ni ASSs
(the exact chemical compositions are listed in Table 1; concentrations are always in mass %) are plotted
as a function of the cold rolling thickness reduction in Figure 2. They show that in the 304/304L grade,
only a small fraction of DIM can be obtained at RT [20,121]. After a 90% cold rolling reduction, Di
Schino et al. [11] obtained 35% and Ravi Kumar et al. [54] 43% of DIM. However, at 0 °C, in experiments
performed by Forouzan et al. [14], about 55% DIM was formed by a 30% cold rolling reduction in a 304
ASS (Mg3p = 13 °C), and even a completely martensitic structure could be obtained after 60% reduction.
In a 301LN ASS (Mg3p ~ 23-27 °C) in order to achieve a fully martensitic structure, a cold rolling
reduction of about 60% is required [23,29,102], but for 201 and 201L grades, the reduction of 40% can
be enough for that [15,16,67]. However, it must be noted that for this higher metastability of 201/201L
ASSs, the nitrogen content must be low, for in experiments performed by Kisko et al. [28,83,101] and
Hamada et al. [80] using the 201 grade with 0.052%C and 0.245%N, the DIM fraction obtained was
only 30% after 60% cold rolling reduction. Hence, the exact chemical composition can greatly affect the
mechanical stability which can vary within an ASS grade, requiring attention. As seen from Figure 2,
if single pass reductions are high, adiabatic heating tends to reduce markedly the extent of DIM
formed [4,77].
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Figure 2. Examples of increase of the deformation-induced martensite fraction during cold rolling
deformation in 201/201L, 304/304L and 301LN grades. The chemical compositions of the steels are in
Table 1.

Mirzadeh and Najafizadeh [122] have modeled by means of an artificial neural network the effect
of the cold working temperature, amount of deformation, strain rate and initial austenite GS on the
volume fraction of DIM in a 301LN ASS. The appropriate grain refining zone can be determined
using this model. The martensite content is increased when the degree of deformation is high or the
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deformation temperature is low. Moreover, by increasing the strain rate and the ASTM GS number
(i.e., refining the GS), the amount of DIM is reduced.

Table 1. Chemical compositions and Md3, temperatures for Austenitic stainless steels (ASSs) in Figure 2.

Grade C Si Mn Cr Ni Mo N Maso Ref.
201 0.080 0.54 5.90 16.60 3.70 0.11 0.040 [15]
201 0.024 0.38 7.02 17.06 4.07 0.04 0.164 [77]

201L 0.027 0.51 591 16.20 3.88 0.08 0.040 [67]

301LN 0.017 0.52 1.29 17.30 6.50 0.15 0.150 27 [23]

301LN 0.025 0.53 1.25 17.50 6.50 0.09 0.150 23 [29]

301LN 0.024 0.54 1.22 17.80 6.40 0.133 28 [4]
304 0.040 0.34 1.15 18.06 8.33 0.05 0.048 6.2 [123]
304 0.060 0.02 0.33 18.40 8.60 0.06 0.024 9.6 [11]
304 0.065 0.48 1.35 18.20 8.37 0.046 —-6.7 [121]

304L 0.021 0.56 1.37 18.44 9.38 0.038 -16 [121]
304L 0.027 0.43 1.58 18.20 8.22 0.35 13 [14]
304L 0.020 0.30 1.50 18.60 10.10 0.020 -29 [54]

Concerning the actual deformation degree experienced by DIM during cold rolling, it is important
to realize that the DIM formation proceeds gradually, as seen in Figure 2. This means that at low rolling
reductions, a significant fraction of the formed DIM remains inevitably only “slightly-deformed” and the
resultant lath martensite plays a significant role in the microstructure evolution. In industrial practice,
however, heavy cold rolling or complex processing routes are not desired. Promisingly, for instance for
a 301LN ASS, cold rolling reductions as low as 35% to 52% seem to result in excellent strength-ductility
combinations (see Table 2 in Section 5.1), even though the GS refinement is not most efficient and the
GS obtained is not uniform [23,29]. Even very low reductions such as 10% to 40% have been reported
to reduce significantly the average GS in 301LN during complete reversion [60,64].

The stability of austenite under tensile deformation will be further discussed in Section 5. It can
be mentioned here that Ahmedabadi et al. [124] have recently modelled the DIM formation (f,+) during
cold rolling of a 304 ASS using a sigmoidal logistic equation, Equation (2):

fs

e T p—— @

Jar

In the equation, the parameter f; is the maximum value of a given “S”-curve, ¢;, is the abscissa

of the mid-point of a given sigmoid, and ¢ is deformation strain. The parameter § represents the

steepness of the curve. The fitting parameters for the model can be correlated to physical parameters

associated with the austenite to DIM transformation. This model eliminates the limitations present in

the previous models, as discussed. Importantly it shows that it is not always possible to completely

transform austenite into martensite, which means that the DA affects the microstructure evolution in
reversion annealing.

3. Reversion Annealing

During the annealing stage of the cold-rolled ASS sheet containing DIM, the reversion of DIM back
to austenite can take place, refining the GS and enhancing the mechanical properties. There are two
reversion mechanisms, shear and diffusional ones, the type depending on the chemical composition of
the steel, heating rate and annealing temperature but hardly on the degree of cold rolling reduction.
In this chapter, we first discuss the type and kinetics of the reversion in various Cr-Ni type ASSs and
the factors affecting them. This section is followed by the discussion on the temperature range suitable
for the reversion treatment, accounting for the different reversion mechanism. It can be noticed that
certain typical temperatures (600-1000 °C) have been applied in experiments for commercial Cr-Ni
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and Cr-Mn ASSs, and the duration of annealing can be selected to be very short (less than 1 s) or even
hours, highlighting the flexibility of the process.

3.1. Reversion Mechanism

In metastable ASSs, DIM reverses back to austenite during continuous heating or isothermal
annealing at an appropriate temperature regime. Reversion of martensite to austenite is a phenomenon
also taking place during intercritical annealing in low carbon martensitic stainless steels [125] and
medium-Mn steels, e.g., [126]. A variety of experimental methods have been employed to study
both martensitic transformation and DIM reversion in ASSs, e.g., microscopic methods, dilatometry,
calorimetry, X-ray diffraction (both postmortem and in situ), internal friction, various magnetic,
positron annihilation or hardness/mechanical properties measurements [127-132]. A small amount
of e-martensite can form in some ASSs at small deformation degrees, and it reverses at much lower
temperatures than «’-martensite does (see e.g., [63]). Singh [37] reported that the e-martensite was
stable up to 200 °C, and according to Santos and Andrade [128], it reverses in the temperature range
50-200 °C and between 150-400 °C according to Dryzek et al. [129]. Very recently a latent strengthening
mechanism, bake hardening without interstitials, due to the reversion of e-martensite, has been
reported in a metastable FCC high entropy alloy by Wei et al. [133]. Annealing for 20 min at 200 °C
was enough for complete reversion accomplished by a shear-assisted displacive mechanism.

The reversion of «’-martensite (i.e., DIM) to austenite can occur by two different mechanisms,
a diffusionless shear or diffusion-controlled one, as reported already in 1967 by Guy et al. [36];
see also [39,45]. Guy et al. observed that austenite with mechanical twins formed first from martensite
in 18Cr-8Ni and 18Cr-12Ni steels, which then recovered to a subgrain structure. Concerning the GS
refinement, both reversion mechanisms can readily lead to a micron-scale GS, though in principle the
diffusional reversion is more efficient [38]. In Fe-Cr-Ni ternary alloys, in the first stage, the shear phase
reversion results in austenite which contains traces of prior a’-martensite morphology, the same grain
boundaries as those of original austenite and a high density of defects. After the fast transformation,
defect-free austenite subgrains are formed which coalesce to a structure resembling recrystallized
structure [38,39]. An example of the formation of dislocation free grains from subgrains is shown in
Figure 3a. On the contrary, the diffusional reversion is characterized by the nucleation and growth
of randomly oriented equiaxed austenite grains; the result is shown in Figure 3b. The nucleation
occurs on the cell or lath boundaries of the deformed DIM, and austenitic grains grow in size with time
but can stay in a nanometer or submicron range. Secondary phase precipitates can also form in the
course of the reversion, for instance nano-size chromium nitrides in 301LN [22,26,89] (Figure 3¢c,d) and
carbides in 301 [130,134,135].

The chemical composition of the steel and annealing temperature are two important variables
affecting the type of the reversion mechanism [23,39]. Tomimura and co-workers [39] reported that the
reverse transformation of martensite to austenite occurs by diffusionless mechanism in metastable
Fe-Cr—Ni ternary alloys with the high ratio of Ni to Cr (about >0.6), whereas the diffusive reverse
transformation happens at the low ratio of Ni to Cr (such as <0.5). Somani et al. [23] proposed a
model to predict the reversion type based on the chemical composition of the steel, adopting the
Cr- and Ni-equivalents including some other elements in addition to Cr and Ni. Using this model,
for instance, an AISI 301 reverses by the shear mechanisms above 670 °C, whereas a 301LN grade
exhibits diffusion-driven transformation [23], controlled by the fast diffusion of interstitial nitrogen
atoms [136]. This model has also been used by Misra et al. [88]. Shirdel et al. [70] adopted different
equivalents including microalloy elements as predicting the reversion mechanism for a 304L steel.
According to that prediction, the shear mechanism is possible above 783 °C. Based on microstructure
features, the diffusion-controlled mechanism was the dominant one at the temperature range of
600-650 °C, and the shear reversion mechanism might be operative at temperatures higher than 750 °C.
Sun et al. [137] reported diffusional reversion for a 304 ASS after a 85% cold rolling reduction and
annealing at 550-650 °C at a low heating rate of 10 °C/s based on model predictions and observed
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time-dependence of the reversion at 650 °C. However, Cios et al. [132] showed by the transmission
Kikuchi diffraction measurements that the reverse transformation proceeded in a 304 ASS through a
diffusionless mechanism.

Figure 3. Reversion in 301LN ASS occurred by the shear reversion (a), where dislocation free grains are
formed by continuous recrystallization (arrows pointing out such subgrains) [29], diffusional reversion (b)
(reproduced from [84], with permission from Elsevier, 2017) and diffusional reversion with chromium
nitride precipitation (c,d) (reproduced from [22], with permission from Springer Nature, 2007).

For a 301 ASS, microstructural observations of Johannsen et al. [135] indicated that it underwent a
diffusional reversion from martensite to austenite in all annealed samples (90% cold rolled; heating rate
100 °C/min; annealed at 600-900 °C for 30 min) except when annealed at 800 °C and possibly at 850 °C
while a shear reversion mechanism seemed to be active. Knutsson et al. [130] found that the diffusional
reversion started at about 450 °C and the shear reversion at higher temperatures of 600 °C. In addition,
carbo-nitride precipitation was observed for samples heat treated at these temperatures, which led
to an increasing Ms-temperature and new o’-martensite formation upon cooling. They applied cold
rolling reductions between 23% to 60%, but this did not affect the reversion rate.

Consistently with the above observations, Somani et al. [23] and Misra et al. [88] showed for a
301ASS that the shear transformation had occurred in the course of heating at a high rate of 200 °C/s or
during annealing at temperatures around 800 and 900 °C. However, at 700 °C the reversion kinetics
was clearly time dependent, i.e., the reversion was presumably diffusion controlled there (as mentioned
above, the model developed predicted the start temperature of austenite formation As = 670 °C for
the shear transformation [23]). The continuous recrystallization of the shear-reversed austenite or
the recrystallization of DA grains requires a higher temperature than the reversion itself does or it is
slower than the martensitic reversion [121,138,139]. In a 301 grade, for the recrystallization that refines
the GS following the shear reversion within few seconds, the temperature of 900 °C has been found
feasible [23]. According to Sun et al. [140], in an 80% cold-rolled 304 ASS, the shear reversion took
1 min at 750 °C, while the recrystallization of DA grains required 15 min.

Yagodzinskyy et al. [134] investigated microstructural changes in 70% cold-rolled ASSs 301 and
301LN, containing 0.10% C and 0.16% N respectively, under slow linear heating at a rate of 15 °C/min
and found the precipitation of carbides and nitrides respectively at martensite laths interfaces in the 301
steel and martensite/austenite interfaces in the 301LN steel. The start of reversion was at 550 and 500 °C
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in these steels, respectively. In the 301, the reversion was diffusion controlled at 600 °C, but there was
also 30% retained austenite after the cold rolling, and stripes of o’-martensite formed recurrently in the
retained austenite by a mechanism which seemed to be shear. The bimodal grain structure with the
1 um average GS was formed after recrystallization at 700-800 °C. In contrast, the new austenite grains
grew continuously in the 301LN under diffusion control and a uniform GS of 0.35 um was obtained.
On the other hand, the start As and finish A¢ temperatures for the diffusional reversion depend on
both the heating rate and chemical composition of the steel. The effect of heating rate was already
investigated in Fe-Ni-C alloys by Apple and Kraus in 1972, who observed the shear mechanism at
high heating rates and diffusional at low heating rates [141]. The diffusional reversion proceeds
more rapidly with increasing annealing temperature, and the A¢ temperature depends on soaking
time. The transformation kinetics from martensite to austenite has been modelled in a 301LN ASS by
Rajasekhara and Ferreira and found to be controlled by the diffusion of nitrogen [136]. Sun et al. [142]
reported diffusional reversion for the 304 ASS (Ni/Cr = 0.49) after a 93% cold rolling reduction and
annealing at 650-700 °C at a low heating rate of 10 °C/s. Tomimura et al. [39] found that the reversion
was diffusional at 652 °C in an 18Cr-9Ni alloy (Ni/Cr = 0.5) in spite of a high heating rate of 300 °C/s.
Somani et al. [23,80], Kisko et al. [27,28,81-83] and Jarvenpéa et al. [84-87] have used a high heating
rate of 200 °C/s in their experiments. They found that in 301LN (Ni/Cr ~ 0.4), the diffusion-controlled
reversion started, depending on prior cold rolling reduction, around 650-700 °C and was completed
within few seconds at 750-800 °C. Examples of the influence of cold rolling degree on the reversion
kinetics in a 301LN ASS are illustrated in Figure 4, where also the data of Takaki et al. [40] for an
18Cr-8.5Ni steel is included. A higher reduction results in faster reversion. The diffusional reversion is
fastat 750 °C and above in both steels being completed within 100 s even after 45% cold rolling reduction.
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Figure 4. The effect of prior cold rolling reduction and annealing parameters on the reversion kinetics:
Annealing temperature (a) and soaking time at 700 °C (b). Data collected from References [23,40] (a)
and [23,26,88] (b). Legend: Reduction (%CR), annealing temperature (°C) and time (s).

However, under certain conditions, both the shear and diffusional reversion mechanisms seem
to be active in a 301LN [84,102] and also in a 204Cu [82,101]. Guy et al. [35] found that in 18Cr-8Ni
and 18Cr-12Ni ASSs the reverse transformation can proceed by both processes depending upon the
heating time and temperature. Lee et al. [45] reported that in a 11Cr-9Ni-7Mn steel both mechanisms
can occur sequentially, the diffusionless reverse transformation during continuous heating followed by
the diffusive reverse transformation during the isothermal holding. Similarly, Knutsson et al. [130]
pointed out that in a 301 ASS, the shear reversion only reverses 90% to 98% of the martensite, and a
complete reversion can only be achieved by diffusional reversion for long holding times. According to
Shakhova et al. [62], in S304H (18Cr-8Ni-2Cu-Nb) ASS after very severe caliber rolling to a total strain
of 4, both reversion mechanisms were found to take place in annealing at 600-700 °C. The appearance
of equiaxed austenite grains suggested diffusive reversion, while the elongated grains were signs of
shear reversion. The latter was also indicated by the rather high dislocation density remained in the
annealed microstructure.
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3.2. Temperature Range for Reversion

The difference in the reversion mechanisms can be illustrated by the reversion-temperature-time
diagram where the start and finish temperatures of the martensite reversion to austenite are drawn [39].
Moreover, from the diagram, it is possible to judge how the reversion process makes progress under
certain conditions. In Figure 5, the respective temperatures are Ay and Ay for the shear reversion
and As and A for the diffusional one. The martensitic shear reversion proceeds during heating in a
narrow temperature range Ay—Ag. These temperatures depend on the chemical composition of steels
being lowered by increasing the Ni/Cr ratio, but they are independent of the heating rate. The shear
reversion rate is fast and independent of prior cold rolling reduction, and the reversed fraction is
independent of isothermal holding time between these temperatures. The possible reversion treatment
routes in Figure 5 are 1 and 2, leading to complete reversion, but the austenite grains can contain
high dislocation density after short holding (route 1), or they can be dislocation-free and refined after
sufficient holding (route 2).

As
B Arf Shear +
/ grain growth
Shear +
diffusional

Af,

= ’sj T / Diffusional
As’ \i (partial)

Diffusional
(complete)

/|

Temperature
I
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Shear

Time
Figure 5. The temperature range for the reversion, dependent on the reversion mechanism. Various reversion

treatments (numbered 1 ... 5) are possible. The original idea of the reversion-temperature-time diagram is
from Reference [39].

On the other hand, the Ag and A¢ temperatures for the diffusional reversion depend on the heating
rate in addition to the chemical composition of the steel (Figure 5). The effect of heating rate was
already investigated in Fe-Ni-C alloys by Apple and Krauss [141] in 1972. In isothermal annealing,
the diffusional reversion proceeds more rapidly with increasing annealing temperature, and the A¢
temperature depends on soaking time, as seen from the Ag and A¢ curves. The reversion annealing
routes 3, 4 and 5 are possible, and a short holding (route 3) below Ay would result in partial reversion
and a sufficiently long holding (route 4) to complete reversion. A slow heating to the Ay—A¢ regime
means the initiation of shear reversion which might be completed by the diffusional reversion (route 5)
or some DIM remains stable.

There are several studies where the reversion range of 304 ASS has been investigated, but quite
different values for As (or Ay) and A¢ (or Ap) have been reported. As mentioned above, the mechanism
seems to change at around 750 °C from diffusional to shear type with increasing heating or annealing
temperature. Guy et al. [36] reported A = 540 °C for an 18Cr-8Ni steel. Tomimura et al. [39] found by
the saturation magnetization measurements a narrow reversion range 575-625 °C for a 90% cold-rolled
16Cr-10Ni steel where DIM reverted to austenite by the shear mechanism during heating at a high rate of
300 °C/s. Mumtaz et al. [143] estimated from the changes in the saturation magnetization for a 304 ASS
(40% to 55% cold rolled, rapid heating, though the rate not given, 5 min holding) the A temperature
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to be between 625-650 °C, and the A¢ between 900-950 °C, hence a very wide range. At 700-800 °C,
the reversion kinetics was dependent on the previous cold rolling reduction. Tavares et al. [144] obtained
by thermomagnetic analysis the As and Af temperatures during heating (heating rate was not given) as
Ag ~ 430-440 °C and A¢ ~ 610-616 °C. Cios et al. [63] determined As and A temperatures of 450 and
700 °C, respectively, from dilatometric curves. Shakhova et al. [62] data and ThermoCalc calculation for
an Fe-0.1C-0.1N-18Cr-8Ni-2Cu-0.5NDb steel indicated the A¢ temperature of 800 °C.

There are few studies on the reversion range itself in 301 and 301LN ASSs, although the reversion
mechanisms have been investigated in numerous works. However, the A¢ temperature for a 301LN
ASS has not been clearly reported, and due to the diffusion-controlled reversion, it is dependent on cold
rolling reduction and annealing duration, as evident from Figure 4. In that data, about 5%DIM is left
after 10 s holding at 700 °C after the 75% reduction, while after the 63% reduction, Jarvenpaa et al. [84]
reported 10% of DIM and Rajasekhara [26] 5% after 100 s and 20% after 10 s. Anyhow, in numerous
studies, temperatures between 600 and 1000 °C have been used for reversion treatments of 301LN
ASS [12,22-26,84-87].

For 201 and 201L grades, the temperature of 850 °C has been found to be an adequate reversion
annealing temperature resulting in complete reversion within 30 s and in the finest GS [15,16].
Kisko et al. [27] obtained high tensile elongations (softened structure) in a 60% cold-rolled 201 ASS after
15 s at 800 °C. Sadeghpour et al. [69] found that in a 201L + 0.12Ti steel, the reversion rate depends on
temperature and holding time, so that the reversion seemed to be diffusion controlled. The temperature
of 900 °C was convenient for the reversion within a soaking time of 60 s.

4. Evolution of Reversion-Annealed Microstructures

In reversion annealing, a highly refined austenite GS is to be created. In this chapter the
microstructure of reversion-treated ASS is discussed accounting for the fact that in practice the
microstructure is not simple highly refined structure but is quite complex. Due to a limited cold-rolling
reduction, the deformed structure consists of DA in addition to DIM, the latter deformed to various
degrees. This results in non-homogeneous microstructure inherited from recrystallization of DA and
reversion of DIM during the annealing stage. At low annealing temperatures, also recovered DA
and retained DIM exist. In prolonged annealing, the grain growth of fine grains can be expected.
The numerous studies to characterize and classify the microstructure are described with examples
of GS and its distribution. Separately, a chance of repeating the reversion treatment or employing
complex reversion routes have been mentioned, while looking for bimodal GS distributions.

4.1. Reversed Microstructures

The degree of cold rolling reduction prior the annealing influences on the reversed microstructure,
e.g., [29,40,145]. After a high reduction, when the lath-martensitic structure is completely destroyed
forming a cell structure, equiaxed austenite grains nucleate at random and grow in the recovered
martensite matrix. In this case, small equiaxed austenite grains much below a micrometer can form
during the full reversion. Instead, after a low cold rolling reduction, the DIM is still lath-martensitic,
and reversed austenite nucleates on lath boundaries and forms a stratum structure of austenite laths
and blocks. The reversed austenite just looks like a lath-martensitic structure. Guy et al. [36] found a
twinned substructure in austenite. Finally, subboundaries in the shear-reversed austenite are gradually
replaced in the continuous recrystallization process by high-angle grain boundaries forming thereby
refined microstructure [29,38,40,54,146]. This happens especially after low cold rolling reductions [29].

However, if the microstructure contains both DIM and DA after cold rolling, different deformation
states of DIM and DA tend to modify the microstructure, resulting in non-homogeneous GS distributions.
In ASSs such as 304 and 316, grades where the austenite stability is high, low DIM fractions may be
attained even after high cold rolling reductions (see Figure 2). Inhomogeneity in GS is a result of the
reversion of DIM and the recrystallization of DA, the latter being often partial after low-temperature
annealing. Similarly as in shear reversed austenite, the recrystallization of DA grains is sluggish in nature,
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and it also seems to take place by a gradual evolution of subgrains and their subsequent transformation
into fine grains, i.e., by the continuous recrystallization type process, e.g., [29,39,40,45,54].

Jarvenpda et al. [29,84] have investigated in detail the reversed microstructures created at low
annealing temperatures after low cold rolling reductions and pointed out the complexity of the
microstructure, consisting of fine-grained reversed austenite, DA with different recrystallization degree
and retained DIM. They showed in reversed structures obtained at low temperatures (<800 °C),
in addition to micron-scale reversed grains and coarse DA grains, the presence of medium-sized (GS
range 3-10 um) grains. Medium-size grains are formed from slightly deformed DIM so that their
fraction depends on rolling reduction and annealing temperature. In Figure 6, examples of different
microstructures created in a 301LN are displayed revealing a broad variation of the reversed austenite
GS. In addition to the annealing temperature, the cold rolling reduction has a significant influence,
whereas the fraction of slightly deformed austenite increases with decreasing rolling reduction [29,102].

Figure 6. Examples of reversed microstructures in 301LN with various grain size. Partially reversed
(32% cold rolling, 750 °C for 0.1 s) with shear reversed (SR) fine and medium-size grains, a large DA
grain and retained DIM (red colored phase) (a) and diffusionally reversed ultrafine and medium-size
grains in 63% cold-rolled steel, annealed at 800 °C for 1 s (b) and at 900 °C for 1 s (c).

A further factor resulting in non-homogeneous GS distribution is the elemental segregation
present even in cold-rolled and annealed ASS sheets. Man et al. [100] have pointed out that the 301LN
grade exhibits pronounced manganese banding, which is experienced in differences in the stability of
austenite during cold rolling and consequently in GS after reversion annealing.

However, heterogeneous GS has been found to be beneficial especially for the ductility of ASSs
(see more in Section 5), and therefore, in numerous studies, special processing routes have been applied
intentionally to create such a structure. Ravi Kumar et al. [146] reported GS distribution varying widely
between 100 nm and 2 um after two-stage annealing of a 90% cold-rolled 316L ASS, resulting in a
good combination of YS and ductility as compared to the coarse-grained counterpart after annealing
at temperatures above 900 °C. Sun et al. [146] applied three cold rolling and annealing stages for a
304 ASS to obtain a GS of 150 nm providing good mechanical properties. In a more recent study,
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Sun et al. [140] reported that in two-stage annealing of a 304 ASS containing 47% DIM and 53% DA
after two-stage cold rolling (67% + 47%, respectively) at 800 and 850 °C, non-uniform grain structure
was created, where the fraction of ultrafine grains (<1 um) decreased and larger austenite grains
(up to 3 um) increased with prolonged annealing. Ravi Kumar et al. [18,146,147] and Ravi Kumar and
Raabe [148] have obtained bulk ultrafine-grained ASS with mono- (maximum at GS = 0.6 um) and
bimodal-type (minimum at GS = 0.5 um and maximum at GS = 1.40-1.65 um) GS distributions by
4-stage cyclic thermal processing in a 90% cold-rolled AISI 304L grade. This enhanced significantly
the elongation. Roy et al. [117] also reported a bimodal GS distribution in a cryo-rolled 304L grade
after annealing at 700-800 °C. The GS was very fine: one group between 50-100 nm and the other
200-300 nm from DA. A beneficial contribution to ductility was claimed. Poulon-Quintin et al. [30]
obtained a bimodal grain structure consisting of ultrafine-grained austenite with average GS equal to
0.5 um as a consequence of martensite reversion together with bands composed of recrystallized fine
grains of 2.0 um from strain-hardened austenitic bands in a 15Cr-9Ni-3Mo steel, which was 80% cold
rolled forming 75%DIM and 25%DA.

In principle, the grain growth tendency of reversed very fine grains is high during the initial
period of annealing (1-100 s) due to the high curvature of grain boundaries and consequently large
driving forces for grain growth [26,89]. The value of the activation energy of grain growth was found
by Rajasekhara et al. [26] to be equal to that of conventional ASSs (~205 kJ/mol). Kisko et al. [82]
obtained much higher values for a Nb-microalloyed 204Cu grade, the value increasing from 363 to
458 kJ/mol with the increasing Nb content. Some experimental results for the growth of reversed fine
grains in 201L, 204Cu, 301LN and 304 ASSs have been collected in Figure 7, revealing the trends at 800
and 900 °C. There is some difference between the data of 304L [17,70] and 304 [11] at 900 °C, but the
processing of the structures was also different. Anyhow most importantly, the data indicate that grains
do not grow much at 800 °C, if a GS of around 1 um is concerned. The grain growth can also be retarded
effectively by microalloying. The influence of Nb [19,82,83,101] and Ti [68] microalloying for restricting
the grain growth has been determined. For instance, the grain growth was effectively retarded in a
204Cu ASS by 0.28 wt. % Nb alloying even at 1100 °C and by 0.11 wt. % Nb at 1000 °C [82].
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Figure 7. Grain growth of reversed grain size at 800 and 900 °C in 201L [67], 204Cu [82], 301LN [26],
304L [17,70] and 304 [11] ASSs.
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4.2. Repeated Reversion Treatments

Commonly, the prior austenite GS has an influence on its decomposed structure. Does the original
GS affect the reversed structure? As a reversion treatment refines the GS, it is expected that by repeating
the reversion treatment further refinement can be achieved. Ma et al. [21] repeated the conventional
reversion treatment twice (75% reduction, annealing at 650 °C for 10 min + 50% reduction and annealing
at 630 °C for 10 min) in an Fe-0.1C-10Cr-5Ni-8Mn alloy. After the first reversion, the structure consisted
of nearly equiaxed austenite grains with the average size of about 300 nm, whereas after the second
reversion, some grains are even smaller than 100 nm while others are a little larger than 200 nm. The
YS increased from 708 MPa to 779 MPa by repeating the reversion, but the elongation decreased from
36% to 32%.

As mentioned in the previous section, in order to create the bimodal GS distribution, special
reversion treatments with several rolling and annealing stages have been executed in processing
of 304L steel. Sun et al. [137] have used three-stage processing and also two reversion stages [140].
Ravi Kumar et al. [147] and Ravi Kumar and Raabe [148] have employed complex rolling and annealing
schedules, with iterative and isothermal annealing periods. The present authors have also applied
various repeated schedules to 301LN ASS and obtained further GS refinement and higher uniformity of
the grain structure. However, concerning industrial purposes complex reversion annealing treatments
are hardly very interesting or practical, although a treatment repeated twice has been utilized [104,107].

5. Properties of the Reversion-Treated Structures

For steel users, the mechanical properties are important, and the reversion treatment is intended
to enhance them, especially the YS of ASSs. In this extensive chapter, the tensile properties will first be
discussed based on the vast experimental data collected from the literature, mainly for reversion-treated
commercial Cr-Mn and Cr-Ni ASSs. The influence of the GS on YS has been analyzed. The enhanced
YS-ductility combinations achieved are highlighted as a practical result while employing the reversion
process. Further, the excellent tensile ductility being affected by the stability of the austenite has
been discussed in detail. The effect of highly refined GS on the stability, a somewhat disputed issue,
will be considered. Particularly, the influence of carbide/nitride precipitation occurring in many ASSs
during reversion annealing reducing the stability, but neglected in many studies, will be addressed.
The deformation mechanisms and the related strain hardening rate are also discussed, which is
interesting in trying to understand the background of high ductility.

In a separate section, fatigue properties will be described showing distinct advantages attained from
the reversion treatment if based on fatigue resistance under a given stress amplitude. Finally, the other
properties, though more rarely investigated, such as the formability, weldability, corrosion resistance and
surface properties for medical applications, will be considered, highlighting that they are comparable
or better than the corresponding properties of conventional coarse-grained ASSs.

5.1. Tensile Strength Properties

A principal target of the reversion treatment is to increase YS of an ASS without impairing its
high elongation. An example of typical results is illustrated in Figure 8, where a set of engineering
stress—strain curves are plotted for a 301LN ASS showing how significantly YS is increased by refined
GS as a result of reversion treatments. Moreover, the tensile strength (TS) is improved while TE is
decreased. Certain typical changes, a yield point and a concave shape, appear in the flow curves, to be
discussed later.

In order to give a view of the current state, some data concerning the mechanical properties of
reversion treated ASSs were collected from the literature and listed in Table 2. In addition, the cold
rolling reduction, annealing temperature and duration as well as the (average) GS are given in the list
if available. The commercial steel grades 201/201L, 301/301LN and 304/304L mostly investigated are
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included. Some data are also for a 204Cu and Ti- or Nb-microalloyed 201and Nb-microalloyed 204Cu
as well as for a couple of austenitic alloys.
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Figure 8. Examples of engineering tensile stress—strain curves for a 301LN ASS with refined grain size
after various reversion treatments. Data collected from References [87,102,103]. Legend: Reduction
(%CR), temperature (°C), duration (s).

From the data in Table 2, a general conclusion can be drawn that no distinct difference exists
between the Cr-Ni and Cr-Mn type grades, and same temperatures between 650-900 °C and holding
times 1-1800 s are feasible for the reversion. It seems that the YS (proof stress, Rpo.2) values reported
for 201/201L ASSs can be well above 1000 MPa, even up to 1485 MPa [16], but in those instances severe
cold rolling reductions of 90% to 95% have been applied to obtain the GS of an order of 60-100 nm.
However, the 60% cold rolling of 201 with 0.23%N [80] similarly as 204Cu and 204Cu-0.45Nb [83] can
result in YS of 1.1 GPa, while TE is still about 40%.

YS values of the reversion-treated 301/301LN ASSs achieved are typically over 700 MPa and up to 1
GPa, i.e., 2-3 times compared to the YS of respective commercial annealed sheets. Further, the reversed
structures obtained at low temperatures (800 °C and below) exhibit significantly enhanced YS compared
to the structures created at temperatures of 900 °C. Then, a slight upper yield point appears with
discontinuous yielding (Liiders strain), as seen in Figure 8 [87,103].

Moreover, the 304 and 304L grades require a high cold rolling reduction at lowered temperatures,
as pointed out in Section 2 (Figure 2), and then, comparable strength values have been obtained. It can
be noted that exceptionally high strength values have been reported by Shen et al. [48] for a 304L ASS
after 67% multipass warm rolled at 400 °C, which formed 73% of DIM. After annealing at 550 °C for
150 s, the reversed GS was 0.27 um and the amount of retained DIM 32%. As listed in Table 2, the tensile
properties reported were extremely high, YS 1890 MPa, TS 2050 MPa and TE 6%. Moreover, annealing
at 650 °C resulted in high strength. YS values around 2 GPa with reasonable ductility have also been
reported by Rasouli et al. [72] in interstitially alloyed Ni-free Cr-Mn grain-refined ASSs with a low
C/N ratio. It can be mentioned that very recently, Xu et al. [149] have shown that the refined GS in an
18Cr-8.3Ni ASS exhibits the enhanced YS and YS-ductility combination in relation to its coarse-grained
counterpart also at elevated temperatures, up to 600 °C.

Concerning the influence of the degree of cold rolling on YS, Somani et al. [23] and Misra et al. [24]
reported that the YS of completely reversed structure in a 301LN steel, created at 800 °C-1s, increased
from 800 to 950 MPa with increasing the reduction from 45% to 77%, while the TE remained practically
unchanged (about 43%). This can be understood as a result from GS refinement due to the heavier
cold rolling. However, the prior cold rolling reduction in the range of 32% to 63% did not affect
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markedly the mechanical properties of the low-temperature partially reversed structures, where a
larger, non-uniform GS will be balanced by stronger retained phases, DIM and DA [87]. Experiments
using induction heating indicate that the annealing temperature (660-820 °C) has an essential influence
on YS, for it increased with decreasing the peak temperature, but any influence of the cold rolling
reduction between 32% and 56% has not been realized (see Table 2) [87]. Regarding the YS of 201/201L
ASS, it seems that the cold rolling reduction of 50% to 70% has resulted in considerably lower values
(YS = 400-750 MPa) than the reduction of 90% to 95% has done (YS above 1000 MPa), although the data
are quite scarce. For instance, Rasouli et al. [72] have reported high YS values for a 17Cr-11Mn-0.275N
ASS, YS 1450 MPa and TE 19%, although the 80% cold rolled structure contained 53% DIM only.

The evident fact is that the TS cannot be increased so significantly as the YS, only about 200 MPa
to reach the level of 1100 MPa in most cases. This is due to somewhat lower strain hardening rate
(SHR) owing to finer GS generally increasing the austenite stability and shorter elongation in reversed
fine-grained structures (Figure 8).

The background mechanisms of high YS of reversion treated ASSs have been analyzed in some
papers. For instance, in completely reversed structures of 301LN, the strengthening contributions of
solid solution, precipitation, dislocations and GS have been evaluated, the values being approximately
200, 120, 40, 250 MPa respectively (annealing at 800 °C for 1-10's; GS ~ 0.54-1 pm) [22]. Thus, refined GS
is an important strengthening factor. Moreover, Kisko et al. [83] estimated the amount of GS
strengthening to be about 300 MPa in a 204Cu ASS as annealed at 900 °C for 10 s (GS 1.4-1.9 pum).

The Hall-Petch relation between YS and GS has been reported in numerous studies.
Di Schino et al. [10] found that it holds down to 3 um GS for a 301 ASS, and according to Huang
et al. [47] at least down to 0.74 um GS for 301LN and even to 0.135 pm GS for a 304L according
to Forouzan et al. [14]. In structures reversed at low temperatures, the amount of precipitation in
certain grades, the retained phases and their annealing state are additional contributors, so that it is
obvious that any exact relationship between GS and YS cannot be expected for them. The several
features affecting the Hall-Petch relationship for YS vs GS of reversed structures were discussed
by Rajasekhara et al. [22]. Anyhow, several relationships have been proposed, and some examples
are shown in Figure 9. Shakhova et al. [62] reported the slope 395 um ™03 and the friction stress
0o = 205 MPa for the data collected for Cr-Ni ASSs from the literature. Kisko [101] analyzed the
literature data for Cr-Ni and Cr-Mn steels and realized a wide scatter, the slope varying in the range
256-377 um~° and the o, between 241-428 MPa. Moreover, Jarvenpéa [102] has found a marked
scatter especially in the slope, being in the range 261-576 um~0, while o, is 225-273 MPa. The GS is
not uniform in many instances in the reversed structure, which is an apparent reason for the scatter in
the values of the coefficients in the Hall-Petch relationship. A modified Hall-Petch relation has been
suggested to account for the grain size distribution [150] but not applied to reversed structures.

As mentioned, Shen et al. [48] reported very high strength values close to 2 GPa for a 304L
with very fine GS. Both DIM and mechanical twins were found to be effectively suppressed during
tensile testing due to the refinement of GS so that the background of the strength seemed to be mainly
the strengthening due to GS refinement. However, from the Hall-Petch relationship in Figure 9, it
is expected that the GS of 270 nm (corresponding to 1.92 um~"5) would result in YS of 1000 MPa,
not close to 2 GPa. It can be concluded from the microstructural data that the structure annealed at
550 °C consisted of 41% reversed austenite (supposed to be formed by the diffusional mechanism),
32% retained recovered martensite and 27% DA. Therefore, it remains unclear, how the complex
microstructure behaved to result in the GS of 270 nm and why this microstructure and GS provided the
YS as high as 1.89 GPa. The dislocation structure must have a prominent contribution. As mentioned,
the temper-rolled cold strengthened ASSs show directional anisotropy, so that the YS is lower in
parallel than in transverse direction to the rolling direction [3,4]. However, the experiments have
shown that this anisotropy disappears in completely reversed structure suggesting that it is related to
the deformation in austenite [28,101]. This means that the reversed structure without any directional
anisotropy can have the YS of about 650 MPa.
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Figure 9. Examples of the Hall-Petch relations presented for reversed structures. Data for annealed
coarse-grained 301LN is included from [151].

5.2. Tensile Ductility and Austenite Stability

5.2.1. Tensile Elongation

It is notable that the elongation values of reversed ASS structures are good in spite of high strength,
though slightly decreasing with increasing YS, as seen in Figure 8. Generally, the TE is in the range of
30% to 40% even for the structures with the YS = 1 GPa. It should, however, be noticed that many
reported elongation values have been measured using non-standard tensile specimens with a short
gauge length (15-25 mm instead of 80 mm), which may give too optimistic values.

In order to highlight the excellent strength-ductility combinations achieved with reversion-treated
ASSs, YS vs TE combinations for 2XX and 3XX series, steels listed in Table 2 are plotted in Figure 10
together with some technical data for commercial temper-rolled steels and a trend line for the latter.
The data though scattered indicate that many of the combinations achieved by reversion treatments
are better than those obtained by temper-rolling. The combinations for 201/201L seem to distribute
in two groups, well above the trend line and slightly below that, whereas for 301LN, they form one
group above the trend line of the temper-rolled steels. From Table 2, it is seen that the higher values of
201/201L are obtained when very high cold rolling reductions are employed in the reversion treatment,
whereas lower reductions are not so effective in GS refinement and increasing strength.

Furthermore, it has been found that the directional anisotropy, present in temper-rolled steels,
is absent in completely reversed structures without DIM and DA [28]. The anisotropy appears in
cold rolling of 5% reduction so that the texture cannot be the reason for that, but the dislocation
structure. This means in practice that a steel with its YS order of 700 MPa can be manufactured without
the directional anisotropy. Strength values in compression are not available so that they cannot be
compared with tensile properties.
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Figure 10. Yield strength-total elongation combinations for some reversion-treated steels listed in
Table 2 compared to those of annealed 301LN and temper-rolled 301LN and 201L steel.

5.2.2. Elongation and Austenite Stability

In principle, the stability of austenite while transforming to martensite affects the strain hardening
rate (SHR) and may influence on the ductility via the TRIP effect [152]. According to scarce data
of Guo et al. [153], the tensile elongation of 301 ASS (Mg3p = 39 °C) increases about 5%-units with
increasing DIM fraction formed at different test temperatures, although the effect is quite marginal
compared to the influence of martensite on SHR and TS. Cios et al. [63] measured the maximum
elongation in a 304 ASS at —10 °C where about 50%DIM was formed. However, tensile tests at different
temperatures by Weiss et al. [154] showed that the maximum uniform elongation for a 304L ASS is
obtained at test temperatures of 2040 °C, where only few per cents of DIM had formed, whereas the
elongation decreased while more DIM was formed at lower test temperatures. They also refer to
11 investigations, which indicate that the maximum uniform elongation is obtained in conditions
when about 20% of DIM was present. Talonen [155] also found that the elongation is highest at
test temperatures where only a relatively low amount of DIM was formed in 304 and 301LN ASSs.
In agreement, Hamada et al. [156] measured the maximum elongation at 50 °C for 201 and 201L ASSs,
showing only 0% to 20% of DIM.

The rate of DIM formation in ASSs is classically described by the sigmoidal equation (OC-model)
developed by Olson and Cohen [157]. The OC-model assumes that shear band intersections act as
nuclei for martensite and that the nucleation and growth process of ’-martensite can be described by
two parameters, o and §, as in the following equation:

far = 1= exp[-B(1 - exp[-ac])""] @)

where f, is the martensite fraction, ¢ is the true strain, « and f are parameters and m is the fixed
exponent. The parameter « describes the rate of the shear band formation, assumed to be mainly
dependent on the stacking fault energy (SFE) and strain rate. The parameter f is proportional to the
probability that the «’-martensite is nucleated at a shear band intersection, being dependent on the
chemical driving force and temperature. The exponent 1 describes the rate of the formation of the shear
band intersections, often found to have the constant value of 4.5. In cold rolling, Forouzan et al. [14]
reported o = 3.041 and 3 = 3.786 for AISI 304L (Mg3p = 12.9 °C) and Somani et al. [23] o« = 2.2 and
3 =4.4 for 301LN (Mg3zp = 26.6 °C). The existing models used to predict the increase in the volume
fraction of martensite with strain were examined and modified by Lichtenfeld et al. [158] to fit the
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experimental data for a metastable 304L and stable 309 ASSs as well as data for 304 and 301LN collected
from the literature. They reported values o« = 3.0 and 3 = 4.3 for 304L (Mg3p = 2 °C) and « = 5.65
and 3 = 4.03 for 301LN (Mg3p = 37 °C) in tensile tests at a low strain rate avoiding adiabatic heating.
Talonen [155] observed that the OC-model fitted well with his tensile test data, obtained at low strain
rates, with « ~ 11.7 and 3 = 6.1 for a 301LN steel (Mg3g ~ 23°C). A recent logistic model was mentioned
in Section 2, presented for 304 ASS cold-rolled to different reductions [124]. In that paper, also the
limitations of the OC-model have been discussed.

In ultrafine-grained austenite, no shear bands are formed, but martensite nucleates on grain
boundaries [75,81,102], so that the basis of the OC-model could be doubted. However, sigmodal
shapes of DIM fraction vs strain have still been recorded (as seen in Figure 11). Marechal [75] even
fitted his tensile data with the OC-model and determined the values of the parameters and their GS
dependence, down to 0.5 um GS. However, it is hard to draw any conclusions from the varying values
of all the parameters.
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Figure 11. Examples of DIM evolution during tensile testing in various 301LN (Mg3p = 27 °C)

structures [82,85,87] and coarse-grained annealed 301LN with Mg3p = 37 °C from Reference [155].
Legend: Reduction (%CR), temperature (°C), duration (s).

The austenite stability also depends on GS, as indicated by the Nohara equation (Equation (1))
for coarse grain sizes. Yoo et al. [159] found that DIM fraction after tensile fracture decreased from
60% to 25% with decreasing GS from 2 pm to 0.3 pm in a 10.30Cr-8.14Ni-7.47Mn steel. However,
Matsuoka et al. [160] reported that the mechanical stability does not depend on GS in ASSs, because
the martensite transformation is not necessarily multi-variant under tensile strain/stress, but the
single-variant martensitic transformation is favored.

Marechal [75] and Jarvenpéda et al. [84] have extensively studied the stability of austenite in
tensile testing in various reversed grain-refined structures of 301LN ASSs. Figure 11 shows examples
of DIM vs strain in tensile tests determined by the latter authors. Generally, refining the GS down
to about 1 um was found to increase the stability, similarly to the GS change from 20 to 1.5 um in
the figure, but surprisingly, submicron-sized austenite was more unstable (GS of 0.6 and 0.5 um)
than the coarse-grained austenite [84]. Similarly, Kisko et al. [81] noticed the same trend in a 204Cu
steel. Marechal [75] and Kisko et al. [81] explained the reduced stability of submicron grains by DIM
nucleation on grain boundaries as a single variant (block), whereas the nucleation occurred at shear
band intersections in the coarse-grained structure. Ravi Kumar and Gujral [161] and also Lee et
al. [162] have reported DIM nucleation at the vicinity of grain boundaries in ultrafine-grained ASSs,
although this was not related to a lower stability in their studies.
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However, according to Jarvenpéa et al. [86], the real reason of the lower stability appearing in
certain grain-refined structures in the 301LN ASS is the precipitation of chromium nitrides while
annealed at low temperatures such as 650-800 °C (the curves for GS of 0.6 and 0.5 um obtained at
800 and 750 °C, respectively, shown in Figure 11). A similar drop in the stability was observed by
He et al. [163] in the low-temperature (800 °C-30 min) reversed structure of 321 (17Cr-8Ni-0.3Ti) ASS
as comparing with the structure formed at 1000 °C. The reason for the low stability was suggested to
be carbide precipitation. In consistence, Saenarjhan et al. [164] and Kim et al. [165] have reported the
decrease of the austenite stability in a 15Cr-15Mn-4Ni steel due to My3Cg carbide precipitation during
long-term annealing of the austenitic structure at around 800 °C. Johannsen et al. [135] noticed in a
90% cold-rolled 301 ASS, while annealing temperatures above 750 °C, an increase in the amount of
martensite, which was formed during cooling. (Fe,Cr,Mo)3C4 carbides were formed within the grains
and at grain boundaries, being an obvious reason for the reduced thermal stability of the reversed
austenite. Moreover, Karimi et al. [166] observed new martensite forming during cooling in a 301 ASS,
containing 0.11%C, after annealing at 900 °C for 100 min due to carbide precipitation.

Moreover, the results of Kisko et al. [83] reveal increasing DIM fraction after tensile testing of a
204Cu ASS while annealed at 700 °C for 1000 s, and the carbide or/and nitride precipitation could be the
reason for that, though not confirmed. Lei et al. [51] found lower stability of a nano-ultrafine-grained
(220 nm) structure of a 0.06C-17Cr-6Ni-2Cu steel compared to that of the coarse-grained (25 pm)
structure, but they did not present any explanation. Huang et al. [47] have reported much lower stability
of a ultrafine-grained 301 steel (GS 270 nm, deformed by ECAP and annealed for 1 h at 580-620 °C
resulting in reversion) compared to a coarse-grained (GS 84 um) counterpart during tensile straining.
They suggested that micro-twins present in ultrafine grains could act as potential nucleation sites for
martensitic transformation grains. However, the carbide precipitation might be the potential reason.

The annealing durations in most of the above-mentioned studies were quite long, 0.5-1 h.
According to Kim et al. [165] the precipitation of carbides and Cr,N in annealed austenite
(Fe-0.2C-15Cr-15Mn-5Ni-0.2N) seems to be quite a slow process even at 700-800 °C. However, Jarvenpaa
et al. [86] predicted that Cr,N can start to precipitate in fine-grained austenite in a 301LN ASS within
10 s at 750 °C, and 0.15%N could be precipitated in 100 s. Evidently the precipitation can be very fast
during the reversion treatment. Rajasekhara et al. [22,26] found by TEM nano-size CrxN precipitation
within 1 s at 700-800 °C during reversion annealing. The precipitation took place presumably already
in deformed martensite, where it is much faster than in annealed austenite. Hong et al. [167] observed
that 30% tensile prestrain intensified precipitation in 347 type ASS, where carbides were formed in
annealing at 650 °C around deformation bands. Knutssen et al. [130] found carbo-nitride precipitation
in samples heat treated at 750 and 800 °C for 1 h after 61% cold rolling, but not after 23% reduction,
indicating that high deformation was essential having the influence on diffusion rate and the rate
of precipitation.

In 301LN ASS, the nitrogen is the element precipitating during reversion annealing.
Lee et al. [162] reported only insignificant promoting effect of the depletion of solute atoms near
high Cr-bearing particles of 10 nm in size and 3 nm Nb-bearing particles in a 70% cold-rolled
Fe-0.1C-10Cr-5Ni-7.7Mn-0.3Nb steel, annealed at 664 °C for 10 min, on the total DIM fraction in tensile
testing. However, Saenarjhan et al. [164] showed that the stability of austenite against martensitic
transformation is enhanced with increasing C or N content, and N is a more effective element at an
equivalent concentration. It is possible to estimate the potential effect of nitrogen precipitation in a
301LN ASS, considering the difference in the DIM formation between the data of Talonen et al. [155]
in a 301LN with the My3p = 37 °C and data reported by Jarvenpéaa et al. [84,85,87,102] and Somani et
al. [23] for another 301LN with the Mg3¢ = 27 °C. These DIM vs strain curves are “Annealed” 14 um
GS and “63Cr-1050-200” 20 pm GS in Figure 11. For instance, at 0.2 true strain, the DIM fractions are
about 45% and 32% in these steels, respectively. Thus, the difference of 10 °C in Mgz seems to result
approximately in a 13% difference in the DIM fraction at 0.2 strain. Importantly, we can notice that the
stability of the “Annealed 14 pm GS”, and “63Cr-800-1 0.6 um GS” steels is quite equal up to 0.25 strain.
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In the Nohara equation (Equation (1)) for My3, the coefficient of N is 462, which means that the change
of 0.022%N would cause the change of 10 °C in My3). However, during the reversion GS has been
refined from 20 to 0.6 um (ASTMS to ASTM18). According to Equation (1), this GS refinement reduces
Mgso by 1.42 x 10 = 14 °C (i.e., Mg3p changes from 27 to 13 °C). Additionally, the Mys( difference
of 10 °C between the steels based on the chemical compositions must be accounted, i.e., the total
difference is 24 °C. With the power of 462 for N, the change of 0.052%N can cause this. This is about
1/3 of the total content of 0.15%N in the steel. Thus, we can conclude that binding of a part of N, which
was available (0.15%) in the 301LN ASS studied by Jarvenpaa et al. [84,85,87,102], was good enough
to result in the considerable stability drop, seen in Figure 11, observed between the low-temperature
(precipitated) and high-temperature (no precipitates) annealed structures of this steel.

5.2.3. Elongation, Stacking Fault Energy and Deformation Mechanism

The M3 temperature and SFE are relevant parameters concerning the mechanical stability of
austenite towards the martensitic phase transformation. My3p temperature was discussed in Section 2.
It is commonly pointed out, that the SFE of a material determines the deformation mechanism and
thereby affects the strain hardening behavior and ductility. The contribution of DIM formation to
ductility was discussed earlier concluding that too a high fraction of DIM is not beneficial.

It is well known that a low SFE (<20 mJ/m?) favors the martensitic transformation (TRIP effect),
whereas a higher SFE favors mechanical twinning (TWIP effect), e.g., [168]. Saeed-Akbari et al. [169]
presented 20 mJ/m? as the upper limit for strain-induced o’-martensite formation in high-Mn steels.
Allain et al. [168] suggested that with the SFE in the range 12-35 mJ/m?, mechanical twinning would
take place in addition to dislocation glide. It is well known that for instance in medium-Mn steels,
the best combination of strength and ductility is obtained when both the TWIP and TRIP effects
are activated in austenite grains, e.g., [170]. There are opinions that twinning plays a vital role in
contributing to the excellent ductility of reversion-treated effectively grain-refined ASSs [90,149,171],
where the DIM formation becomes restricted due to fine GS.

SFE of ASSs has been discussed for instance by Lo et al. [110]. Recently Noh et al. [115] considered
the validity of several equations proposed in the literature for determining the SFE of ASSs and the
influence of SFE on the thermal and mechanical stability of austenite. They found that the tendency for
strain-induced martensite transformation was governed not by the thermodynamic stability but by the
SFE, which was increased more effectively by Ni than by the equivalent amount of Mn. They developed
a modified SFE equation (Equation (4)) and experimentally determined Ni equivalents which may
provide a criterion for austenite stability under tensile deformation.

SFE (mJ/m?) = 5.53 + 1.4Ni] — 0.16[Cr] + 17.1[N] + 0.72[Mn], ()

Here the alloying elements are in mass %. Using Equation (4), the SFE of 20 mJ/m? was found
to be the limit for stable austenite against DIM formation; hence, the same value as suggested to be
the upper limit for martensite formation earlier [168,169]. For the 301LN steel used by Somani et
al. [23] (see Table 1), the predicted SFE is 15.36 mJ/m?, a value in fair agreement with that determined
experimentally by Talonen (13-15 m]J/m?) [155].

Equation (4) does not include the GS, but it is also known that in addition to temperature, fine GS
increases the effective SFE [167,169]. The effective SFE is affected by grain boundaries tending to
decrease the width of extended dislocations (see e.g., Mahato et al. [172]). It can be estimated from
the work of Saeed-Akbari et al. [169]) that the submicron GS in reversed microstructures tends to
increase the SFE of Cr-Mn and Cr-Ni ASSs by about 6 mJ/m2. Hence, when the SFE of 301LN is
15 mJ/m?, in a highly refined structure, the effective SFE could be 21 mJ/m2. This is above the limit
value of 20 mJ/m?, and DIM formation might be restricted. Anyhow, we can conclude that refined GS
reduces the DIM formation tendency and favors the activation of the TWIP effect instead of TRIP. This
supports the arguments of Misra et al. [25,90,171] concerning the role of twinning in grain-refined ASSs.
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Xu et al. [20] reported the occurrence of mechanical twinning instead of DIM in an 18Cr-8.3Ni ASS with
the predicted SFE of 18.9 mJ/m? without accounting for any GS (~2 um) influence. We can conclude
that the effective SFE has been about 25 m]/m? for the grain-refined steel so that DIM formation is
expected to be negligible. Lei et al. [51] found both TRIP and TWIP mechanisms in ultrafine-grained
(GS 0.22 ptm) 17Cr-6Ni-2Cu steel with the calculated SFE of 16.4 mJ/m?2 (using Noh’s equation (Equation
(4)) SFE is 12.6 mJ/m? without effects of GS and Cu, but both of them increase the SFE), so the existence
of twinning is expectable. Hamada et al. [156] reported that the highest tensile elongation was achieved
in coarse-grained 201 and 201L ASSs at 50 °C, where both the TRIP and TWIP effects were found to be
active, apparently due to increase of the SFE by elevated deformation temperature. The SFE of the
studied steels was estimated to be in the order of 20 mJ/m? at 50 °C.

In summary, it seems that the SFE of slightly below 20 mJ/m? is quite optimal for strain hardening,
while twinning may contribute to high ductility with minor DIM formation in Cr-Ni and Cr-Mn ASSs.
Thus, in principle the GS refinement affects beneficially the SFE of 301, 301LN and 304 steels while
increasing it.

5.2.4. Strain Hardening Rate and Elongation

If we compared the SHR affected by DIM formation and the respective elongation in a tensile
test, it is obvious that the elongation is not directly related to the maximum SHR or DIM fraction
(Figure 12a). The latter fact was also pointed out earlier as an observation that the maximum elongation
generally corresponds to DIM fractions below 20%. However, it seems that we can find a relationship
between the tensile elongation (fracture strain) and the strain corresponding to the maximum SHR
(called a peak strain), as demonstrated in Figure 12b. The figure includes data from tensile tests at
different temperatures [154-156] and different grain sizes [83,85,102]. In both instances, the elongation
increases with the increasing peak strain. From the relationship, it can be concluded that the maximum
SHR should be reached as late as possible to delay necking (though before necking), and generally
the DIM formation tends to occur too early, at too small strains. According to the data in Figure 12b,
there are no cases where the austenite is too stable (concerning the ASS grades 201, 201LN, 204Cu, 301
and 301LN). Consistently, in medium-Mn steels with duplex structure, superior mechanical properties
are obtained when the volume fraction and stability of austenite are maximized [170].
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Figure 12. Strain hardening rate curves for selected AISI 301LN structures [85,87] (a) and the relation
between fracture strain and the strain at the peak SHR (b). SHR = strain hardening rate.

Considering the reason for the SHR exhibiting a peak, according to Marechal [75], the kinetics of
austenite to martensite phase transformation dominates at the strains before the peak, whereas at the
peak and beyond, the apparent work hardening of the «’-martensite has the dominant effect on SHR.
Thus, the rate of DIM formation should not be too fast but gradual.
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5.2.5. Discontinuous Yielding

Discontinuous yielding, Liiders strain, has been frequently observed in ultrafine-grained
ASSs [51,80,85,87,160,173]. Conventionally, the yield point is connected with a high density of
mobile dislocations formed by unlocking pinned dislocations and rapid dislocation multiplication,
when the material within the deformation band effectively softens and undergoes localized plastic
deformation [174,175]. Liiders-type behavior has been detected in an ultrafine-grained Fe-C alloy with
carbide particles [176] and Matsuoka et al. [160] reported it in 16Cr-10Ni ASS with 1 um GS. Lei et al. [51]
found a Liiders strain of 15% in an Fe-0.06C-17Cr-6Ni-2Cu with GS ~ 220 nm. The appearance of
a yield point with low subsequent strain hardening also happens in austenitic TWIP-type steels in
connection with GS refinement down to a few microns [177].

Gao et al. [173] observed a very long Liiders strain of 0.4 in tensile deformation of an ultra-fine
grained (bimodal GS, 1 um and 0.2 um) 304 ASS fabricated by a two-step cold rolling and annealing
process. The authors explained the observation by intense formation of martensite, promoted by the
incremental strain localization in the band region. After that, the strain localization region started
to propagate to the undeformed region, leading to the Liiders-type deformation and also the high
subsequent uniform elongation. Marechal [75] demonstrated the presence of 24% stress plateau in a
stress—strain curve of a 301LN, cryorolled (100% DIM) and annealed at 750 °C for 30 min, forming a
partially recrystallized fine grain structure without DIM.

Jarvenpda et al. [29,87] showed that the discontinuous yielding in a 301LN ASS became more
pronounced with decreasing GS obtained with decreasing annealing temperature so that the Liiders
strain disappeared when the GS was larger than about 1 um, and the annealing temperature increased
to 900 °C. Typical stress—strain curves revealing that are displayed in Figure 13. At 690 °C the reversed
GS is below 1 um and Liiders strain of even more than 10% appears, though dependent on the
presence of retained phases DIM and DA and the fraction of fine grains (affected by the prior cold
rolling reduction).
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Figure 13. Initial parts of stress—strain curves of various reversed structures of a 30LN steel. Data from
References [29,87]. Legend: Reduction (%CR), temperature (°C), duration (s).

Thus, the discontinuous yielding phenomenon in 301LN ASS could be connected with effective GS
refinement or/and precipitation occurred at low annealing temperatures. Jarvenpaa [102] suggests that
in addition to submicron-sized GS, the imposing softening and Liiders-type yielding are enhanced by
the interaction between dislocations and fine precipitates, i.e., pinning effects. Marechal [75] explained
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and modelled the appearance of the discontinuous yielding with two factors: DIM formation at small
strains (transformation strain contribution) and, as a key factor, the relative flow stress difference
between work hardened fine-grained austenite and DIM, resulting in a negative strain hardening rate
contribution balancing the influence of the work hardening of austenite. Accordingly, when the GS
of austenite is sufficiently reduced to increase its strength and the transformation rate of DIM is also
sufficient (affected possibly by the precipitation in a 301LN), though not particularly high, the strain
localization will be induced.

At any rate, the discontinuous yielding of a partially reversed structure can be largely diminished
by subsequent 10% cold rolling reduction, as demonstrated in Figure 13 [87]. Obviously, new mobile
dislocations are created by this plastic deformation.

5.2.6. Tensile Properties of Temper-Rolled Reversed Structures

As mentioned, temper rolling is a common method to improve the strength of annealed ASSs. The
influence of small cold rolling reductions on the tensile properties of reversed structures of 301LN grade
has rarely been investigated. However, in a study [87], it was found that a 10% cold rolling reduction
increased the YS of the low-temperature annealed (690 °C-60 s) structure only faintly (see Figure 13),
although the DIM fraction grew by 10%. A 20% reduction increased the YS slightly more efficiently,
but the improvement, in spite of 38% DIM, was still very modest in comparison with the effect of the
same cold rolling reduction on a commercial steel containing 29% DIM. It is obvious that the influence
of the DIM formation on the strength is more pronounced in a soft coarse-grained structure than in
a strong reversed structure, but also the work-hardening of the soft coarse austenite grains must be
much higher than the work-hardening of refined reversed grains.

Mao et al. [178] have recently reported that a good combination of strength and ductility can be
obtained in a fine-grained (average GS 5 um) 316L ASS by a cold rolling reduction of 30%. The steel
sheet exhibited the YS and TS of 1045 and 1080 MPa, respectively, but with a short uniform elongation
of 7%. Jung and Lee [179] applied warm rolling of 40% reduction at 500 °C to a 10.30Cr-8.14Ni-7.41Mn
ASS, previously 75% cold rolled and annealed at 663 °C for 5 min to obtain a fine GS of 2 pum.
This deformation increased the YS from 401 to 736 MPa (TS 1076 MPa, TE 25%). This observation on a
significant improvement of the YS is somewhat different from those of Jarvenpéi et al. [87], but the
rolling reduction used was also much higher.

5.3. Fatigue Behavior

5.3.1. Fatigue Strength

The effect of the GS refinement on fatigue strength has been studied extensively in nano-structured
materials and also in metastable ASSs [43,60,64,74,87,180-196]. GS can be refined by various means in
addition to the reversion, too. For instance, Ueno et al. [181] used equal channel angular pressing to
obtain nanosized grain structure in a 316L ASS and observed a beneficial effect of GS refinement on
fatigue strength. A drastic enhancing influence of nanocrystalline structure created by an ultrasonic
attrition treatment has been reported for 316L. and 301LN ASSs in bending fatigue cycling [185]. In this
instance, in addition to the refined GS, compressive residual stresses and DIM formation during the
attrition treatment can contribute to the fatigue strength improvement.

Examples of the results of the studies on the fatigue strength of reversion-treated ASSs are plotted
in Figure 14, the strain amplitude—fatigue life curves in Figure 14a and the stress amplitude—fatigue life
curves in Figure 14b. The influence of GS is not pronounced as based on strain amplitude (Figure 14a)
compared to that if based on stress amplitude (Figure 14b). Di Schino et al. [43] investigated the high
cycle fatigue (HCF) behavior of the N-alloyed (16.5Cr-1.0Ni-11.5Mn-0.3N) steel in axial load-controlled
tests as a function of the GS, but they did not found any influence of grain refinement on the fatigue
limit (2 x 10° cycles). This was explained in terms of the formation of slip bands on the steel surface
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promoted by nitrogen alloying and crack initiation in them. On the contrary, a slight beneficial effect of
GS refinement was detected in the fatigue limit of a standard 304 ASS, as seen in Figure 14b.
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Figure 14. Fatigue life of reversion-treated 301LN in total strain-controlled tests compared to
coarse-grained or annealed steel based on (a) strain amplitude and (b) mid-life stress amplitude.
Data for 304 and 16.5Cr-7Mn-6.5N are from References [43] and [74], respectively.

Hamada et al. [194] noticed a significant improvement in the fatigue life of a reversion-treated
301LN steel (63% cold rolling reduction, annealing at 800 °C for 1 s; average GS ~0.75 um) under
bending fatigue loading compared that of the coarse-grained (GS ~ 20 um) counterpart (number of
cycles to fracture more than 10* cycles). As evident from Figure 14b, the fatigue limit was significantly
increased from 350 MPa to 630 MPa, reaching 59% of the TS. Planar dislocation structure typical to low
SFE metals was found in fatigued coarse-grained steel, with intense formation of slip bands and crack
propagation along these bands and grain boundaries. Contrary to that, fatigue loading created few
deformation features, and fatigue damage was observed to occur by grain boundary cracking in the
fine-grained counterpart. A small amount of DIM was formed in the fine-grained structure, whereas
in the coarse-grained steel, appreciable amount of martensite was detected, and hardness increased
about 47% during cycling. It should be noted that due to a high cycling frequency of 23 Hz, specimens
tended to be heated during fatigue loading, which may have affected the austenite stability. Due to
higher strength of the fine-grained steel, the adiabatic heating might be higher in fine-grained than in
coarse-grained specimens.

Fargas et al. [64] carried out axial fatigue tests with a 301LN ASS under load control (R = 0.1) and
found that GS refinement achieved by reversion treatments led to fatigue limits clearly higher than that
of annealed coarse-grained counterpart. Interestingly, even a 20% cold rolling reduction providing 28%
DIM was enough for this improvement. They also observed that after the fatigue tests, the amount
of DIM was close to 44% for the coarse-grained (GS 11.7 + 4.1 um) steel, while the reverted samples
(40% cold rolling reduction before annealing and GS 2.3 + 1.5 pym) showed less than 23% of DIM.
Hence, the stability of austenite increased with decreasing GS and less slip bands were also observed
in fine-grained structures, both observations being consistent with those by Hamada et al. [194].

Liu et al. [182] used the tension-tension loading (R = 0.2 at 95 Hz) for an 18Cr-8Ni ASS (70% cold
rolling; annealing 710 °C-10 min, 760 °C-5 min and 950 °C-5 min). They obtained the fatigue
strengths of 811, 568 and 501 MPa for the reversion-treated structures with GS of 400 nm, 1.4 um,
and 12 um, respectively, i.e., a distinct improvement in fatigue strength due to the GS refinement.
The respective YS values were 878, 571 and 316 MPa so that the fatigue strength was lower than the YS
for submicron-grained steel but higher for the coarse-grained one. After fatigue testing, distinct slip
bands were formed on the surface of the coarse-grained sample, while shallower slip bands were
present on fine-grained surfaces. The surface of the submicron-grained sample was smooth and without
slip bands or other deformation marks. This sample also showed the smallest increase in hardness in
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fatigue, only 8%, whereas the hardness increased up to 80% in the coarse-grained counterpart. In the
submicron-grained structure, a very small amount of martensite and dislocations were generated.
Moreover, these observations on surface deformation and the higher stability of the refined structure
are in agreement with those reported earlier by Hamada et al. [194] and Fargas et al. [64] for 301LN ASS.

In strain-controlled fatigue testing, nano- or ultrafine-grained materials usually exhibit longer
fatigue lives in the HCF regime and shorter fatigue lives in the LCF regime compared to
their coarse-grained counterparts due to their higher strength and lower ductility, respectively
(see e.g., Hoppel et al. [180]). However, as shown in Figure 14a, Man et al. [184,196] and
Chlupova et al. [99] reported slightly higher fatigue resistance of the ultrafine-grained structure
compared to that of coarse-grained counterpart of a 301LN ASS in the range 10*-10° cycles.
Moreover, Droste et al. [74] reported an improvement of the fatigue life due to the GS refinement
(from 28 to 0.7 um) both in LCF and HCF regimes in a metastable 16.5Cr-6.5Ni-7Mn ASS under total
strain amplitude loading. They suggested that the small difference in hardness between austenite
and DIM in the ultrafine-grained partially-reversed structure would lead to more homogeneous
strain distribution during cycling, whereas in the coarse-grained structure, strain is localized in the
austenite phase. The data of Jarvenpaa et al. [87,102] also inserted in Figure 14a, indicate hardly any
influence of GS on the LCF life of the same steel. However, in a comparison based on the mid-life
stress amplitudes, the reversed fine-grained structure was distinctly better than the coarse-grained
counterpart (Figure 14b). In the HCF regime, the fatigue strength, i.e., the stress amplitude level at 10°
cycles, was in the range of 460-570 MPa for the reversed structures (GS ~ 0.6-3.4 um), being even more
than twice higher compared to corresponding value of the annealed coarse-grained (=20 um) structure.

Jarvenpéa et al. [29,87] have shown that low prior cold rolling reductions before the reversion
annealing can lead to fatigue strength identical to that achieved after the 63% reduction. For the highest
fatigue, strength of over 500 MPa was obtained in the partially reversed 32% and 56% cold-rolled
structures created at lower temperatures with longer holding times. The fatigue strength was practically
independent of the loading direction relative to the rolling direction. Mateo et al. [190] reported
that even a cold rolling reduction as low as 20%, resulting in a very non-homogeneous reversed
structure (the mean GS below 3 um), led to 36% improvement (i.e., 100 MPa) of the fatigue limit
compared to that of an annealed 301LN. However, the fatigue limit remained lower than that of a 20%
temper-rolled sheet.

Similarly, as in the case of tensile properties, subsequent cold rolling deformation has been
found to have only a slight effect on the fatigue strength of the partially reversed structure in a
301LN ASS, whereas the improvement is much more pronounced in the coarse-grained steel [87,102].
However, the fatigue limit (at 10° cycles) for the low-temperature reversed structure is about
600 MPa without any temper rolling, corresponding to the fatigue limit of 20% temper-rolled
coarse-grained structure.

In summary, it can be noticed that the fatigue strength of reversion-treated ASSs has been
extensively studied for Cr-Ni and few Cr-Ni-Mn grades. Research on Cr-Mn type steels seems to be
lacking. The results indicate the fatigue strength is highly improved by the GS refinement, as compared
on the basis of stress amplitude. As is typical, the comparison based on strain amplitude does not
show significant influence of GS. The influence of GS can be seen in the formation of slip bands and
crack initiation.

5.3.2. Cyclic Stability

In metastable ASSs DIM forms during tensile testing and also during fatigue loading.
Hard martensite in the soft austenitic matrix is known to improve fatigue strength; e.g., [60,64,98,186-192].
The cyclic deformation-induced martensitic transformation depends on the temperature, total strain
amplitude and the cumulated plastic strain [186], and significantly on GS as pointed out in the
previous section.
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It has been shown that an increase in the DIM fraction leads to higher fatigue strength in the HCF
regime due to increased strength, but relatively, LCF strength is decreased due to impaired ductility.
It has been argued that there is an upper limit to martensite fraction in improving the fatigue resistance
in the HCF regime, but the exact value of this limit seems to be unclear. Topic et al. [191] showed that
in a 304 ASS (coarse-grained condition), pre-formed DIM is beneficial for fatigue life if its fraction is
below 20%. Mateo et al. [60,190] found that even a 28% DIM fraction did not impair fatigue strength
and Fargas et al. [64] reported a clear improvement even with a 38% DIM fraction (obtained by 40%
reduction of a coarse-grained annealed sample) in cold rolled specimens.

Initial cyclic softening followed by pronounced cyclic hardening has been observed in cyclic
loading in a coarse-grained annealed 304 ASS. The cyclic hardening is connected with DIM formation
during dynamic straining, e.g., [192]. Poulon et al. [195] observed in a 15.38Cr-9.06Ni-3.06Mo ASS,
with a fine 2.5 um and coarse 21 um GS, a slight cyclic softening followed by a secondary cyclic
hardening, whatever the GS. The secondary cyclic hardening was more intense and started earlier at
high strain amplitudes, being promoted especially in the coarse-grained steel. During the hardening
stage, in grains larger than 2 um, the formation of DIM occurs inside austenite grains on dislocation
structures with the presence of nuclei on cell walls or dipolar walls. However, in fine grains, where
plasticity activity occurs at grain boundaries, an intragranular dislocation structure is not a prerequisite
for martensite nucleation but nuclei can appear along grain boundaries.

Biermann et al. [186] and Droste et al. [74] divided cyclic behavior of a 16.5Cr-7Mn-6.5Ni ASS into
three stages: a primary hardening followed by a stage of cyclic softening being related to an increasing
dislocation density and their interactions in the beginning of cyclic deformation and a rearrangement
and annihilation of dislocations in the stage of cyclic softening and, finally, a secondary hardening due
to the martensitic transformation. The secondary hardening increases with increasing strain amplitudes,
and the onset occurs at a lower number of cycles. Increasing temperature reduces the degree of
secondary hardening. In a recent study, laser beam annealing has been used to reverse the DIM in this
steel, and cyclic hardening behavior and fatigue properties investigated [193]. Earlier, laser annealing
was used for the reversion in a 301LN steel [197].

In studies of Jarvenpéa et al. [84,87], Chlupova et al. [99] and Man et al. [196], a minimal softening
was found in reversed structures of a 301LN ASS at a strain amplitude of 0.4%, as seen in in Figure 15a.
The same has reported by Droste et al. [74] for a 16.5Cr-7Mn-6.5Ni ASS. The softening was followed by
slight hardening of the coarse-grained structure. At a higher total strain amplitude of 0.6%, both the
coarse-grained and fine-grained reversed structures experienced unstable behavior, characterized by a
pronounced hardening period, as illustrated in Figure 15a. A slight softening took place before that
in the fine-grained structure, but not in the coarse-grained counterpart. However, the fine-grained
reversed structures, which were strong as shown by the stress amplitude level (initially about 750 MPa),
exhibited much less cyclic hardening than the coarse-grained structure, which had a low initial stress
amplitude (about 320 MPa). Therefore, the stress amplitudes were close to each other after about
5000 cycles. DIM transformation occurred over the course of cycling after certain incubation periods
(Figure 15b), and obviously, this is connected with cyclic hardening. However, in spite of a very
different amount of hardening between the structures with these different GSs, the amount of DIM
formed in cycling was high but quite similar among the studied structures (about 80% DIM after 5000
cycles at 0.6%). Thus, the influence of GS on DIM formation was not pronounced, which is somewhat
contrary to the observations from load-controlled tests mentioned in the previous section. However, the
influence of a given DIM fraction on cyclic hardening is much more significant in soft coarse-grained
austenitic structure than in strong fine-grained structure, similarly as reported by Droste et al. [74].
Jarvenpad et al. [84] have discussed this.

In summary, after initial slight softening or constant stage, cyclic hardening takes place in
grain-refined as well as coarse-grained ASSs, which can be attributed to DIM formation. The amount
of DIM is independent of the GS, but the degree of cyclic hardening is more pronounced in soft
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coarse-grained austenite than in grain-refined austenite. The background of the phenomena is quite
well understood.
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Figure 15. Cyclic medium-life stress amplitude (a) and DIM fraction (b) vs number of cycles curves
of coarse-grained and reversed fine-grained 301LN at 0.4% and 0.6% strain amplitudes. Data from
References [87,99,102].

5.4. Stretch Formability

The formability properties of reversion-treated structures are scarcely reported in the literature.
Tensile ductility of ASSs is high, so the formability can be expected to remain on a good level in spite
of the GS refinement and high strength. In one study, the stretch formability properties of the reversion
treated 3 mm thick sheets of a 301LN ASS with the YS in the range 682-998 MPa, and temper-rolled
structures of 301LN and 301ASSs, for reference, have been determined by the Erichsen cupping
tests [198]. The results indicated that the stretch formability of the reversion-treated structures is
identical or slightly better than that of the temper-rolled counterparts at a given YS level. Furthermore,
the stretched cup surface of reversion-treated sheets is smoother than the surface of the cups of
commercial temper-rolled sheets. This is in accordance with a technical data from Nippon Steel &
Sumitomo Metal reporting excellent strength and formability for grain-refined thin sheets of AISI 304
(SUS304 BA1) and 301L (NSSMC-NAR-301L BA1T) [108,109]. Further tests on the formability have been
carried out by the authors but not published yet, and the study continues.

5.5. Weldability

Welding of steel sheets is often needed for constructive applications. In fusion welding processes,
cold-strengthened ASSs tend to soften at the heat-affected zone (HAZ), and therefore, welding with
restricted heat inputs must be applied. Weldability of reversion-treated ASSs has been investigated
very scarcely. In a very recent study [199], it has been shown that autogenous laser welding of a
reversion-treated ultrafine-grained (YS ~ 670 MPa) 301LN steel sheet (3 mm thick) created a weld metal
with coarse columnar grains and a very narrow HAZ, similarly as happens in a temper-rolled (YS ~
740 MPa) sheet [200-202]. Figure 16 displays an example of a laser welded joint and its microstructure
and hardness distribution in a 3 mm 301LN steel. The weld metal has a low hardness (240 HV),
naturally identical in the both sheets corresponding to the hardness of a hot-rolled sheet. The HAZ in
the reversion-treated sheet exhibited grain coarsening, but in the temper-rolled counterpart, the GS is
locally refined due to the recrystallization of the cold-rolled structure [201,202]. However, the grain
structure of the HAZ was still finer in the reversion-treated sheet and the softened zone was slightly
narrower. The YSs determined of the specimens cut across the weld seams were equal (629 MPa),
but the elongation was clearly better in the seam of the reversion-treated sheet. The YS of the laser
welded sheets was about double compared to that (330 MPa) of the hot rolled AISI 301LN sheet.
However, the fatigue limits were quite equal in the hot rolled and laser-welded reversion-treated and
laser-welded temper-rolled sheets.
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Figure 16. Cross-section of a laser weld on a reversion-treated 301LN sheet, hardness profile and grain
size distribution. The hardness profile is from Reference [199].

5.6. Corrosion Resistance

High corrosion resistance is one of the most important properties of ASSs. Lv et al. [203] have
investigated the effect of cold rolling temperature in the range from —196 °C to RT on corrosion
resistance of a 304L ASS by potentiodynamic polarization tests in a borate buffer solution. In rolling,
the austenitic microstructure was transformed completely to martensite. Results showed that samples
cold rolled at —120 °C had an equiaxed GS of about 300 nm, which displayed the best corrosion
performance. Moreover, the reverse transformation treatment was performed by annealing at 850 °C
for 180-270 s, but no results were given concerning the reversed structures.

Han et al. [204] showed that a refinement of austenite GS of a 304 ASS strip by a thermomechanical
treatment improved the TS and particularly the YS and also increased the intergranular corrosion
resistance. This was explained as a result from the increased grain boundary area and thereby a
decreased degree of the Cr depletion caused by carbide precipitation in the steel.

Di Schino et al. [41,42] have investigated the effect of refined GS on various properties of a low-Ni
nitrogen alloyed Cr-Mn (Fe-0.037C-18.5Cr-1.07Ni-11.4Mn-0.37N) ASS. In the experiments, cold rolling
of 75% reduction created about 45%DIM, and after the reversion annealing at 900 °C, GS varied from
2.4 um after 10 s to 3 pm after 10 ks holding. The general corrosion rate of the ASS with 2.5 to 40 um
GSs was measured in 5% HSO4 boiling solution for 10 h. It was found that the corrosion rate increases
with decreasing GS. It was concluded that increasing the grain boundary surface area by grain refining
causes destabilization of the surface passive film. The intergranular corrosion rate was estimated by
immersing the samples in H,SOy -FeSOy (Streicher solution) for 10 h. The intergranular corrosion
rate was found to decrease with decreasing GS. As GS is refined, the grain boundary area per unit
volume increases and the degree of the Cr depletion caused by carbide precipitation will decrease for a
given carbon content. The pitting corrosion rate was measured in a 10% FeCl3-6H,O solution at RT for
10 h. In contrast to the reduction of the general corrosion resistance, the grain refining led to improved
pitting corrosion resistance in the low Ni-nitrogen alloyed steel as well as in a 304 ASS used for the
reference. The pitting of ultrafine grained steel was found to initiate in several sites but with small
individual pits, whereas in the large-grained steel pits were coarse and deep though lower in number.
Moreover, the pitting potential was found to shift towards more noble potentials with decreasing GS.

Consistent with the result of Di Schino et al. [41,42], also Hamada et al. [205] reported that
in a 301LN ASS the submicron-grained structure, formed upon reversion annealing at 800 °C
for 1 s, exhibited a better pitting corrosion resistance than the coarse-grained structure. This was
attributed to the preferential and faster pitting attack on grain boundaries in the coarse-grained steel,
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presumably due to more severe impurity segregation or chromium-nitride precipitation than in the
ultra-fine-grained structure.

As discussed in Section 5.2.2, precipitation of tiny CrxN particles has been detected in 301LN ASS,
occurring presumably in DIM before the reversion at 600-800 °C [22,26]. Hence, some concern can arise
if the precipitation impairs the corrosion resistance, even though the improvement in intergranular
corrosion resistance was reported [41,42], as mentioned above. The unpublished research on this
issue performed at the University of Oulu has indicated that there exists no risk to intergranular
corrosion in the instance that no DIM is present, i.e., after complete reversion. Electron microscopy
studies have revealed that particles locate inside austenite grains, not along grain boundaries [22,26,86],
obviously due to precipitation in deformed martensite before its transformation. However, the presence
of more than 2.7% DIM seems to degrade the corrosion resistance of low-temperature reversed structures.
According to the Strauss test, sensitization also in a 204Cu ASS has been found possible after reversion
annealing at 700 °C for 100200 s (the DIM content 2.5% to 3%).

In summary, the general corrosion resistance is impaired, but the pitting corrosion resistance
is improved by refined GS. Retained DIM may be detrimental for corrosion resistance, and some
concern exists regarding the sensitization of ASSs with nitrogen alloying or high carbon content.
Further investigations might be performed to further clarify the issue.

5.7. Properties for Medical Applications

Additionally, metals or alloys with nano- or ultrafine-grained structures are attractive materials
for biomedical applications. Higher strength is one property desired and can be increased by the
reversion treatment, but also, their osteoblast activity seems to be improved by the GS. To enhance
osseointegration of orthopedic implants, the surfaces of implants, which are in direct contact with bone
tissue, are of importance. If the implant surfaces provide a better environment for bone cell functions,
then the integration of the implant with the juxtaposed bone tissue can be improved. By modifying
biomaterial surfaces to possess features having nanophase topography, implant surfaces mimic the
feature size of natural tissues, providing a more realistic niche to promote cellular functions on
implant surfaces. It seems that a steel surface with nano-/submicron-sized GS is this kind of advanced
topography without the risk of delamination as is the case with anodized oxide films, for instance.
The favorable enhancement of osteoblasts functions and cellular attachment on nano-grained surface
is attributed to ultrafine GS, i.e., the availability of greater open lattice in the position of high angle
grain boundaries and high hydrophilicity.

Professor Misra’s group together with researchers at the University of Oulu has investigated
reversion-treated 301LN ASS for medical purposes [206-210]. For instance, Venkatsurya et al. [207]
compared osteoblast response of grain boundary grooved and planar nano-/ultrafine-grained surfaces.
Nune et al. [208] studied the influence of GS on osteoblast differentiation and mineralization.
The determining role of grain refined structure on osteoblasts functions was fundamentally defined so
that surface roughness and grain structure are the contributing factors that strongly influence protein
adsorption on substrates and consequently cell attachment; proliferation and expression level of actin,
vinculin and fibronectin [209]. Recently, the corresponding behavior of a 304 ASS has been investigated
in another research group [211], and similar features as for the 301LN ASS have been reported.

Tufan et al. [212] obtained by machining substantial grain refinement up to 98.2 nm on the 316L
ASS surfaces. Biological experiments showed nearly 280% increase in the bone cell density on turned
samples compared to the as-received 316L stainless steel at the 5th day of culture, which was explained
with enhanced hydrophilicity of the turned sample as a result from the combined effect of surface
nanocrystallization and rougher nanoscale surface topography.

It is well known that a Cu-alloyed 304 ASS has antibacterial properties when Cu precipitates
in surface layers and release Cu ions, e.g., [213,214]. In annealed condition, the strength properties
of this steel are relatively low (YS ~ 250 MPa), but they can, evidently, be improved by refining the
GS by the reversion treatment, as shown for a 304 ASS in numerous studies. The Cu precipitation in
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annealed austenite needed for creating the antibacterial property requires quite a long aging time,
but it can take place at temperatures 650-800 °C [214]. At these temperatures, the grain growth in ASSs
is negligible, as discussed in Section 4.1. Further, Cu precipitation in deformed DIM can be supposed
to be a much faster process than in annealed austenite. Thus, the micron-scale reversed GS can be
retained during the aging treatment. The study on this issue has just been finished, and the results will
be published soon.

The integration of cellular and molecular biology with material science and engineering as described
here provides a route to modulate cellular and molecular reactions in promoting osteoinductive signaling
of surface adherent cells.

6. Conclusions

A large number of laboratory experiments have demonstrated that many commercial metastable
Cr-Ni and Cr-Mn ASS grades can, even after a reasonably low cold rolling reduction (*20% to 50%),
be reversion treated in a temperature region of 600-900 °C for a desired short duration, and excellent
yield strength-elongation combinations and high fatigue strength are obtained. The mechanical
properties surpass those of temper-rolled sheets. Moreover, the formability, corrosion and biomedical
properties are enhanced by the reversion treatment, although these properties have been much rarely
investigated. Weldability issues are most scarcely covered yet. After this intense research, the topic of
reversion phenomenon is quite matured and well understood, even though many details depend on
the exact chemical composition of the steel and processing variables (cold rolling degree, annealing
temperature, etc.) The highly refined grain size is the main factor for the enhanced properties, but also
partly reversed structures with retained martensite and austenite can exhibit excellent strength-ductility
combinations, although the grain size remains coarser and non-uniform. Numerous processing factors
affect the properties so that they must be adjusted for the case sensitively and the robustness of the
processing checked. However, studies demonstrate that the reversion processing route could be
adopted industrially for manufacturing austenitic stainless steels with advanced properties.

Recently it has been reported that the reversion-treatment approach can be adopted also to
high-Mn-TRIP steels. Various phenomena and features, found during the reversion treatment of
ASSs and discussed in previous sections, can exist in high-Mn-TRIP steels (Mn > 15%), too. In cold
rolling of certain Fe-Mn-C alloys, e-martensite can form and reverse in subsequent annealing [215,216].
In low-carbon high-Mn steels, two types of «’-martensite have been found to exist after cold rolling
with retained austenite [217-220]. The reversion of o’-martensite takes place during annealing in two
temperature ranges, together with a new phenomenon of Mn partition, not reported in the reversion
stage in ASSs. Both shear and diffusional reversion mechanisms can occur, and GS refinement can be
effective in austenite formed from cell-type martensite while ineffective in austenite reversed from
lath-type martensite. During deformation, TRIP and also TWIP mechanisms can occur. Thus, this field
is rich in details to be further investigated.

Reversion has been reported in high-entropy alloys [221], with the chemical composition metastable
enough for deformation-induced martensite formation during cold rolling. This will expand the
research field for studying reversion-affected phenomena and related properties.
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Nomenclature

[04

Parameter in Olson-Cohen model (Equation (3))

o -martensite Deformation-induced body-centered cubic martensite

B Parameter in Equations (2) and (3)

e-martensite Hexagonal epsilon martensite

3 Strain in Equations (2) and (3)

[ Abscissa of the mid-point of a sigmoidal curve (Equation (2))

0o Friction stress in the Hall-Petch relation

A¢ Finish temperature of the martensite to austenite reversion

As Start temperature of the martensite to austenite reversion

ASS Austenitic stainless steel

CR Cold rolling

DA Deformed austenite, retained in cold rolling

DIM Deformation-induced martensite («’-martensite)

FCC Face-centered cubic

for Martensite fraction in Equation (2) and Olson-Cohen model (Equation (3))

fs Saturation martensite fraction in cold rolling deformation (Equation (2))

GS Grain size

HAZ Heat affected zone

HCF High cycle fatigue

m Exponent in Olson-Cohen model (Equation (3))

Maso Temperature where 50% a’-martensite is formed by 30% true strain

Ms Starting temperature of martensite transformation

LCF Low cycle fatigue

R R ratio, minimum peak stress divided by the maximum peak stress in fatigue cycling

Rpo2 Proof strength, yield strength

RT Room temperature

SHR Strain hardening rate

TE Tensile elongation, fracture strain

TS Tensile strength

YS Yield strength
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Abstract: Recent trends in the use of stainless steel profiles for repair and reinforcement of historic
timber structures, after degradation due to biotic and non-biotic attacks, are discussed in this paper.
These structural challenges can vary from inadequate load carrying capacity to complexities involved
with choice of repair materials and techniques. Given the recurring requirements of conservation
authorities in terms of reversibility of interventions and compatibility between historic and new
materials, an increase in the use of non-invasive reinforcement materials and reversible techniques
was observed. Subsequently, engineers and researchers have increasingly employed stainless steel
alloys in retrofitting historic timber structures. This paper therefore presents the state of the art in
the use of stainless steel profiles in retrofitting timber structural elements within historic structures.
It includes a review of the development of the retrofitting methods and existing experimental
studies on the mechanical behavior of timber structures reinforced with stainless steel. Finally,
it presents a number of case studies and draws conclusions on current trends and practices based on
reported studies.

Keywords: historic timber structures; stainless steel alloys; connection; reinforcement; repair

1. Introduction

The use of stainless steel components, particularly in new constructions, has experienced a huge
increase in recent times. Stainless steel is now widely used for both non-structural applications and as
ribbed reinforcement bars for concrete, members (beams, columns, ties, etc.) in trusses, bridges and
buildings. Similar to structural carbon steel, stainless steel elements can be hot rolled and fabricated
or cold rolled formed. However, for many structural and civil engineers, stainless steel can be a
confusing material: the term stainless steel refers to a large number of diverse alloys such as the ferritic,
the austenitic and duplex stainless steels. Stainless steel often has substantially varying physical and
mechanical properties [1-3].

It is well known that the main reason for the use of stainless steel in construction is its resistance to
corrosion. However, this property can also vary from one stainless steel alloy to another. Furthermore,
there are many other reasons for its application in construction industry: its intrinsic isotropy,
the post-elastic plastic behavior, lightness, etc. Most of these properties are in common with carbon
steel but are not with other structural materials such as composites.

The use of stainless steel in construction started during the early 20th century with the use of
austenitic steel alloys. These alloys were firstly used for reinforcement and stabilization work [4].
In recent times however, there has been an encouraging trend in stainless steel usage, particularly in
the construction industry. Approximately 14% of total annual consumption of stainless steel is now
used in new constructions [5].

The use of stainless steel alloys for reinforcement of architectural heritage structures has further
positive characteristics, making its use even more interesting than in new constructions. In this paper,
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the state of the art of their use for repair and reinforcement of historic timber constructions will be
addressed. In addition to the cited specific strength, corrosion resistance and specific strength, stainless
steel possesses other desirable characteristics, for example, its high compatibility with timber makes it
suitable for reinforcing timber structures.

The conservation of architectural heritage structures is an important topic in many European
countries, with many of them having a government department at national, state or local level,
dedicated to this. This should be expected, considering the social, cultural and economic value of these
heritage structures. Due to the nature and age of these structures (mostly pre-1920 masonry structures),
repair and restoration are often required with the aim of preserving as much of the original structure
as possible, i.e., minimal intervention [6,7]. It is also usually required that compatible new materials
and reversible retrofitting methods are used. Conservation authorities usually want retrofitting to be
done in such a way that reinforcements can be removed in the future, if necessary, without damaging
the original timber structure.

The requirements discussed above, in addition to varying loading conditions the structures
are often subjected to, call for innovative materials and techniques in retrofitting timber structures.
However, it has been challenging to find effective solutions that will also meet the requirements
for compatibility and reversibility. Engineers have to make crucial compromises in the meanwhile
with ongoing research efforts focusing on the development of new materials and methods for repair
and reinforcement. A good example of these efforts is the recent calls for the strategic investments
in research and skills, supported by the European Commission (Horizon H2020 call) and national
government funding.

One of the most common practices in retrofitting historic timber structures is the use of FRPs
(Fiber Reinforced Polymers). FRPs are usually composed of thin fibers of carbon and glass and are,
more often than not, epoxy-glued to the deficient timber structure. Several studies have demonstrated
that it is possible to reinforce or repair timber structures using composite sheets, bars or strips [8-14].
However, major setbacks in the use of FRPs include their durability, poor compatibility with parent
materials, degradation of fiber and poor reversibility [15,16]. These setbacks, which have led some
conservation authorities to prohibit or, at least, limit the use of organic adhesives and composite
materials on timber structures, is one of the reasons for increased adaptation of stainless steel in
retrofitting historic timber structures.

However, there has been limited work done on stainless steel as reinforcement of pre-existing
timber structures. This could be due to a number of factors: (1) High cost of stainless steel alloys,
(2) Use of competitor materials (FRP) and public perception of FRPs as having excellent mechanical
properties, (3) Limited availability, in the construction market, of stainless steel structural profiles.

While composite materials are typically epoxy-glued to timber structures, stainless steel is usually
applied by mechanical connectors (screws, bolts, fasteners, etc.). This ensures higher long-term
effectiveness of the stainless steel-timber connection compared to FRPs [17]. Other advantages of
using stainless steel are reversibility, high durability, compatibility with timber. This is in line with the
requirements of the ICOMOS International Wood Committee [18]. Stainless steels are also reversible
and high durable. Mechanical connections are removable, and their application causes limited damage
to the historic timber structure. While it is well known that high reductions of composites mechanical
properties occur in the long run, stainless steel is characterized by negligible mechanical degradation.
These characteristics are essentials to satisfying the requirements of conservation authorities and
mechanical characteristics when stainless steel is used for repair and reinforcement of heritage timber
structures. Stainless steel alloys also possess some aesthetic characteristics, such as an attractive
appearance, and minor safety precaution measures are required during application compared to
modern solvent-free epoxies and FRPs.

The strength analysis of the connections should always be considered when screwed or bolted
connections are used for mechanically attached reinforcement. The resistance of these connections
to temperature is of critical importance for timber structures. However, given the relatively low
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mechanical properties of timber compared to that of the steel screws/bolts, failure usually occurs in
the timber material. Tightening parameters and the effects of excess torque in bolts can produce
significant damage to historic timber structures, especially when they are made of softwood.
Furthermore, defects (knots, shake defects, splits, high-values of grain deviation, etc.) around the
area of reinforcement application on the timber structures could compromise the effectiveness of
the reinforcement [19].

This study therefore aims to critically review the use of stainless steel for repair and reinforcement
of civil timber historic structures. Previously adopted repair and retrofitting techniques are presented
and limitations of these techniques are discussed. Finally, suggestions for possible future approaches
both in terms of new stainless steel materials and repair techniques are also presented.

2. Stainless Typologies for Structural Applications

The major chemical constituent of Stainless steels is Fe (Iron) alloys with some Cr (Chromium)
addition. Chromium acts as the main alloying element (typically between 10-20%) and results in high
corrosion resistance due to surface oxidation and protection. Stainless steel corrosion resistance is
about 200 times that of normal carbon steel.

Other chemical elements, such as Ni (Nichel), Mo (Molybdenum) and Ti (Titanium) are
usually added for special purposes. These added chemical elements have significant effects on the
microstructure evolution, mechanical behavior and the corrosion resistance of the resulting stainless
steel. Corrosion resistance of stainless steel can be further improved by reducing C (Carbon) content
and increasing the content of other elements of the alloy. Generally, stainless steels can be can be
categorized according to their chemical compositions as shown in Table 1.

Table 1. Main alloy element compositions according to EN10088 [20,21].

Stainless Steel Grade 1.4016 1.4301 1.4462

Type Ferritic Austenitic Duplex
Molybdenum (%) - - 25
Nickel (%) - 8 45
Chromium (%) 17 17 21

Austenitic steel is the most common type of stainless steel and is mainly used for food processing
equipment, utensils for kitchens and medical equipment. This easily weldable, non-magnetic and not
heat-treatable material [22-24] can be divided into three families: Cr-Ni (300 series), Mn-Cr-Ni-N (200
series) and specialty alloys. This family of material is non-magnetic and not heat-treatable. Ferritic
steels which usually contain low Ni content, 12-17% Cr and a very low amount of C (<0.1%) could
also contain other alloying elements (e.g., Mo, Al, Ti). Although Ferritic steels are known for their
good ductility and formability, their behavior at high temperatures is relatively poor when compared
to austenitic materials and they are also not heat treatable. For some stainless steel grades (409 and
405), ferritic stainless steels are usually cheaper than many other stainless steels [25-28].

Another type of stainless steels are the martensitic alloys characterized by 11-17% Cr, < 0.4% Ni
and relatively high C content (1.2%). Martensitic stainless steels are hardenable and their formability
and weldability characteristics are affected by their carbon content. This alloy often requires preheating
and post-welding heat treatment to achieve desired properties. They have wide applications in knives,
cutting tools, dental and surgical equipment.

Finally, duplex alloys are mainly adopted in chemical plants and piping applications and are
characterized by 22-25% Cr and 5% Ni and some Mo and N addition. They have high yield strength
and stress corrosion resistance in chloride when compared with austenitic stainless steels. The last type
of stainless steel is from precipitation hardening. This type of stainless steel contains Cr-Ni stainless
and Al, Cu and Ti as alloying elements. These alloying elements allow the material to harden in a
solution and show both austenitic or martensitic microstructure in an aged condition.
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Stainless steel prices vary according to their alloy type. Recent prices (Nov. 2018) are as follows:
(1) Ferritic steels-1600 €/ton (EN 1.4016); (2) Austenitic steels-2350 €/ton (EN 1.4301); (3) Duplex
steels-6500 €/ton (EN 1.4462). Prices will rise (>9000 €/ton) when higher Ni contents (>50%) are
required in aggressive environment.

Corrosion resistance of different stainless steel grades is compared by using the Pitting Resistance
Equivalent Number (PRE) calculated from Equation (1).

PRE =Cr +3.3 x Mo 1)

where Cr and Mo in Equation (1) are the percentages of Chromium and Molybdenum, respectively.

Stainless steels applications require optimum mechanical properties and corrosion resistance
(PRE), both of which strongly depend on the steel microstructure (Figures 1 and 2). The corrosion
resistance of stainless steels increases with an increase in the PRE value. For example, for a stainless
steel to be considered sea water resistant, it is suggested to have RPE that is greater than 32. Corrosion
resistance is also critical for outdoor/unprotected applications. For example, when stainless steel
profiles are used to reinforce deficient external masonry structures.
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Figure 1. Corrosion resistance (PRE) vs. stainless yield strength (indicative) for different stainless steel
grades. Reproduced from [29], with permission from Elsevier, 2018.

50

Austenitic Steel

45

201
304 305

2 D

301

40

35

Ferridic Steel AL

30
a09
25
20

Duplex Steel

Elongation Agy/As, (%)

0 5 10 15 20 25 30 35 40 45 50 55 60

Corrosion Resistance (PRE)

Figure 2. Corrosion resistance (PRE) vs. elongation characteristics (indicative). Reproduced from [29],
with permission from Elsevier, 2018.

Yield stress, strain at yield and corrosion resistance all strongly depend on the type of stainless
steel: low with ferritic steels and typically high with duplex steels. For example, with a reference
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value of 275 MPa yield strength (typical of the standard JR275 grade [30]), an elongation at failure
of 40% is expected for ferritic stainless steels while about 60% extension is estimated in the case of
austenitic steels. Ductility requirement for stainless steel applications varies, i.e., moderate ductility
and high modulus are generally required for interventions related to confinement of timber columns or
compressed members, while higher ductility is required for bending reinforcement of beams. To avoid
stress concentrations, ductility is also a desirable requirement when stainless steels are used to repair
rotting wood and for reinforcement interventions [31].

Cost of stainless steel also varies with alloy types as the price depends mainly on the cost of
alloying elements rather than on the process cost: Ferritic is the cheapest and duplex steels the most
expensive. Irrespective of the alloying material, all stainless steels have characteristic high elongation
values which makes it easy to form them and thus commonly used in construction.

3. Typical Timber Historic Structures

Timber has been used for construction for centuries [32,33]. Buildings (both private and public)
and infrastructures (bridges, aqueducts, towers, etc.) were usually partially or entirely made of timber
structural elements due to their economic benefits (low cost, large supply in nature, ease to transport,
work and use, high durability, simple maintenance) (Figures 3-5). The main (technical) reason for
its widespread historic use in construction is associated with its fibrous nature: this provide timber
material with an excellent tensile and flexural strengths, making this material suitable for roof and
floor structures (lintels, ties etc.).

Figure 3. Historic joist floor.

() (b) (0)

Figure 4. Different types of horizontal diaphragms (floors): (a) common timber-beam floor (solid
beams and rafters, tiles); (b) decorated and carved timber timber-beam floor; (c¢) bi-directional
timber-beam floor.
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(a) (b)

Figure 5. Different types of roof timber historic structures: (a) timber frame for a shed (skillion) roof;
(b) traditional timber frame for a gable roof.

Timber also exhibits high compressive strength. However, compressive stresses in historic
constructions were typically resisted by masonry structural elements. In southern Europe and the
Mediterranean basin, buildings often consist of vertical wall elements or pillars, assembled with lime
mortar or (rarely) drystone construction, with a frequent use of timber beams for floors and roof
structures [34,35]. Although timber is not a heavy material, it wasn’t easy or, given its availability,
even necessary to transport it in the past from forests. Timber structures were typically made of wood
species local to the immediate area.

Rotting timber is the main cause for repair (local) interventions on historic timber structures.
Figure 6a,b show two critical points where repair is typically needed: the end (timber-to-masonry
connection) of timber beam-floors and the joint between principal rafter and tie-beam for the traditional
king post roof truss. As damp and moisture facilitate the attach of biotic agents (fungi, insects, larvae,
etc.), unprotected areas are at high risk.

\ %

(@) (b) (©

Figure 6. Examples of damage in timber structures: (a) and (b) Rotting wood at the beam-ends,
and at the joists in timber roof truss; (c) Deformed timber tie in a frame of a roof structure because
of over-loading.

Creep and shrinkage of timber may cause damages (mechanical), leading to excessive deflection,
reduction of structural stiffness and strength. Time-dependent deformation under a certain applied
dead-load (creep) generally occurs at high temperature, but in timber it can also happen at room
conditions. Figure 6¢c shows a deformed beam due to over-loading. Such deformation is typically
produced by bending loads. Differential shrinkage along the three principal directions in timber (radial,
tangential and longitudinal) (Figure 7) can cause high reductions of the second moment of inertia of a
beam section and also facilitate the attack of biotic agents (insects, fungi, etc.). For mechanical-based
damages, interventions with repair or reinforcement are usually required. For the traditional king post
roof truss, the relevant terminology and used symbols are reported in Figure 8 [36].
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Tangential direction

Longitudianal direction

Radial direction
(a) (b)

Figure 7. (a) Timber is an orthotropic material: the three principal directions (tangential, radial and
longitudinal) depend on the grain orientation; (b) differential shrinkage can produce significant damage.
Shrinkage is typically very high along the tangential direction.

Figure 8. Symbols and terminology used for structural members of the traditional king post
roof truss [36].

4. Repair Methods

Damaged timber elements are usually repaired by local interventions [37,38]. Degradation near
masonry supports or near the timber-to-timber joints are typical reasons for repair. The use of metal
fasteners or profiles is not new, it is also found in repair interventions dated back to the 19th century.
Steel and iron have frequently been used in the repair/reinforcement of timber members which may
have decayed due to rot and insect infestation or fractured/deformed because of over-loading. Because
of the risk of condensation on metals, iron and steel reinforcement should always be visible and open
to inspection [39]. This problem could be overcome when stainless steel is used. Although the use of
stainless steel often follows the traditional steel repair methods, new technical solutions and methods
have been proposed in this area. Table 2 shows the repair methods described in this section, with some
information about usability and appropriateness for different repair interventions. It should be
remarked that the application of stainless steel elements is often combined with re-construction/repair
of pre-existing timber-to-timber lock-joints. The correct use of lock-joints is extremely important in
timber connections, following the multi-century-old carpentry tradition of joining timber elements.
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Table 2. Repair methods using stainless steel elements.

. . Appropriate for
Method I.\pp op riate for Ap.propnate for Repair/Reinforcement
Historic Structures Repair of Beam Ends .
of Truss Joints

Fasteners Yes No Yes
Press-bended sheets Yes Yes No
H-, T-, L-, I-shaped Profiles Yes Yes Yes
Rods and prostheses Yes/No ! Yes Yes
Nail-plates No No Yes

! This often depends on the used approach of a local conservation body.

4.1. Stainless Fasteners

The use of metal fasteners to reinforce local timber beams and trusses is a traditional technique
(Figure 9). This was very common in the 19th and 20th centuries and it is still applied today [40,41].
The method simply consists in the application of one or more metal fasteners, made of metal strips,
to prevent the slippage between two timber elements and increase the resisting section in critical areas.
It is typically applied at the beam-to-template connection points and in the timber-to-timber joints of
the traditional king post roof trusses (Figure 10).

-

¥

Figure 9. Salone dei Cinquecento, Palazzo Vecchio, Florence, Italy: Detail of timber roof structure and iron
fasteners (the iron reinforcement is part of the original structure from 17th century).

(a) (d)

Figure 10. The traditional use of metal fasteners in critical sections of the timber beam floor and the
king post roof truss: (a) timber template-beam (beam-floor); (b) joint king post-tie beam (truss); (c) joint
strut-king post and principal rafter-king post (truss); (d) joint principal rafter-tie beam (truss).

A major cause of failures in metal fasteners in timber structures is electrochemical corrosion
(rust), caused by the galvanic action. Considering that timber seasoning is not an irreversible process,
timber members can absorb moisture. It is well known that air circulation is essential for adequate
maintenance of timber structures, but areas under the metal strips typically have higher humidity than
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the rest of the timber structure and this has deleterious consequences for both the timber and metal
materials. Furthermore, the direct contact of damp timber and the fasteners facilitate biotic attacks in
the timber and corrosion in the metal. The use of stainless steel strips can partially solve the problem
of corrosion. Stainless steel should be carefully selected: high-resilience, high-modulus and high PRE
values are sought after characteristics for these applications. Stainless fasteners for repair interventions
of historic structures are typically applied on-site by experienced mason. To prevent stainless steel
cracking during on-site applications due to high bend angles (for example during wrapping of timber
beams with rectangular cross sections), the stainless steel should have high ductile behavior and high
resilience strength.

4.2. Re-construction of Beam Ends

4.2.1. Use of Stainless Steel Sections

Figure 3 shows a typical joist floor. This one-way beam-floor is common in the UK, where it is
still in use for new construction. To repair the joist ends from rotting at the point where the joists rest
in brick or stone walls, pairs of stainless or galvanized steel plates, pre-drilled, are typically used with
standard coach screws, which are secured at the end of degraded timber joists (Figure 11). The plates
rest in or on the wall and allow for the rotted end to be cut off. To give additional stiffness, for use in
rows of continuous end repairs, with no sound joist ends between. A bolted connection through the
plates into the parent joist can be adopted [42-44].

(@ (b)

Figure 11. Re-construction of joist ends with stainless steel L-shaped profiles (press-bended stainless
steel sheets) [43].

To reinforce the decayed timber beam ends, stainless steel flitch plates can be inserted along the
beam length (Figure 12). This method involves cutting a slot into the timber and making the beam a
composite of stainless steel and timber. The plate may also take a T-shape either the right way up (top
of the beam) or upside down (underside of the beam). The steel flitch plate is best used at the underside
of the beam and fixed upside down, so the wide part of the T is positioned to carry the highest tensile
stresses. However, the functionality of the composite beam depends on the type of connection between
steel and timber members. When reinforcement is carried out at the ends of simply-supported beams,
connection should be able to transfer only the shearing forces (zero bending moment at the supports).
In this situation, bolts in the stainless steel web are sufficient. From a practical viewpoint, these are
difficult repairs to carry out on site, requiring overhead cutting of the slot by multiple drillings or
chain-morticer/chain-saw cutting.
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s

(@) (b)

Figure 12. A stainless steel flitch plate inserted into a timber beam and bolted side-to-side: detail of the
steel profile used at the beam ends [44,45].

4.2.2. Use of Stainless Steel Rods

For repairing old solid timber beams, lintels or rafters, it is also common to use timber prostheses
to connect with the damaged beam using smooth or ribbed stainless steel rods, connectors or bars.
Holes are drilled, or a groove cut, in the undamaged pre-existing timber to accommodate the rod
reinforcement. The prosthesis is usually made of a new, laminated structural timber (Figure 13),
made in kiln dried wood or epoxy paste (using construction shutters). The rods are typically made of
fiberglass, carbon FRP or stainless steel (Figures 14 and 15). Pouring or injection resins are used to fix
the rods into the prostheses and the pre-existing beam [45-48].

(@) (b)

Figure 13. Re-construction of the beam ends: (a) stainless steel reinforced wooden prosthesis; (b) detail
of the stainless steel reinforced epoxy prosthesis [48].

Figure 14. Re-construction of joist or beam ends with stainless steel rods [43].
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(9
Figure 15. Re-construction of tie or rafter ends with stainless steel rods [45]: (a) drilling the holes for
rod installation; (b) insertion of the stainless steel rods; (c) resin casting.

(b)

4.2.3. Use of Nail Plates

Nail plates, made of stainless steel, can be used in various applications, mainly for new low-value
timber constructions. Nail plates are typically used for repairing or joining timber elements or to
increase the flexural stiffness of timber beams and joists. However, these plates are often used to
connect wood elements in the same plain. Low carpentry skills are needed in order to construct a
timber structure using nail-plated connections.

Although the use of nail plates can be considered a versatile and cost-effective method to
improve the connection between wood elements (Figure 16), their use for historic or listed timber
structures is rare and not often authorized by conservation bodies. This is mainly due to the fact that
a nail-plate connecting system can cause damage to the timber structure, and facilitate biotic attack
by saprophytic insects and fungi. For historic structures, it is always preferable to repair/restore
the pre-existing historic connecting devices (post-and-beam, tie-and-rafter and other construction
techniques). Furthermore, nail-plate connections are rarely able to transfer to maximum allowable
internal force from one element to another [49,50].

@ ()

Figure 16. Examples of connections made with nail-plates [51,52].

5. Reinforcement Methods

Historic timber structures have to transfer external loads to the walls, dealing with the
corresponding internal axial load, shearing force and bending moment. The stresses and deformations
in the timber structures should not exceed the strength and deformation limits given by modern
standards and building codes. Furthermore, the resisting sections of the structure and the mechanical
properties of the timber has to be reduced due to mechanical and biological damage. In many
situations, except for dismantling and reconstruction of the timber structure, the only option available
for structural engineers is to apply a reinforcement. In this section, some traditional and innovative
retrofitting solutions will be described and discussed. It should be recommended here that the on-site
application of a bending reinforcement should always be preceded by a total or partial removal of
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the external loads, with the aim of facilitating the stress transfer to the reinforcement during future
loading. When this is difficult to carry out, bending moment could be reduced by applying opposite
external forces, using hydraulic loading cylinders.

5.1. Reinforcement by Converting a Beam Element into a Trussed Girder

The conversion of a beam-floor into a trussed system is a traditional method, introduced in
the 19th century to reinforce deficient timber-beam floors [53-58]. Figure 17a shows a retrofitting
intervention carried out in the 1920s on a timber-beam floor in Italy. A more recent application is shown
in Figure 17b,c. Nowadays, it is possible to use stainless steel bars, thus highly reducing corrosion
problems. A critical aspect of this intervention is the creep deformation of both the timber and the
stainless steel materials. Mechanical devices (turnbuckles) are often needed for the stainless ties and
low-creep, high-modulus stainless steel alloys should be preferred.

(a) (b) (c)

Figure 17. Examples of bending reinforcement by conversion of a timber-beam floor into a trussed
girder by adding steel struts and tension rods underneath ([53] for (b) and (c)).

Figure 18 shows different retrofitting interventions, designed by professor L. Jurina [54]. The use
of stainless steel wire ropes may represent an interesting solution when the reinforcement is exposed
and unprotected. The installation of the ropes is relatively easy, the intervention is reversible, and the
damage to the timber structure is very limited. However, particular attention should be given to stress
concentration problems at the rope-timber joints and it is recommended to take periodic measurements
of the creep deformation of the stainless steel ropes. The joint between the wire rope (tie) and the
timber rafter is made using two steel plates (Figure 18b). These are inserted into a glulam element
connected to the diagonal timber rafter with a bolted connection. The wall-to-wire connection can be
effectively realized using anchor bolts (Figure 18c).

(a) (b) (9

Figure 18. Reinforcement interventions using stainless steel wire ropes (design, Prof. L. Jurina): (a) and
(b) Residence Masciadri in Arcene, Italy; (c) Residence Masciadri in Arcene, Italy [55].
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5.2. Reinforcement by Addition of Stainless Steel H-shaped Profiles

When conservation bodies or local authorities do not authorize retrofitting interventions, on listed
buildings, at beam intrados (under the timber beams), for example, for the presence of decorations,
it is possible to effectively reinforce timber-beam floors by operating on the beam extrados (over
the beams) [58] (Figures 19 and 20). In fact, to increase both the bending capacity and stiffness
characteristics of existing wood beams, the use of stainless steel profiles placed in the compression side
is an interesting solution. Stainless steel elements do not function as a substitute for the timber beams
but rather effect an increase in their capacity and flexural stiffness through the creation of a mixed
timber—stainless steel structure [59]. The application of stainless steel profiles can be done using epoxy
resins, fasteners and/or metal screws or bolts. The use of mechanically attached connectors (screws or
bolts) is usually preferred, given the high stress level, under loading, at interface between the timber
beam and stainless steel beam. Stainless steel profiles can be also notched to better accommodate
the floor joists, without highly affecting the effectiveness of the steel reinforcement. Furthermore,
it should be noted that the reinforcement can be completely invisible behind the timber beams,
it does not cause significant damage to the timber beams, and it can be easily removed, if needed,
providing the method with reversibility characteristics. The reinforcement with H-type elements is
characterized by this property and by high machinability of stainless steel elements to be carried out
on-site. The reinforcement of timber beams using stainless steel beams is capable of resulting in a
significant increase in strength, stiffness, and ductility and the application of the reinforcement is
extremely fast and effective.

Figure 19. Reinforcement of a timber beam using a stainless steel H-shaped beam applied on the
compressed area.
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Figure 20. Reinforced timber beam cross section: stress and strain distribution, after timber yielding in
compression. Reproduced from [58], with permission from Elsevier, 2007.

5.3. Reinforcement with Side Tension Rods or Plates

Stainless steel rods or plates can also be used as side tension reinforcement. This method simply
consists of the application of a reinforcement at the bottom or either side of a timber beam under
bending. This can be externally attached or bonded-in. When conversion into a trussed girder is not
possible due to space constraints, a possible variation is to use side rods or plates. This method should
be used with more caution as the smaller height of the timber-steel cross section produces higher
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stresses in both materials and problems related to stress concentration are likely to occur near the
bolted joints.

5.3.1. Reinforcement with Externally Attached Steel Plates or Cords

Reinforcement of deficient timber beams using epoxy-bonded or screwed stainless steel plates
or profiles is not a new technique. Several methods have been developed since the 1960s, which are
particularly focused on reinforcing timber beams with steel elements, applied to the beam tension
side and bonded by epoxy adhesives [60,61] (Figure 21). More recently, mechanically attached (bolted)
stainless steel plates have been proposed with the aim of facilitating the removal of the reinforcement,
when needed (the so-called requirement for “reversibility”) [62,63]. These reinforcement methods use
wide steel plates, steel cords [64-66], I- or L-shaped profiles which cover a large part of the lateral
or intrados (bottom) surfaces of the timber beam (Figure 22): this represents a limitation for the
application of this reinforcement method, especially when the beams are painted, decorated or carved.
Because wood is hygroscopic, its cellulose molecules attract water and, when stainless steel plates are
used for reinforcement, areas under the plates could remain more humid and this could facilitate biotic
attacks to the timber material.

Figure 21. Examples of flexural reinforcement using externally-bonded or screwed stainless steel plates,
strips or profiles.

(b)

Figure 22. Steel plates and profiles as flexural reinforcement of timber beams [64].

When bolted joints are used to connect the plates to the timber, hardwood timber is more
appropriate and suitable compared to softwood given higher parallel- and perpendicular-to-grain
compressive strengths.

Furthermore, to avoid the risk of delamination of the stainless steel plate under bending loads,
the timber surface should be sufficiently flat and smooth and the quantity of epoxy resin (bond-line
thickness) should be as small as possible (0.5-3 mm). Delamination phenomena could also be
induced by a defect in the timber material (usually a knot located on the tension side) and by the
swelling and shrinkage, from cyclic moisture content variations in timber. The long term behavior
of the epoxy bonding agent and its phase transformation could highly affect this reinforcement
method: for these reasons it is always recommended to use mechanical devices (metal screws or
bolts) to connect the plates with the timber beam. The main advantage of this reinforcement method
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is its rapidity of application. The timber beams are usually not notched or damaged during the
reinforcement application.

The recent use of screwed connections is a revival of an old method in use long before strong
adhesives became available in the construction market. This method includes the application of a
stainless reinforcement using high-strength screws or bolts. This method has several advantages:
it eliminates the use of organic adhesive (typically, an epoxy resin) and thus meets the requirement
of reversibility of the reinforcement and compatibility with the wood material. For listed buildings,
these are often essential conditions for authorization of reinforcement interventions by a statutory
conservation body. However, one of the main limitations of the use of mechanical devices is the
stress concentration that can occur near the screws/bolts. Because stress transfer from timber to
stainless steel reinforcement is guaranteed by these devices, stress peaks can cause local failures and
slippage phenomena between the two materials. Such phenomena can compromise the action of the
reinforcement and should be studied and avoided. In order to prevent this, it is recommended to avoid
the use of connecting mechanical devices for reinforcement of softwood beams.

Figure 23a shows the application of stainless steel cords. The application of the cords at the beam
bottom is a relatively simple operation: an epoxy paste is needed to glue and protect the fibers on
the beam surface (Figure 23b). The negligible bending stiffness of the stainless steel fibers also allows
for pre-stressing them: a mechanical device, consisting of a metal cylinder, positioned at one beam
end, can be used for this purpose. Fibers are wound around the metal cylinder (Figure 23c) using a
clamp and fastened to the other end, until the design target-value of the clamping couple is reached.
At the end of curing time of the epoxy paste (typically 48-72 h), the mechanical pre-stressing device
can be removed. The final result is a timber beam strengthened, at the tension side, with pre-tensioned
stainless steel cords.

(@) (b) ()

Figure 23. Use of steel cords: (a) steel-fiber coil, (b) application of the cords using an epoxy paste,
(c) pre-stressing device. Reproduced from [66], with permission from Elsevier, 2011.

Considering that the state of the timber material near the bonded surface is of critical importance
for the stress transfer between timber and stainless steel, the wood decay should always be assessed
by means of on-site penetration tests or similar non-destructive techniques.

5.3.2. Reinforcement with Bonded-In Steel Rods or Strips

The introduction of FRPs in Civil Engineering in the 1980s facilitated the diffusion of bonded-in
reinforcement methods. Glass or Carbon FRP rods were widely used to reinforce, on the tension
side, deficient timber beams [67,68] (Figure 24). These composite elements are associated with high
strength and stiffness to weight ratios. However, among the drawbacks of FRP rods is the linear elastic
stress—strain relationship (brittle behavior) and the weak long-run response with high reductions of
their tensile strength and stiffness. In such context, the replacement of FRP rods with stainless steel
ones could be considered as a viable alternative solution. The reinforcement method consists of the
application of stainless steel rods or strips in internal grooves, connected to the timber beam using
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structural adhesives (typically epoxy resins) [69-72]. A large variety of reinforcement configurations
can be used, depending on many factors: presence of decorative ceilings, carved beams, fire protection
requirements. The fire requirement for non-exposed surfaces is often the main reason for the exclusion
of the use of externally bonded stainless steel plates.

Stainless Steel Stainless Steel
Rods Strips

Figure 24. Examples of flexural reinforcement using bonded-in stainless steel rods or strips.

It is worth noting that, because timber and resins differ in their reactions to variations in humidity
and loading, high shear stresses and local failures could result from differential shrinkage and swelling
at the adhesive bond.

Bonded-in stainless steel reinforcements has some drawbacks (Figure 25): timber beams are
usually damaged due to the use of a groove cutter for the installation of the rods/strips, and the use
of adhesives is not recommended, given their unsatisfactory long-term behavior. However, several
positive characteristics can also be highlighted: because the reinforcement is confined in the groove
and it is completely embedded in the resin, the risk of the delamination of the steel reinforcement
is very low. Reinforcement delamination is typically induced both by bending loads (and resulting
shear stresses at interface) and by the swelling and shrinkage of the wood. Furthermore, unlike the
externally-applied reinforcements, glued to the beam’s sides or to the bottom surface, the choice of
bonded-in methods allows the epoxy adhesive layer to be partially protected in case of fire by applying
a longitudinal wooden board, which covers the groove.

@) (b)

Figure 25. Bonded-in steel bar reinforcement: (a) detail of the reinforcement before resin application;
(b) filling of the grooves with epoxy paste.

When metal strips are used, it is recommended to apply them vertically. Figure 26 shows an
on-site experimental investigation [71]: the 15th-century timber beams of an historic building in Brescia,
Italy. The width of the grooves was 16 mm and the depth varied from 60 mm at the mid-span to
0 mm at the groove ends in order to minimize wood removal. Strips were 50 mm x 4 mm x 4200 mm
in dimensions. They were applied vertically using both an epoxy resin and diagonal high strength
steel nails.
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Figure 26. Bonded-in steel strip reinforcement: (a) detail of the groove; (b) layout of the reinforced
beam. Reproduced from [71], with permission from Elsevier, 2016.

6. Reinforcement of Wooden Floors

The rehabilitation of historic buildings both for new use and occupancy often requires the
reinforcement of the wooden floors. Reinforcement could be needed to increase the flexural capacity
and stiffness (vertical static loading) or to improve the structural response against in-plane seismic
loads (horizontal dynamic loading). In seismic prone areas, horizontal diagrams in buildings have the
critical function to transfer the seismic loads from the walls perpendicular-to-the-seismic- direction
to the parallel-to-the-seismic-direction walls (Figure 27). To achieve this, an increment of the lateral
in-plane stiffness of wooden floors is often necessary.

() (b)

Figure 27. In seismic prone areas, wooden floors may prevent the out-of-plane mechanism of external

walls (overturning). To facilitate this function, the wooden floors should be stiff enough (in-plane
stiffness) and effectively connected to the walls to transfer the seismic load to the walls parallel to the
seismic direction.

To increase both the flexural and in-plane stiffnesses, an effective strengthening method consists in
the use of stainless steel screws to connect a new Reinforced Concrete (RC) slab, typically applied over the
floor, or a double-layer wooden floor boards to the existing timber joists or beams [73,74]. By preventing
relative sliding between the new slab/boards and the underlying pre-existing timber structure, it is
possible to highly increase the second moment of inertia of the resisting cross section [75-80].
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In respect of the traditional reinforcement of one-way wooden floors with a steel mesh reinforced
concrete (RC) slab (Figure 28), it is important to document research efforts on the use of stainless steel
studs. These are typically used to connect the new RC slab with the pre-existing underlying timber
structure [81-83]. The advantages of this method are numerous: the bending stiffness and capacity
of the floor are highly enhanced (given the increment of the second moment of inertia of the cross
section); the in-plane response of the floor is also improved as the steel-mesh reinforcement is able to
provide the needed tensile strength to the RC slab. If the floor or the RC slab is properly connected to
the load-bearing walls, the seismic response of the building can be significantly enhanced.

@ (b)

Figure 28. Traditional reinforcement of one-way wooden floor. A steel mesh reinforced concrete slab

is applied over the wooden floors (there are no connections between the slab and the timber beams
or rafters): (a) schematic arrangement; (b) RC slab application; (c) use of autoclaved aerated concrete;
to reduce the RC slab weight (dead loads).

The damage produced to the timber beams/rafter due to the application of the stainless steel
studs is negligible. However, it should be remarked that the application of RC slab can also increase the
magnitude of the dead load (Figure 28b). A mitigation measure of this problem is the use of autoclaved
aerated concrete (Figure 28c), but this should be applied with caution given the reduced mechanical
properties of this type of concrete. However, the use of autoclaved aerated concrete can produce
savings in terms of energy consumption, given its highly thermally insulating properties. Different
types of connectors are available in the construction market. Examples are shown in Figure 29.

(@) (b) (9

Figure 29. Examples of metal and shear stainless steel studs [82,83].

The use of low-cost boards is an interesting solution, given also its positive characteristics in
increasing the thermal insulation of the building and thus reducing its energy usage (Figure 30).
However, while this method is usually effective for static vertical loads, its effectiveness is limited
in seismic prone areas, as the boards are typically made of plywood or are particle-made boards.
Their in-plane stiffness and strength is usually low and the boards are usually subjected to swelling due
to moisture absorption. The use of large solid-wood boards, effectively connected to the underneath
joists, can solve the problem, but this usually lead to an increase in the cost of the intervention.
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Figure 30. Examples of use of wooden boards.

Figure 31 shows a schematic layout of the reinforcement of wooden floor by adding a new layer
of wood boards. These can be effectively connected to the underneath wooden floor boards and timber
beams by using inclined high-strength stainless screws. A variation of the reinforcement method in
Figure 31 consists of the application of diagonal stainless steel strips [80] (Figure 32), screwed to the
pre-existing underlying wood boards and beams/joists.

Screws @ 6 x 90

. Simple layer of wood board
Nails @ 2.8 x 80 (200 mm wide x 30 mm thick)
(spaced 100 mm)

Second layer of wood board
(200 mm wide x 30 mm thick)

(@

Figure 31. Reinforcement of timber floor: two layers of wood boards can be added over a pre-existing
timber beam floor. The use of stainless inclined steel screws to connect the boards to the beams may
highly increase both flexural and in-plane stiffnesses. Reproduced from [80], with permission from
Elsevier, 2015.

Light gauge steel plates 80 x 2 mm

Screws @ 5 x 25

50 cm

Figure 32. A possible alternative solution to the use of a double layer of timber boards—application of
stainless steel strips over the new or pre-existing wooden floor boards. Reproduced from [80], with
permission from Elsevier, 2015.

7. Future Developments and Possibilities

Stainless steel does not refer to a single material but to a family of corrosion resistant steels and
its use for repair and retrofit of timber structures may vary with different solutions and possibilities.
The main obstacle to its widespread diffusion is not its high cost (from 2 to 20 times higher compared
to carbon steel), but limitations in engineers” and architects” knowledge of its mechanical properties
and characteristics. In many situations, this material is lumped with standard carbon steel with the
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additional property of higher corrosion resistance. This is somewhat simplistic. Its yield strength can
vary from 180 to >580 MPa. Worldwide demand for stainless steel is increasing at a rate of about 5%
per annum and annual consumption is now well over 20 million tonnes and still rising. New uses
are being continuously found for its attractive appearance, corrosion resistance, low maintenance
and high strength. Furthermore, stainless steel has no need for painting or other protective coatings.
Reinforcements of timber structures are often left unprotected and exposed. In this situation the use of
stainless steel fits well with the need for corrosion resistance and low maintenance. The more specific
requirement for reversibility of the repair/reinforcement intervention emphasizes the importance of
screwed and mechanically attached applications of reinforcement: in this area, the use of stainless steel
has several advantages over bonded composite reinforcements. Finally, there are two additional
positive characteristics of stainless steel when compared to composite materials: its negligible
mechanical degradation with time (ageing) and its isotropic behavior. Unlike composite materials,
stainless steel has a satisfactory response when loaded in different directions, and also when bended
or loaded over the yield strength.

Another important factor to consider in civil applications is the ductile behavior. Ductility
tends to be defined by the % elongation during a standard tensile test. The elongation for austenitic
stainless steels is quite high (Figure 2) and this is considered positive for timber structures exposed
to earthquake actions. Furthermore, cryogenic (low temperature) resistance is also high and the use
of stainless steel for reinforcement and repair of outdoor timber structures is quite straightforward:
at cryogenic temperatures the tensile strengths of austenitic stainless steels are substantially higher
than at ambient temperatures. All these factors mean stainless steel can be economically viable for
repair and reinforcement of timber structures once service life and life-cycle costs are considered.

8. Conclusions

Metal methods of strengthening and repairing timber structures have been in use for about
200 years. Surveys, analyses and recordings of these methods have been undertaken. Information on
the ways in which metals-timber joints behave is also presented. A major cause of failures in metal
reinforcements of timber structures is electrochemical corrosion (rust), caused by the galvanic action,
facilitated by the absorption of the air humidity from timber members.

Today, the use of stainless steel profiles, strips, screws, rods represent an interesting solution
to the problem of corrosion of metal reinforcements. Stainless steel can provide an efficient and
durable method of reinforcement and for making connections in timber structures. Furthermore,
for pre-existing, old and historic timber structures, recent seismic codes allow internal stresses to be
higher than the elastic limit and typically require that the timber members exhibit a sufficient post
elastic behavior, in terms of deformation and dissipation capacities. In such context, the use of stainless
steel could be considered as an interesting solution, given the intrinsic plasticity of the stainless steel
material. Brittle materials (i.e., glass or carbon fibres) should be avoided, as much as possible, in areas
of high stress concentration or dissipating zones.

This paper summarized the actual use of stainless steel in repair and reinforcement of deficient
timber structures. It has been demonstrated that the use of stainless steel is nowadays common in such
applications. However, structural engineers often have a superficial technical knowledge of stainless
steel. The different stainless typologies for structural applications, the pitting resistance, the post-elastic
behavior and mechanical properties remain sometimes unclear to them. This information could be
even more important when numerical models are implemented to capture the structural response of
stainless steel repaired or reinforced timber structures.

In addition to more traditional solutions (use of stainless steel fasteners, conversion of a timber
beam element into a trussed girder), more recent solutions have been discussed in this paper. Most of
these solutions are not new and were introduced in the 1980s and 1990s. However, it should
be remarked that a repair or reinforcement intervention on historic structures should not cause
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a substantial modification of the original structural conception and adhere with the principle of
“minimum intervention and maximum retention of materials” and low invasiveness.
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Abstract: The paper presents an overview of diffusion surface treatments, especially nitriding
processes, applied to duplex and superduplex stainless steels in the last five years. Research has
been done mainly to investigate different nitriding processes in order to optimize parameters for the
most appropriate procedure. The scope has been to improve mechanical and wear resistance without
prejudice to the corrosion properties of the duplex and superduplex stainless steels. Our investigation
also aimed to understand the effect of the nitriding layer on the precipitation of secondary phases
after any heating step.
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1. Duplex and Super Duplex Stainless Steels

Duplex stainless steels (DSSs) are stainless steels classified according to their composition and
thermomechanical treatment. DSSs are characterized by their microstructure, which contains both delta
ferrite and austenite phases with approximately equal volume fractions, and an unusual combination
of mechanical strength, toughness, and corrosion resistance [1]. Because of their content of Cr, Mo,
and N, these steels are particularly resistant to pitting corrosion and can be differentiated in terms of
pitting resistance equivalent number (PREN), which is often defined as:

PREN = %Cr + 3.3 (%Mo) + 16 (%N). 1)

Typically, DSSs contain 17-30 wt% Cr and 3-13 wt% Ni [2], and according to Equation (1),
the addition of chromium, molybdenum, and nitrogen raises the pitting corrosion resistance. PREN is
useful for comparing and ranking the grades of duplex stainless steels, but it can rarely be useful as a
prediction for a suitable application. Duplex stainless steels with a PREN higher than 40 are extremely
resistant to pitting corrosion and are designated as super DSS (SDSS) [3].

Due to the promising corrosion properties, a high mechanical strength combined with a good
toughness, SDSS are widely used in chemical tankers, in the petrochemical industry as well as in
marine and nuclear power industries [4-6]. However, studies for new alloys with even higher strength
than that of the DSSs and SDSSs have increased in the past few years with new demanding applications,
especially in the oil and gas industry [7]. For these challenges, new high alloyed duplex stainless steels
have been developed and are characterized by a PREN close to 50, termed as hyper duplex stainless
steels (HDSS) [8,9].

Metals 2019, 9, 347; d0i:10.3390/ met9030347 98 www.mdpi.com/journal /metals



Metals 2019, 9, 347

With respect to applications, one of the main restrictions of duplex stainless steels has been the
exposure to elevated temperatures. The unstable ferrite phase at higher temperatures leads to its
decomposition and degradation of both mechanical and corrosion properties [3]. In the temperature
range 250-500 °C, decomposition of ferrite and embrittlement may occur after long-term exposure,
inducing a decrease in toughness. At higher temperatures, various types of precipitates may form in
the range of 600-900 °C, leading to a reduction in corrosion resistance and/or reduction of toughness
as well [5]. A variety of secondary phases, mostly undesirable, may form during isothermal aging
or inappropriate heat treatments, essentially from the instability mentioned before [5]. The following
phases have been observed and have been under investigation for a long time: ¢ phase [10-12], Cr;N,
CrN [13,14], secondary austenite, x phase [14-16], R phase, 7t phase, M7C3, M»3C¢, and T phase. A lot
of literature can be found regarding their formation as well as conditions and properties influencing
mostly the mechanical and corrosion resistance of duplex and super duplex stainless steels [5,17-20].

Despite the excellent mechanical strength and corrosion resistance of DSS and SDSS, they have
limited applications in industries where high wear resistance together with corrosion resistance are
required. Thus, another restriction can be found in the tribological applications. Fortunately, in the past
years, exponential development in surface engineering has been done, and consequently, an important
improvement in surface hardness and tribological properties is possible, even in unusual alloys.

2. Surface Modification Technologies

Diffusion surface treatments including nitriding, carburizing, or nitrocarburizing can be
performed under a controlled gas atmosphere as well as under plasma conditions [21-23]. Nitriding
can be applied to unalloyed steels and irons to produce a corrosion and wear-resistant nitride layer.
In alloyed steels containing nitride-forming elements (Cr, Mn, Mo, V, W, Al, Ti) a deeper diffusion
layer develops. Nitriding techniques are suitable for the enhancement of wear resistance, improving
hardness up to 1400 HV. However, due to the high content of chromium, nitride layers tend to be
formed as a result of the strong bonding energy between chromium and nitrogen. Thus, chromium
nitride precipitation occurs, which decreases the corrosion resistance. The precipitation of the other
phases already mentioned is also critical for the corrosion and/or mechanical properties. Nevertheless,
a moderate formation of the sigma phase is tolerable and can imply an improvement in the wear
resistance. Among the possible solutions to this problem, the development of an appropriate coating is
critical. The goal is to produce layers of high hardness on the steel to improve tribological performance
without degrading the corrosion resistance. Such coating can be achieved by accurate nitriding.
Nitriding techniques can differ among others in the nitriding media and process parameters such as
temperature, time, composition of the nitriding atmosphere, and pressure [24-26].

Nitriding processes of austenitic stainless steels (fcc phase) are the most studied for the
enhancement of hardness and wear properties. Thermochemical surface engineering has been
investigated as an effective path by alloying the surface with interstitial elements, such as C and N, at
elevated temperatures via diffusion. The nitrogen inlet produces a supersaturated austenite phase,
which enhances the surface tribology and corrosion resistances. [27,28]. This phase has been the object
of extensive investigation. In the 1980s and 1990s, research demonstrated that the surface hardness
was improved without loss of corrosion resistance by low temperature nitriding or carburizing [29-33],
mainly because of the lack of Cr nitrides or carbides precipitated at temperatures below 500 °C [23].
Ichii et al. [34] studied the evolution of phase transformation that takes place during the process.
The XRD pattern of low temperature plasma nitride austenitic stainless steel contained five extra
peaks shifted to the lower diffraction angles relative to the corresponding y peaks. As they were not
listed in the ASTM (American Society for Testing and Materials) index, Ichii et al. denoted the term
S-phase to describe the new phase. The term “expanded austenite” (yy) associated to this S-phase
was used for the first time by Leyland et al. in 1993 [35]. S-phase, or expanded austenite, has received
wide scientific interest and is considered as one of the most important issues in surface engineering
research. During the last decade, several techniques to form S-phase in austenitic stainless steels have
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been developed. It has been also demonstrated that this phase can be generated in Ni-Cr, Co-Cr, and
Co-Cr-Mo alloys [36-39].

The expanded austenite phase (yn) evolved with the understanding of its crystallographic
structure. It was described as a duplex layer consisting of a microstructure of fcc vy’ [(Fe, Cr, N)4
N] [23] and austenite or a compound layer with a structure of MyN [M = (Fe, Cr, Ni, ... ] [34].
It distinguishes from y by the high N-content, its concentration in solid solution reaches up to 25-38%
in yN in comparison to the equilibrium solubility of <0.65 at % in austenitic AISI316 [23,29,40,41].
YN is also characterized by lattice rotation processes in the expanded fcc structure, which cause
anisotropic distortions in the normal surface direction [42,43]. A very interesting microstructural
analysis concerning N content and the properties associated to S-phase was carried out by Dahm and
Dearnley [44].

On the other hand, the nitrogen diffusion to ferritic « stainless steel (bcc crystal structure)
leads to the formation of iron nitrides (e-Fep 3N, v/-Fe4N) and nitrides such as CrN [45,46]. The
nitrogen solubility in a ferrite structure increases with chromium content, but decreases its diffusivity
and is mostly found along the grain boundaries instead of being homogenously distributed
interstitially [47,48]. Hence, the main differences observed between austenite and ferrite structures
regarding nitriding process are the result of the thermodynamic conditions, since both phases present
different nitrogen diffusion rates.

Duplex stainless steel and super duplex stainless steels contain both austenite and ferrite phases.
Eventually, expanded phases in austenite grains and nitride precipitates in ferrite grain boundaries are
expected [49]. However, this cannot be a general rule because it depends on the processing conditions
and the varied compositions in different alloys [28].

In the last five years, some scientific publications have been done with the objective of
understanding the morphology, structure, and composition of nitride layers in nitrided duplex stainless
steels. The corrosion response by varying process parameters, or trying to combine different methods
of nitriding and/or nitrocarburizing, has been mainly examined. The objective was to study the nature
of the nitrogen-rich layer. One of the most important variables during the process is the temperature.
Thus, low and high nitriding temperature processes can be differentiated among the works. For
instance, several authors have demonstrated the formation of expanded austenite in DSS by nitriding
at low temperature, assuring good corrosion resistance and improvement in hardness. This is due to
the fact that chromium nitride formation is avoided at lower temperatures. Paijan et al. [26] revealed
this fact by analyzing DSS samples after nitriding in a tubular furnace in the temperature range of 400
to 500 °C, holding for 6 h. Several researchers [26,50,51] found that above 500 °C chromium nitride
precipitates are formed in the nitrogen-enriched layer, significantly reducing the corrosion resistance.
It was also observed by Blawert et al. [52] and Larisch et al. [46] that after low temperature plasma
nitriding of duplex stainless steel, transformation of ferrite into the expanded austenite phase after
nitrogen incorporation took place. Bielawski et al. [24] and Chiu et al. [53] reported the generation of
expanded ferrite () and expanded austenite (yyn) in both ferrite and austenite phases, respectively.
Pinedo et al. [49] also explained the low-temperature plasma nitriding of duplex stainless steels carried
out at 400 °C, which led to the formation of expanded austenite on the austenite stringers and expanded
ferrite on the ferrite stringers of the microstructure. Moreover, some deformation bands were detected
inside the expanded ferrite, which were assigned to compressive residual stresses, without chromium
or iron nitride precipitation. On the contrary, in a more recent paper by Tschiptschin et al. [54] it was
found that iron nitride (e-Fe3N) needles with a particular orientation relationship precipitate coherently
inside the expanded ferrite regions of the nitride layer, increasing the hardness considerably. Similar
e-FesN needles were precipitated from nitrogen-saturated ferrite grains in a lean duplex stainless
steel, as determined by Li et al. [55]. Both reports revealed by TEM that the S-phase could not be
formed on lean duplex stainless steel by low-temperature plasma nitriding. Tschiptschin et al. [54]
also revealed a duplex thermochemical diffusion treatment consisting of two steps, one gas nitriding
conducted at high temperature and a final plasma nitriding at low temperature (HTGN + LTPN). UNS

100



Metals 2019, 9, 347

531803 duplex stainless steel was the alloy selected by these researchers, and they found an almost
4 um-thick nitrogen-rich expanded austenite layer 1227 + 78 HV00.1 formed on top of a high nitrogen
austenitic layer of 330 HV hardness. This experiment ensured a more homogenous microstructure
and gentler hardness gradients, with suitable properties for wear-bearing applications. Similar duplex
thermochemical treatments were previously experimented by Mesa et al. in order to improve the
cavitation resistance of the same duplex stainless steel [56].

Plasma nitrocarburizing influences the corrosion behavior in a similar way as plasma nitriding.
The formation of a larger amount of CrN in the alloy leads to a poor corrosion resistance at temperatures
between 450 and 500 °C. It was found by Alphonsa et al. [50] that treatments at 350 and 400 °C are
beneficial, but 450 and 500 °C treatments are better suited to duplex stainless steels for applications
requiring a combination of both high hardness (1010 HV0.01) and corrosion resistance, for which a
better corrosion resistance maintaining high hardness values compared to the bare duplex stainless
steel is observed.

Concerning the morphology of the layer formed after nitriding, some authors reported that the
thickness of the layer is a function of the temperature. It was observed that the thickness over the
two phases (austenite and ferrite) is different in the case of plasma nitride specimens, whereas such a
difference was not found in the plasma nitrocarburized samples. However, it was also described that
treatments above 500 °C lead to similar thicknesses over both phases [57].

The reason for the difference in nitrogen diffusion into the austenite and ferrite phases was
discussed by Pinedo et al. [49] and Bobadilla and Tschiptschin [57]. Diffusion of nitrogen not only
occurs in the volume of the substrate but also through the grain boundaries. The lateral flow of
nitrogen tends to move from ferrite to the austenite in order to reach equilibrium.

Some authors studied the plasma variables (such as frequency, pulse width, and voltage) with the
surface modification in order to understand nitriding plasma-based ion implantation [28]. Li et al. [55]
suggested an optimized plasma nitriding process as the best treatment for lean duplex stainless steel
for only 10 h at 450 °C and at 420 °C for dry-wear and corrosion-wear applications, respectively.

Most of the reported research mainly investigated the surface layer structure, morphology,
hardness, corrosion, and mechanical resistance as well as tribological and tribocorrosion properties
as a function of the type of nitriding processes mostly under low temperature procedures. Hence,
our research aimed to study the plasma nitriding process applied to duplex stainless steel (532205) and
super duplex stainless steel (532750) at high temperature, 520 °C, during a short nitriding time (10 h).

All samples were previously annealed to 1080 °C for 30 min and immediately quenched with
water in order to homogenize the structure before performing the nitriding process. Characterization
of the microstructure of the formed layers and their potential to precipitate secondary phases when a
heat treatment is carried out on nitride steels is reported. Table 1 summarizes the chemical composition
of both DSS and SDSS.

Table 1. Chemical composition of duplex and super duplex stainless steels.

I desnirilflirc’;‘teion Chemical Composition wt %
UNS C Si Mn P S Cr Ni Mo N Cu
532205 0.015 0.4 15 0.018  0.001 22.49 5.77 3.21 0.184 0.18
532750 0.018 0.26 0.84 0.019  0.001 25.08  6.880 3.82 0.294 0.17

Layer morphology of treated samples under the same conditions is shown in Figure 1. The layer
structure appears with the outer zone enriched in nitrogen (Figure la,c,e). A line scan of some
diffusion elements confirmed the nitride layer formation and the excellent continuous interphase
within the substrate.
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Figure 1. Backscattered electron (BSE) micrographs of super duplex stainless steel (SDSS) and duplex
stainless steel (DSS) specimens after 10 h plasma nitriding at 520 °C. (a) Cross-section nitride layer
of the SDSS tube. (b) Details of the nitride layer indicating the austenite (y) and ferrite (5) phases, as
well as the sigma phase and chromium nitrides. (c) Cross-section of the nitride layer of the SDSS plate.
(d) Higher magnification of the nitride layer in (c) showing expanded austenite vy and expanded
ferrite &)y phases, as well as sigma phase in the boundaries. (e) Longitudinal section of the nitride layer
of the DSS plate, and (f) higher magnification of the nitride layer (expanded ferrite 5\) on the DSS
plate showing the distribution of chromium nitrides inside.
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Backscattered electron (BSE) micrographs at higher magnification (Figure 1b,d,f) show the
microstructure of samples extracted from the SDSS tube, SDSS plate, and DSS plate, respectively.
Presence of a brighter phase at the grain boundaries of the expanded austenite and expanded ferrite
phases is detected. This phase is associated with the sigma precipitate characteristic of duplex stainless
steels after thermal treatments in the range of 600 to 850 °C. This phase was identified through the
energy-dispersive X-ray spectroscopy (EDS) microanalyses showing a higher content of Mo than that
of the ferrite phase. Precipitates of chromium nitrides (black dots) are also present and can be seen in
Figure 1b as expected after nitriding at a temperature of 520 °C. These chromium nitride precipitates
are apparently distributed only in the expanded austenite. Figure 1c,d shows the microstructure of
SDSS samples extracted from the SDSS plate. Figure 1d shows the sigma precipitation linking the
expanded austenite phase within the expanded ferrite phase. Chromium nitrides are also present
inside both phases. The composition of the different phases was determined using a JEOL (Peabody,
MA, USA) J-7100 field emission scanning electron microscope (FE-SEM) with an energy-dispersive
X-ray spectroscopy system (EDS) INCA PentaFETx3 detector. In addition, a JEOL JXA-8230 microprobe
(with five WDS spectrometers) allowed us to obtain a higher chemical composition accuracy. Different
chemical compositions (such as differences in Mo, Cr) led to identify each phase.

A certain discordance was found between the literature and the present results, as the nitride
layer showed an irregular thickness at the same temperature. Furthermore, the nitriding-substrate
interface on austenite and ferrite phases is not regular (Figure 1b). It was predicted that for duplex
stainless steel, a homogenous interphase and an almost equal thickness of nitride layer on austenite
and ferrite phases of the substrate should be found above 500 °C [42]; however, SDSS does not follow
this trend.

On the other hand, a Mo-enriched phase was not detected in the samples extracted from the DSS
plate. This was probably due to the chemical composition of the alloy, as DSS had almost 0.5%wt
less Mo than SDSS. Instead, DSS nitride layer accommodated more black spots, identified as nitrides.
These nitrides are mainly found in the outer part of the nitrided steel layer and help raise the hardness
of the nitrided steels (Figure 1f).

Hardness of the nitride layer was measured in order to check the improvement of the resistance
strength obtained at a higher temperature of the plasma nitriding process. Minimum and maximum
values of HVj 3 and medium thickness with a standard deviation of the nitride layers are summarized
in Table 2.

Table 2. Sample identification, HVj 3 hardness (maximum and minimum range values), and medium
thickness of the nitride layers.

Material HVy3 Thickness Layer

Super Duplex 532750 tube 1263 = 1393 13.7 £ 0.0006 pm
Super Duplex 532750 plate 1379 -+ 1402 16.5 & 0.0004 pm
Duplex S32205 plate 1263 < 1329 23.5 £ 0.0003 um

After the plasma nitriding process, thermal treatment at 830 °C for up to 3 min was carried out
for the superduplex stainless steels. This treatment was selected in order to compare the precipitation
of secondary phases before and after nitriding and the influence of a large concentration of nitrogen in
that precipitation [58,59]. As observed in the images from backscattered electron microscopy (BSE)
of SDSS plate cross-section (Figure 2a,b), precipitates of chromium nitride are identified inside the
expanded ferrite phase. The sigma phase can also be seen in the ferrite—austenite grain boundaries,
and inside the ferrite as well. The SDSS tube sample also shows the sigma phase precipitates. Less
detectable is the presence of chromium nitrides, as can be observed in Figure 2¢,d.
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Figure 2. BSE micrographs of the SDSS plate and the SDSS tube samples after 10 h plasma nitriding at
520 °C and post heat treatment at 830 °C for up to 3 min. (a) Cross-section of the SDSS plate sample.
(b) Higher magnification of (a). (c) Longitudinal section of the SDSS tube after 10 h, and (d) higher
magnification of (c).

In light of the results, it can be observed that the thickness of the nitride layer formed at the same
processing conditions was mainly influenced by the composition of the stainless steel. For instance,
the DSS sample showed almost double the thickness of the SDSS samples. Nevertheless, both SDSS
samples eventually presented higher hardness values because of the higher amount of chromium
nitrides, which enhanced the hardness of the outer surface. Due to the high amount of nitrogen and
chromium in SDSS compared with that of DSS, chromium nitrides were consequently formed in higher
amounts. Another fact observed was that the microstructure resulting from the forming process was
somehow influencing the diffusion through the steel. In this sense, rolled samples were previously
annealed at 1080 °C for 30 min in order to homogenize them before performing the nitriding process,
hence, only the formed microstructure remained before nitriding. The plate layer thickness was around
20% thicker than the tube layer thickness with the same processing conditions.

Secondary phases, mostly the sigma phase, were already formed within the nitriding process
before any heat treatment was applied to the SDSS samples. Such behavior could not only be due to the
temperature, but it can be regarded as high nitrogen ferrite and austenite help to induce its formation,
even at temperatures as low as 520 °C. The nucleation and growth kinetics could be influenced by the
previous forming process history of the specimen related to the texture and anisotropy developed in
each case, as in the SDSS plate and the SDSS tube. Moreover, chromium nitrides act as a favorable site
for the nucleation of the o-phase.

However, heating the sample after nitriding sigma phase formation was clearly enhanced;
the latter occurred mostly in the SDSS tube, as it was detected not only at the phase boundaries
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(Figure 1b,d), but also in the austenite phase (Figure 2b). Surprisingly, the SDSS plate prepared
longitudinally (Figure 2c,d) did not show the sigma phase inside the austenite phase. This again
confirms the importance of the microstructure facing nitrogen diffusion: the diffusion path involving
grain boundaries (favored by cross-sections facing the outer surface) will enhance nitrogen diffusion
and, consequently, the induced formation of secondary phases. On the contrary, a longitudinal
microstructure will limit the amount of nitrogen able to diffuse through austenite or ferrite phases.

3. Conclusion

Surface property enhancement of duplex stainless steels has been observed and supports the idea
of an increasing demand on nitriding in order to enhance wear resistance. Plasma nitriding at 520 °C
on duplex and superduplex stainless steels (UNS 532205 and S32750, respectively) has been carried
out, and the characterization of the nitride layer formed has been studied. This layer is dense and
well-formed and follows the microstructure of the steel. One of the main conclusions found is that
layer thickness is dependent on the composition of the steel, hence, duplex and superduplex stainless
steels show different thicknesses (~20%). Furthermore, nitrogen diffuses more intensively in ferrite,
enhancing the formation of secondary phase precipitation (mainly sigma-phase) and its distribution
along grain boundaries. Another interesting conclusion is that the oriented microstructure of ferrite
and austenite from previous forming processes would influence the diffusion path of nitrogen. In this
sense, plate samples showed a thicker nitriding layer than tube ones.
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Abstract: The paper presents and discusses results of mechanical spectroscopy (MS) tests carried out
on a Cr martensitic steel. The study regards the following topics: (i) embrittlement induced by Cr
segregation; (ii) interaction of hydrogen with C—Cr associates; (iii) nucleation of Cr carbides. The MS
technique permitted characterising of the specific role played by point defects in the investigated
phenomena: (i) Cr segregation depends on C—Cr associates distribution in as-quenched material,
in particular, a slow cooling rate (~150 K/min) from austenitic field involves an unstable distribution,
which leads to Cr concentration fluctuations after tempering at 973 K; (ii) hydrogen interacts with
C—Cr associates, and the phenomenon hinders hydrogen attack (HA) because hydrogen atoms bound
by C-Cr associates are not able to diffuse towards grain boundaries and dislocation where CHy
bubbles may nucleate, grow, and merge to form the typical HA cracks; (iii) C—Cr associates take
part in the nucleation mechanism of Cr;C3 carbides, and specifically these carbides form by the
aggregation of C—Cr associates with 1 Cr atom.

Keywords: mechanical spectroscopy; Cr martensitic steel; point defects

1. Introduction

The role played by point defects is of the utmost relevance in several phenomena occurring in
pure metals and alloys. Point defects (vacancies, interstitials, substitutional atoms, etc.) alter the elastic
constants of a solid, strongly affect diffusion and ordering, and are relevant for irradiation, cold work,
and recovery; thus, they have received a lot of attention since the 1960s (see, for example refs. [1,2]).
Vacancies and self-interstitials play an important role also in metal melting [3-5] and, recently, some
works demonstrated that a remarkable increase of self-interstitials takes place in a temperature range
of about 10 K before melting, weakens interatomic bonds, and favours the final avalanche of vacancies,
leading to the solid-liquid transformation [6-11].

Investigations by means of conventional techniques (hardness tests, resistivity measurements,
X-ray diffraction, and dilatometry) give information only on the presence and annihilation of point
defects. A much more complete description, including concentration, mobility, and symmetry,
is obtained through mechanical spectroscopy (MS). The theory of point defect relaxations and the
applications of the technique are described in the classical book of Nowick and Berry [12].

This paper presents and discusses results obtained through MS tests on a Cr martensitic steel.
The experimental approach and analysis method can be extended to all the steels of this type, materials
of great interest for many industrial applications. In particular, the focus of the study is on the following
topics: (i) Cr segregation phenomena; (ii) interaction of hydrogen with C—Cr associates; (iii) nucleation
of Cr carbides.

Cr martensitic steels are materials of great interest for structural applications in future nuclear
fusion reactors, and a lot of work has been done to design and produce low activation steels with higher
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resistance to swelling and embrittlement under irradiation. One of the authors has been involved
in extensive experimental campaigns for investigating the microstructure of Cr martensitic steels
with different Cr contents, and prepared under different conditions of quenching and tempering
treatments. The scope was to understand how specific microstructural features affect swelling and
brittle behaviour [13-25]. It was demonstrated that states of strain remain in non-irradiated steels after
prolonged heat treatments, sufficient to anneal out dislocations and sub-boundaries, and their origin
was attributed to the non-homogeneous Cr distribution in the matrix.

Different cooling rates from the austenitic field (1348 K) do not seem to have effects on the
microstructure and mechanical properties of the steel, however, successive steps of tempering treatment
determine different fracture modes. The present paper shows that such apparently anomalous
behaviour depends on elementary structures of point defects (C—Cr associates).

Furthermore, the same structures affect both the hydrogen attack and the precipitation of
Cr carbides.

2. Material and Methods

The nominal chemical composition of the investigated steel is reported in Table 1.

Table 1. Chemical composition of the investigated Cr martensitic steel (wt %).

C Cr Mo Ni Mn Nb v Si Al N P Fe
0.17 10.50  0.50 0.85 0.60 0.20 0.25 0.32 0.05 0.003 0.005 tobalance

MS experiments were carried out using bar-shaped samples (60 mm x 7 mm x 0.5 mm) excited
by flexural vibrations and operating in conditions of resonance (frequencies in the range 150400 Hz).
The VRA 1604 apparatus (CANTIL Srl, Bologna, Italy) used in MS experiments has been described
in detail in [26]. MS measurements are quite sensitive to experimental conditions, in particular,
the heating rate and the strain amplitude, which should be taken strictly as constant. VRA 1604
allows for measurement of dynamic modulus and damping (Q~!) with high precision and accuracy,
characteristics of fundamental importance to perform the successive analyses.

The damping factor Q! was determined from the logarithmic decay ¢ of flexural vibrations:

46 1 Ay
Q= Pl In

kmt An+k

, )

Ay and A, being the amplitude of the n-th and n + k-th vibration, respectively. The dynamic modulus
E was calculated from the resonance frequency f:

_ 487'[2L4p 5

E m4h? !

@
with m being a constant depending on the specific sample geometry (for a reed m = 1.875), p the
material density, and L and / the length and thickness of the sample, respectively. The heating rate
was 2 K/min, while the strain amplitude was kept lower than 1 x 107°.

Scanning electron microscopy (SEM Hitachi S-2460N, Hitachi, Tokyo, Japan) observations have
been carried out on the fracture surfaces of probes broken in Charpy tests and on carbides extracted
from the metallic matrix. Extraction was carried out through an electrochemical method (solution
of HClI (10%) in methanol, cathode of AISI 316 steel, operative temperature 300 K, tension 1.5 V,
and current 0.5 A). The filtering was made using a membrane with pores of 0.1 pm. The extracted
carbides were then examined by X-ray diffraction (Philips, Eindhoven, The Netherlands) and SEM
observations with EDS microanalysis (Thermo Fisher Scientific, Madison, WI, USA). XRD spectra have
been recorded using Mo-K« radiation, in the 26 range 5-20° by scanning with 20 steps of 0.05° and a
counting time of 5 s per step.

110



Metals 2018, 8, 870

3. Results and Discussion

3.1. Q71 Spectra Analysis

As shown by the examples in Figure 1, the Q! vs. temperature spectra of the Cr martensitic steel
exhibit a complex scenario with more peaks of different position and intensity [27], depending on the
quenching rate from austenitic field. Dynamic modulus E, normalised to the room temperature value
Ey, exhibits slope changes in correspondence of the 0! peaks, indicating that they are relaxation peaks.
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Figure 1. Q! and E/Eo curves of the Cr martensitic steel after quenching from the austenitic field
(1348 K) with a cooling rate of 3600 K/min (a) and 150 K/min (b). The resonance frequency f = 250 Hz.
Data of these materials where already published in ref. [27] but the present curves obtained through
VRA 1604 are more pricise in particular in the initial part.

To understand the origin of the damping peaks, the interaction of C atoms in interstitial positions,
with the atoms (Fe and Cr) forming the bcc lattice, has been considered. As shown in Figure 2, C atoms
in solid solution are assumed to occupy the octahedral interstices in the bec lattice of the steel.

Figure 2. C atoms are allocated in the octahedral interstices of bee lattice. The corners of the octahedron
can be occupied by either Fe or Cr atoms, giving rise to seven possible C—Cr configurations.

In the Fe-C system, all the interstitial positions are energetically equivalent, and any
inhomogeneity in C atoms distribution only depends on possible interactions with lattice defects,
for instance, dislocations (Cottrell’s atmospheres). If other alloying elements are present, they can
substitute Fe atoms at the octahedron corners, giving rise to different configurations. In the Fe-Cr-C
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system, typical of the investigated steel, the corners of each octahedron can be occupied by a number i
of Cr atoms, varying from 0 to 6, thus 7 different C—Cr configurations may occur, each of them with a
specific binding energy for the C atom.

Some theoretical models describing the effects of substitutional atoms on the Snoek peak have
been developed, and a lot of data can be found in the handbook of Blanter et al. [28]. One of the first
theories describing the effects of Cr atoms in the bcc Fe lattice was proposed by Tomilin et al. [29].
According to this model, Hy = 20 kcal/mol is the activation energy when only Fe atoms are present
at the corners of the octahedron, and a contribution AH = 3.1 kcal/mol has to be added to Hy for
every Cr atom substituting a Fe atom. On this basis, the Q! curves consist of the overlapping of
seven Snoek-type peaks corresponding to the aforesaid configurations. The activation energies and the
positions of the peaks calculated for a resonance frequency of 250 Hz, typical of present experiments,
are summarised in Table 2.

Table 2. Activation energies and peak positions of the seven Q!; peaks corresponding to octahedral
configurations with a number of Cr atoms i varying from zero to six. (Resonance frequency f = 250 Hz.)

Number of Cr Atoms i 0 1 2 3 4 5 6
Activation energy (kcal/mol) 20.0 23.1 26.2 29.3 324 35.5 38.6
Peak position (K) 380 453 500 560 621 650 710

On these grounds, the Q*1 curves can be considered as the sum of seven contributions:

ZQ 1,72 ’1+w;12’r ZAsechKHOJFZAH) (%—%)}, 3)

i

where R is the gas constant, w = 27f, A; the relaxation strength of peak Q~!;, proportional through
a factor A = 50 to the concentration C; of C atoms in octahedral sites with i Cr atoms, T; the peak
temperature, and 7; its relaxation time, given by

Hy + iAH>

T, = Tpexp — < RT 4)

with 7( being about 107 Ps.
The Tomilin’s model assumes that, at the thermodynamic equilibrium, the number P; of
configurations with i atoms of Cr obeys a binomial distribution:

6!(1—N)* NI

P="e—nr ©

where N is the Cr molar concentration. The concentration of C atoms in interstices with 7 Cr neighbours
results in being
iAH .
C; = P&/ {exp—<ﬁ> + (1 —exp—(iAH/RT))&o (6)
where () is the probability of occupation of interstices with i = 0.

Figure 3 shows the Q~! curve calculated on the basis of Equation (3) for an alloy with the same
Cr and C content of the examined steel, according to the assumptions of Tomilin’s model expressed by
Equations (5) and (6).

The comparison between the curves in Figure la,b and that in Figure 3 (re-drawn from
ref. [27]) clearly shows that both the experimental curves differ from that predicted by the model.
The experimental curves substantially exhibit peaks centred at the temperatures foreseen by the
model and reported in Table 2, however, the intensities of the peaks (relaxation strengths A;) do
not correspond. This means that the distributions of C—Cr associates in both cases are not those of
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thermodynamic equilibrium, and the different distributions depend on the cooling rate from the

austenitic field.
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Figure 3. Q’l curve for an alloy with the same Cr and C content of the examined steel, calculated on
the basis of Equation (3), according to the assumptions of Tomilin’s model. These data were already
published in ref. [27], but the present curve obtained through VRA 1604 is more precise in particular in

the initial part.
To analyse the Q! curves of the steel under different conditions of quenching, heat treatment

etc., they have been fitted by considering the possible anelastic processes contributing to the damping.
In addition to the relaxation peaks due to C—Cr associates, further contributions to the curves come

from background and peaks connected to N relaxation processes.
The background is mainly due to the interactions of dislocations with interstitial atoms (C and N)

and exhibits an increasing trend with temperature that can be described by an exponential function.

The damping contributions of N are, in fact, the same Q™! peaks observed in Fe-Cr-N alloys

by Ritchie and Rawlings [30]. Four peaks have been observed: the first and second peaks, attributed
by these investigators to N/Cr-Cr interactions, have activation energies of 16.19 and 16.98 kcal/mol,
respectively, and are centred for our resonance frequency (~250 Hz) at 324 K and 339 K. The third
one, ascribed to Fe-N interactions, has an activation energy of 18.58 kcal/mol and is centred at 360 K.
The fourth peak, due to N/Fe—Cr interactions, has an activation energy of 20.78 kcal/mol, and its

temperature is 410 K.

In fact, Q~! spectra are mainly affected by N contributions in the low temperature range, and by
C contributions in the high temperature range.

The curve fitting of the experimental data is the sum of all the peaks due to C and N, and the

background, therefore, it can be written as
H
11 } + Z%:l A;ﬁech[(%) (% —

Qo 'l= Z?:OAisec h{(%}ﬂ) (T -1
Aexp(—% +C,
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where Hy and Ty are the activation energies and peak temperatures of N peaks, while A, B, and C
are constants.

Since the background depends on microstructural features, such as dislocations and point defects,
it is not the same in samples prepared in a different way, thus, the values of A, B, and C have to be
determined for each single spectrum.

Once determined, the background curve, the activation energies (H; and Hj), and the
corresponding peak temperatures (T; and Ty) of C and N peaks, are introduced into Equation (7),
and the relaxation strengths A; and Ay are suitably adjusted to find the best fitting curve.

Moreover, it has been assumed that the activation energy of each single relaxation process could
be affected by small variations with respect that considered by the Tomilin’s model, owing to a possible
different environment surrounding the octahedra involved in the process, in particular, the number of
Cr atoms present in the nearest atomic shells. Therefore, some shifts with respect to the temperatures
T;, reported in Table 2, have been considered to get the best fitting.

For example, Figure 4 displays the analysis of the Q™! spectra in Figure 1. Table 3 reports the peak
positions and relaxation strengths, A;, used to calculate the different contributions which allow the best
fit. The temperature of C—Cry and C—Crg peaks are a little shifted with respect to the values predicted
by the Tomilin’s model; the shifts correspond to variations of activation energies of about 1%.

Table 3. Peak positions (T) and relaxation strengths (A) used to fit experimental data in Figure 4.

‘ C Peaks ‘ N Peaks
[CCry CCr; CCr, CCr3 CCry CCrs C-Crs | NCr-Cr N/Cr-Cr Fe/N N/Fe-Cr
Figure 4a
T (K) ‘ 380 453 500 560 617 650 714 ‘ 324 339 360 410
A x 10% ‘ 0.65 04 1.3 0 49 0 1.25 ‘ 0.7 0.85 0.45 0.55
Figure 4b
TK) [ 380 453 495 560 617 650 725 324 339 360 410
A x 10* ‘ 0.2 0.45 0.65 0.35 4 0 2.6 ‘ 0.4 0.2 0.3 0.5
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Figure 4. Fitting of the Q! curves of the steel quenched from 1348 K with cooling rates of 3600 K/min
(a) and 150 K/min (b). The best fit curve is the sum of the background curve, seven peaks corresponding
to C—Cr associates with i values from 0 to 6, and four peaks due to N.

3.2. Cr Segregation Phenomena

Different cooling rates from the austenitic field (1348 K) do not seem to have effects on the
microstructure and mechanical properties of the steel, however, successive steps of tempering treatment
determine a quite different behaviour, in particular, of the fracture mode. Figure 5, re-drawn from
ref. [22], compares the ductile to brittle transition temperature (DBTT) of samples quenched from
1348 K with cooling rates of 150 and 3600 K/min and, then, submitted to heat treatments at 973 K for
increasing time. DBTT was determined from Charpy tests performed on standard V-notched probes in
the temperature range from 173 K (—100 °C) to + 423 K (+150 °C).

After quenching, DBTT is 285 K (+12 °C) for both materials, however, the curves exhibit a different
trend as the time of tempering treatment at 973 K increases. In the case of the samples quenched
at 150 K/min, a minimum is observed after 2 hours, followed by a maximum at 6 hours, and by a
progressive decrease for longer tempering time. On the contrary, DBTT of the samples quenched at
3600 K/min shows an initial decrease (up to 4 h), then it remains substantially stable.
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Figure 5. DBTT of the Cr martensitic steel vs. time of heat treatment at 973 K: Comparison of samples
quenched from 1348 K with two cooling rates (150 and 3600 K/min).

SEM observations on fracture surfaces of probes broken in ductile field showed no significant
differences in samples cooled with different rates. In brittle field, the morphological features for
both the materials in as-quenched condition are the same, namely, those typical of a quasi-cleavage
fracture, but differences arise and become gradually more pronounced at increasing time of tempering.
After 7.2 x 10* s (20 h) at 973 K, the fracture surfaces of samples cooled at 3600 and 150 K/min
show different morphologies (Figure 6): the fracture mode is always of quasi-cleavage in (Figure 6a),
whereas is mixed (quasi-cleavage plus intercrystalline) in (Figure 6b).

Figure 6. Cont.
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(b)

Figure 6. Fracture surfaces of samples treated 20 h at 973 K, and broken in Charpy tests at 233 K
(—40 °C), namely, in the brittle field: quenching rate from austenitic field of 3600 K/min (a) and
150 K/min (b). Arrows indicate tear ridges in (a), and the zones with intercrystalline fracture
morphology in (b).

The image of Figure 6a shows the typical quasi-cleavage fracture surface: the cracks are multiple
and transgranular, with tear ridges in the zones where moving cracks join together. A similar
morphology is observed in Figure 6b, however, in this case, zones are also present where the fracture
front travelled along the boundaries of primary austenitic grains (typical features of intercrystalline
fracture). In fact, the fracture is mixed, occurring in both quasi-cleavage and intercrystalline modes.

The different evolution of the two materials, whose microstructure and mechanical properties
after quenching are apparently similar, has been related to the different C-Cr associates distribution
shown in Figure 1, namely, large numbers of C—Cr associate with i = 4 and 2 after faster cooling,
i =4 and 6 after slower cooling. Both cases are consistent with an original Cr clustering in austenitic
field (before cooling), which exhibits a specific evolution depending on cooling rate. Cr clustering
in austenite was examined in detail in a previous work [15]. Monte Carlo simulations demonstrated
that Cr clustering occurs through a two-step process owing to the different diffusivities of C and Cr:
1st step—rapid diffusion of C atoms to form C-Cr associates, 2nd step—slower diffusion of Cr leading
to the C—Cr associates coalescing, giving rise to Cr-rich clusters.

Figure 7 shows the Q™! curves of samples quenched at 3600 and 150 K/min, and treated at 973 K
for 3.6 x 10*s (10 h) and 7.2 x 10* s (20 h). The curves of the steel quenched with the faster cooling
rate (Figure 7a,b) do not show relevant variations after the heat treatments, and maintain prevalent
peaks referable to C—Cr associates with i = 2 and i = 4, like that of as-quenched steel (see Figure 4a and
Table 3).

On the contrary, those of the steel cooled at a rate of 150 K/min (Figure 7c,d) significantly change
in two particular branches, at lower and higher temperature (substantially below or above 500 K),
and can be distinguished referable to the occurrence of Cr-depleted and Cr-enriched zones, respectively
(see Table 4).

From the results, it is clear that the C—Cr associates distribution depends on the cooling rate from
austenitic field; the distribution obtained with the lower cooling rate is not stable, and evolves when
the material is heat treated at 973 K, giving rise to zones with different Cr content, i.e., Cr segregation.
In particular, Cr segregation at grain boundaries is connected to phenomena of embrittlement and
DBTT variations (see Figure 5). The distribution of C-Cr associates in the steel, submitted to the
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higher cooling rate, is substantially stable, thus, segregation does not take place and, consequently,
the mechanical behaviour is not affected by intercrystalline ruptures.
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Figure 7. Q~! curves of samples quenched at 3600 (a,b) and 150 K/min (c,d), and treated at 973 K for
3.6 x 10* s (a,c) and 7.2 x 10* s (b,d). Experimental data are reported after background subtraction.
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Table 4. Temperatures T and relaxation strengths A of the Q™! peaks used to fit MS experimental data
displayed in Figure 7, quenched at 3600 (Figure 7a,b) and 150 K/min (Figure 7c,d), and treated at 973 K
for3.6 x 10*s (Figure 7a,c) and 7.2 x 10% s (Figure 7b,d).

TA ‘ C Peaks ‘ N Peaks
4 [CCry CCr; CCr, CCr3 CCry CCrs C-Crs | NCr-Cr N/Cr-Cr Fe/N N/Fe-Cr
Figure 7a
T (K) ‘ 380 453 500 560 615 650 724 ‘ 324 343 360 416
A x 10% ‘ 0.2 0.1 1.9 0 4.6 0 0.8 ‘ 02 0.4 0 0.35
Figure 7b
T(K) | 38 453 483 560 621 650 710 [ 324 339 360 410
Ax10" | 045 04 24 0 3.45 0 03 | 05 0.3 0.4 0
Figure 7c
T (K) ‘ 380 453 500 555 621 650 710 ‘ 324 339 360 420
A x 10% ‘ 0.4 1.3 0 2.25 2.7 0 0.2 ‘ 0.1 0.1 0.1 1.35
Figure 7d
T (K) ‘ 380 453 490 578 631 650 710 ‘ 324 339 360 413
A x 10% ‘ 0 2.05 21 49 21 0.8 04 ‘ 04 0.2 1.2 29

3.3. Interaction of Hydrogen with C—Cr Associates

Hydrogen in steels represents the cause of severe failures in mechanical components. Hydrogen
embrittlement (HE) and hydrogen attack (HA) are different phenomena related to the presence of
hydrogen in steels, and both of them have detrimental effects.

HE decreases the ductility, toughness, true stress at fracture, and accelerates crack growth [31-34],
leading to catastrophic failure or delayed rupture of structural materials. Hydrogen can be pre-existing
in the matrix, or picked up from the environment; in any case, HE effects depend on the concentration,
temperature, composition, and microstructure of the material. Turnbull et al. [35] analysed the
combined effects of reversible and irreversible trap sites on hydrogen transport in Cr martensitic steels.
Typical HE mechanisms are bubble formation, reduction in lattice cohesive forces, reduction in surface
energy, and hydride formation.

HA is an irreversible process, occurring only above 473 K, and consists in the reaction of H
with C to form methane (CHy). The phenomenon, described and discussed in a classical paper by
Shewmon [36], causes swelling and brittle behaviour in plain carbon steels, whereas it does not
occur in Cr steels if the Cr content is higher than 7%. Lacombe et al. [37] demonstrated by means of
autoradiographic technique that HE is suppressed because H concentrates around Cr-enriched grain
boundaries and Cr carbides. The problem investigated here regards HA: how do C-Cr associates
interact with H introduced into the steel at high temperature?

The steel has been submitted to an austenitisation treatment at 1348 K for 7.2 x 10% s (2 h),
and cooled to room temperature with a rate of 150 K/min. To examine the effect of H permeation on
the material in different conditions, two sets of samples have been examined by MS measurements:
as-quenched and annealed for 7.2 x 10* s (20 h) at 973 K. Both sets have been H-permeated by a
three-step treatment consisting of (i) heating up to 873 K at a rate of 6.7 x 1073 K/s, (ii) permeation at
873 K for 8.6 x 10° s in flowing gas with a pressure of 10° Pa, (iii) cooling down to room temperature
at the same rate used for heating. MS measurements were carried out on both sets of samples before
and after H permeation.

Q! curves of the steel, quenched and H-permeated (QH), quenched and annealed (QA),
quenched, and annealed and H-permeated (QAH), are reported in Figure 8. Experimental data
are reported after background subtraction.
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Figure 8. Q! spectra of the steel, quenched and H-permeated (QH), quenched and annealed
(QA), quenched, and annealed and H-permeated (QAH). Experimental data are reported after
background subtraction.

The relaxation strengths of the peaks used to fit the curves in Figure 8 are reported in Table 5.
The Q! curve of the quenched (Q) steel is displayed in Figure 4b, and the corresponding data are
reported in Table 3 and, also, in Table 5, to make the comparison easier.

Table 5. Temperatures T and relaxation strengths A of the Q! peaks used to fit MS experimental data
displayed in Figure 8, for the samples quenched (Q), quenched and H-permeated (QH), quenched and
annealed (QA), and quenched, annealed, and H-permeated (QAH). Data of the quenched (Q) steel
(Table 3) are also reported for comparison.

TA ‘ C Peaks ‘ N Peaks
4 [CCry CCr; CCr, CCr3 CCry CCrs C-Cre | NCr-Cr N/Cr-Cr Fe/N N/Fe-Cr
Figure Q
TK) | 380 453 495 560 617 650 725 | 324 339 360 410
A x 10* ‘ 0.2 0.45 0.65 0.35 4 0 2.6 ‘ 0.4 0.2 0.3 0.5
Figure QA
TK) [ 370 453 500 574 633 660 710 [ 324 339 370 418
Ax10" | 05 24 23 5.1 2.15 0.6 0 [ 06 05 1 2.75
Figure QH
T (K) ‘ 380 469 500 563 621 650 730 ‘ 324 339 360 410
A x 10* ‘ 1.6 2.6 0 2.6 1 0 0.8 ‘ 0.4 0.3 0.8 1.6
Figure QAH
TK) [ 380 453 505 576 621 650 710 [ 324 339 360 416
A x 10% ‘ 0.8 0.3 2.1 1.1 0.1 0.4 0.4 ‘ 0.3 0.2 0.2 3.55

As shown in Figure 8 and Table 5, H permeation changes the relaxation strengths A of o peaks,
and the total amount of C and N atoms giving rise to relaxation processes.

From the comparison of the relaxation strengths of the as-quenched steel before and after H
permeation, it is evident that the amount of interstitials (C and N) involved in relaxation processes is
higher in H-charged samples. The total amount of interstitials contributing to relaxation processes is
proportional to the area under the Q*1 curve, and the ratio between the areas of Q and QH samples
is 0.97. The increasing amount of C and N atoms contributing to relaxation processes depends on
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the martensitic structure evolution. As-quenched martensite consists of laths with a high density of
dislocations (~10'! cm~2); such microstructure changes if the material is treated at the temperature
of 873 K involved in H permeation, in particular, laths disappear, and dislocation density strongly
decreases [38]. Since laths and dislocations are sinks for interstitials, a large number of C and N atoms
become free and, consequently, even if a part of them forms carbides and nitrides, and another part is
bound by H atoms, the overall effect of H permeation treatment is to increase the amount of interstitial
atoms participating in anelastic processes.

A different behaviour is exhibited by the samples annealed for 7.2 x 10* s at 973 K: the ratio
between the areas under the Q! curves of QA and QAH samples is 2.03. In this case, the material
has, in origin, a fully recovered structure, and the precipitation of carbides and nitrides has been
substantially completed [38], therefore, C and N atoms contributing to relaxation peaks decrease,
due to the H blocking effect.

It is noteworthy that the relative intensities of Q! peaks, due to C-Cr clusters with a higher
number of Cr atoms, are strongly reduced after H permeation in both as-quenched (Q) and quenched
and annealed steels (QA). In as-quenched steel, the intensities of the Q lsand Q1 peaks decrease
from 2.6 x 10~* and 4.0 x 107* (Q) to 0.8 x 10~* and 1.0 x 10~* (QH), respectively, while in quenched
and annealed samples, the relaxation strengths of Q1 and Q'3 peaks pass from 2.15 x 10~* and
5.1 x 1074 (QA) to 0.1 x 10~* and 1.1 x 10~* (QAH).

Each relaxation process consists of the alternative jumping of a single interstitial atom from an
octahedral position to another one. If an atom of C is bound to an atom of H, it is no more able to jump
because the process would not involve the single C atom, but the C-H pair with a tremendous lattice
distortion. Since C atoms strongly bound by H atoms are hindered to participate in relaxation processes,
the intensities of the corresponding Q1 peaks are expected to decrease. Therefore, MS results indicate
that a preferred interaction between H atoms and C-Cr associates with a high number of Cr atoms
does exist. These associates play a significant role in HA mechanism because, if H atoms are attracted
and bound by C—Cr associates, they are not able to diffuse towards grain boundaries, sub-boundaries,
and dislocation tangles where CHy bubbles could nucleate (first stage of HA), grow, merge and, finally,
form fissures and cracks (final stage of HA).

In conclusion, the present experiments demonstrate how C—Cr associates with a high number of
Cr atoms contribute, together with Cr carbides and Cr-enriched boundaries, to block H atoms and
suppress HA. The result is in agreement with the existence of a critical limit, around 7%, below which
the Cr amount is not sufficient to avoid H attack. As a matter of fact, the Q~! peaks corresponding to
C—Cr associates with a high number of Cr atoms are absent in the curves of low Cr steels (see ref. [30]).

3.4. Nucleation of Cr Carbides

The aim of the present work is to determine whether the C—Cr associates affect the precipitation
of Cr carbides and, in this case, to assess their specific role in the process.

The samples underwent austenitisation treatment (1.8 x 10% s at 1348 K), then, were cooled to
room temperature at a rate of 150 K/min, and subjected to a multi-step heat treatment consisting of
successive steps of 3.6 x 10% s at 673, 773, and 873 K. MS measurements have been carried out on the
same samples after each heating step, while a set of different samples were used for destructive tests
(carbide extraction). The examined temperature range is that of M;C3 and M»3Cg carbides (M = metal,
C = carbon) precipitation.

Carbides were extracted from the metallic matrix through an electrochemical method.
For example, Figure 9 shows the carbides extracted after the heating step at 873 K. The SEM image
displays some squared particles (side ~7-8 um), and a lot of small round particles (~0.1 pm); EDS
microanalysis showed that the larger particles are rich in Cr, while those of smaller size are rich in Nb.
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Figure 9. SEM image of the carbides extracted after the heating step at 873 K.

From XRD spectra, the carbides have been identified using the JCPDS-ICDD database [39]:

i. NbC, cubic (2 = 0.44698 nm), JCPDS-ICDD file 38-1364,

ii. Nb,C, orthorhombic (2 = 1.0920 nm, b = 0.4974 nm, ¢ = 0.3000 nm), JCPDS-ICDD file 19-858,
iii. Cr7Cs, hexagonal (2 =1.398 nm, ¢ = 0.452 nm), JCPDS-ICDD file 11-550,

iv. Cry3Cg, cubic (a = 1.066 nm), JCPDS-ICDD file 35-783.

In fact, the XRD peaks exhibit small shifts with respect to the angular positions reported by the
database, because it refers to monometallic carbides whereas, in the present case (see Table 6), carbides
contain also other elements in addition to the main ones (Nb and Cr). Therefore, the crystal structure
is the same, but lattice plane distances are a little changed.

Table 6. EDS measurements: Average atomic fractions of metals present in the extracted carbides.

Carbides Type Cr (atom %) Fe (atom %)  Nb (atom %) Mo (atom %)

NbC 3 8 79 10
Nb,C 1 1 91 7
Cr;C3 50 45 3 2
CI‘23C6 63 28 4 5

Table 7 summarises the XRD results and reports the most intense reflections of the carbides
extracted after each heating step and their relative intensities. Only the XRD reflections of Nb-rich
carbides (NbC and Nb,C) are present after the 673 K heating step. These carbides, already present in
austenitic field, are retained after quenching, and are substantially unaffected by the treatments in the
examined temperature range. After the step at 773 K, M;C3 Cr-rich carbides form, whereas M»3Cg
carbides appear after the 873 K step. The change in relative intensities of XRD reflections indicate that
the precipitation of Mp3C takes place at the expense of M;Cj3 carbides.
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Table 7. Angular positions © and relative intensities I/l of the XRD reflections of carbides extracted
from samples heat treated up to 673, 773, and 873 K.

Treatment Temperature 673 K 773 K 873 K

O (deg) Carbide type 1Ty Carbide type Iy Carbide type 11y
7.620 M,C (400) 35 M,C (400) 28 M,C (400) 58
7.900 MC (111) 100 MC (111) 100 MC (111) 100
8.610 M,C (211) 33 M,C (211) 27 M,C (211) 60
8.995 M;C3 (411) - M;C; (411) 20 M;C; (411) -
9.130 MC (200) 74 MC (200) 77 MC (200) 70
9.380 Mp3Cg (422) - My3Cq (422) - My3Cy (422) 32
9.950 Mp3Cs (511) - Mp3Cq (511) - My3Cq (511) 42
12.635 Mp3Cs (511) - Mp3Cq (511) - My3Cq (511) 28
12.650 M;Cj5 (332) - M;C5 (332) 17 M;C3 (332) -
12.970 MC (220) 40 MC (220) 44 MC (220) 42
14.550 M,C (231) 28 M,C (231) 11 M,C (231) 19
15.460 M;C3 (641) - M;C; (641) 17 M;C; (641) 5
16.045 M;C3 (423) - M;C; (423) 13 M;C; (423) 4

Figure 10a—c compares the Q™

with variations of the peak relaxation strengths (see Table 8).
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Figure 10. Q! curves after successive heating steps at 673 K (a), 773 K (b), and 873 K (c). Experimental
data are reported after background subtraction.
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Table 8. Temperatures T and relaxation strengths A of the Q™! peaks used to fit MS experimental data
displayed in Figure 10 for the samples heat treated up to 673, 773, and 873 K.

TA ‘ C Peaks ‘ N Peaks
4 [CCry CCr; CCr, CCr3 CCry CCr;s CCre | NCrCr N/Cr-Cr Fe/N N/Fe-Cr
Figure 10a
T (K) ‘ 380 453 500 560 621 650 700 ‘ 324 339 360 410
A x 10% ‘ 0.9 22 0.9 1.77 0 0.35 0.85 ‘ 0.77 0.2 0.4 1.9
Figure 10b
T (K) ‘ 380 453 495 553 621 650 720 ‘ 324 339 360 410
A x 10% ‘ 02 0.1 295 32 0 0 1.15 ‘ 0.1 0 0.2 0.45
Figure 10c
TEK [ 392 440 515 560 605 669 710 [ 324 339 360 420
A x 10* ‘ 49 2.5 6.2 0 2.5 0.9 0.5 ‘ 0.3 0 3.8 3

The results indicate that the distribution of C-Cr associates is altered by treatments at increasing
temperature. It is noteworthy that the most intense Q! peak after the 673 K treatment, namely,
that connected with associates with 1 Cr atom, completely disappears after the successive step at 773 K,
and reappears after the 873 K one. Such behaviour is clearly related to the precipitation of Cr-rich
carbides in this range of temperatures.

EDS results in Table 6 show that the composition of Cr;C3 carbides consist of 50% Cr atoms, thus,
the ratio between C and Cr atoms is about 1:1. In concomitance with Cr;Cs carbides precipitation at
773 K, the Q1 peak due to relaxation of C-Cr associates with 1 Cr atom, which is the most intense
after treatment at 673 K, becomes very low, indicating that these associates do not contribution more
to relaxation. Therefore, Cr;C3 formation seems to occur through a process involving these types of
associates. On these grounds, it is supposed that C—Cr; associates may directly aggregate to form
CryCj3 carbides.

The hypothesis of carbide formation through C—Cr; aggregation is consistent with the Cr;Cs
structure described by Dyson and Andrews [40]. The positions occupied by metal and C atoms in the
CryC; carbide cell are displayed in Figure 11: different atomic layers are indicated by specific symbols,
and the complex structure consists of distorted octahedra having a C atom at the centre (one of them is
indicated).

Figure 11. Cr;Cj carbide cell according to Dyson and Andrews [40].
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Following the 873 K heat step, Cry3Cq carbides form at expenses of Cr;C3 carbides, but nucleate
on different sites [41]. When Cr;Cj3 carbides solve, C—Cry associates are released in the matrix, can thus
participate again to relaxation processes, and the corresponding Q! peak is observed in the spectrum
(Figure 10c).

4. Conclusions

This work presents the results of MS experiments carried out on a Cr martensitic steel. The Q1
vs. temperature curves have been analysed by considering all the relaxation processes involving C and
N interstitial atoms. The point defects exhibit different configurations with Cr atoms, which strongly
affect the microstructure evolution and mechanical behaviour. The role played by point defects is
relevant, and can be summarised as follows:

(i) Cr segregation depends on C—Cr associates distribution in as-quenched material: slow cooling
rate from austenitic field involves an unstable distribution which evolves after tempering at 973 K,
leading to Cr concentration fluctuations. The phenomenon, which affects the brittle mode of fracture,
does not occur if the material is quenched at a higher cooling rate.

(ii) Hydrogen interacts with C-Cr associates, in particular, those which have a high number
of Cr atoms. The phenomenon plays a significant role in HA mechanism because H atoms bound
by C—Cr associates are not able to diffuse towards lattice defects (grain boundaries, sub-boundaries,
and dislocation tangles) where CHy bubbles nucleate and successively grow and merge, to form the
HA typical cracks.

(iii) C—Cr associates take part in the nucleation mechanism of Cr;Cs carbides, and specifically
these carbides form by the aggregation of C-Cr associates with 1 Cr atom.
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Abstract: The focus of this study involved comparative investigations of non-metallic inclusions in
316L stainless steel bars without and with Ca treatments. The inclusions were extracted by using
electrolytic extraction (EE). After that, the characteristics of the inclusions, such as morphology,
size, number, and composition, were investigated by using a scanning electron microscope (SEM)
in combination with an energy dispersive X-ray spectroscopy (EDS). The following four types of
inclusions were observed in 316L steels: (1) Elongated MnS (Type I), (2) MnS with hard oxide
cores (Type II), (3) Undeformed irregular oxides (Type III), and (4) Elongated oxides with a
hard oxide core (Type IV). In the reference sample, only a small amount of the Type III oxides
(Al,O3-MgO-MnO-TiOy) existed. However, in Ca-treated 316L steel, about 46% of the observed
inclusions were oxide inclusions (Types Il and IV) correlated to gehlenite and to a mixture of gehlenite
and anorthite, which are favorable for the machinability of steel. Furthermore, untransformed oxide
cores (Al,O3-MgO-MnO) were also found in the inclusions of Type IV. The mechanism leading to
different morphologies of oxide inclusions is also discussed.

Keywords: stainless steel; Ca treatment; non-metallic inclusion; electrolytic extraction

1. Introduction

Non-metallic inclusions (NMIs) play a detrimental role with respect to the quality and mechanical
properties of steels, causing reduced toughness and shorter fatigue life and potentially increasing
the failure risk of the final product [1]. The effect of inclusions on the mechanical properties of
steels depends on the chemical composition, density, size, shape, orientation, and distribution of the
inclusions. One approach applied for decades in the steelmaking industry is to develop steels with low
levels of impurities. However, it is also reported that some inclusions (such as MnS and Ca-modified
oxides, among others) can help to improve the steel machinability (for instance by decreasing the
wear on the cutting tool, thus extending the tool’s life) [2]. Previous studies [3-5] show that inclusions
improve machinability primarily by two ways: (1) as a source of stress concentration effects, favoring
machinability by reducing the cutting force and increasing the chip breakability during machining,
(2) as a lubricant (tool protection layer) in the contact zone of the cutting tool and material (reducing
the abrasive and chemical wear of the tool), which is beneficial for the tool life. Thus, modification of
NMls and control of their characteristics in steels during steel manufacturing are very important to
balance favorable machinability properties with the desired mechanical property for diverse types
of steels.

Ca treatment is one way to modify the inclusions. For instance, Al,O3 inclusions in
aluminum-killed steels, which can form clusters up to more than 100 pm, can be modified to smaller
compact spherical calcium—-aluminate (CaO-Al,O3) inclusions by calcium addition [6,7]. It is also
reported that the suggested content of CaO in modified inclusions after modification should be in
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the range 25-60 wt % [8]. However, Guo et al. [9] reported that the formation of sulfide enriched by
CaS (with quite a high melting temperature) might cause a nozzle clogging problem during casting
of free cutting and structural steels with high sulfur contents. Therefore, it is difficult to control
sulfide shape by Ca addition. Liu et al. [10] found that inclusion compositions changed from Al,O3 to
CaO-Al,03—CaS by Ca treatment of X70 pipeline steel.

The modification of oxide inclusions by Ca addition can also improve the machinability of
steels [11-15]. For instance, Bletton et al. [11] investigated the inclusion types and machinability
properties in three samples of AISI 316L stainless steel with different Ca contents taken from hot-rolled
bars. They concluded that the anorthite (CaO-Al,O3-25i0;) and gehlenite (2CaO-Al,O3-5i0;)
inclusions, having relatively low melting temperatures, can be more easily deformed and
form a protective lubricant layer between the workpiece and cutting tools during machining.
Anmark et al. [14] investigated the effect of Ca-rich inclusions on tool wear during the hard-turning of
a Ca-treated carburizing steel. Ca treatment improved the tool life significantly by the formation of a
Ca-enriched slag barrier composed of (Mn,Ca)S and (Ca,Al)(O,S) on the tool. However, systematic
investigations of inclusion characteristics and their effect on the final properties of Ca-treated industrial
stainless steels have not been sufficient up to now.

Conventionally, NMIs in steels are evaluated in two dimensions (2D) on a polished cross section
of a metal sample by using light optical (LO) or scanning electron microscope (SEM). Previous
research [16-18] has established significant drawbacks of this 2D conventional method and suggested
three-dimensional (3D) investigations based on extraction methods for more reliable measurements
regarding the number and size of different inclusions and clusters.

This study is focused on comparative investigations of non-metallic inclusions in industrial 316L
Si-killed stainless steels without and with Ca treatment. Here, 3D investigations of inclusions on film
filters after electrolytic extraction (EE) were conducted for the evaluation of inclusions characteristics
(such as morphology, size, number, and composition) in stainless steel without and with Ca treatment.

2. Materials and Methods

2.1. Materials

Steel samples of industrial 316L stainless steel produced without (reference heat—316R) and with
Ca addition (experimental heat—316Ca) were evaluated in this study. The compositions of steels were
determined by the steelmaking company (Sandvik Materials Technology AB, Sandviken, Sweden),
using usual standard techniques. Details of their compositions are given in Table 1. It should be noted
that the contents of sulfur and oxygen in 316Ca steel were higher than in 316R steel.

Table 1. Composition of samples of the reference steel (316R) and the Ca-treated steel (316Ca).

; : a a a Al2
Steel Grade Ca-treated ¢ S Mn Cr Ni s o Ca
(mass %)
316R No 0.02 0.38 1.60 16.82 11.18 70 20 - 40
316Ca Yes 0.01 0.46 1.58 16.86 11.14 90 59 28 40

2 Content of elements given in ppm.

The production route for the reference and experimental heats in the company is shown in
Figure 1. It includes scrap melting in an electric arc furnace (EAF), de-carburization in an argon
oxygen decarburization (AOD) converter, ladle treatment in a ladle furnace, and continuous casting.
Ca treatment is done by adding a CaSi wire at the end of the ladle treatment. A reference sample was
produced by using the same process route without Ca treatment. Steel samples for the evaluation of
non-metallic inclusions were cut from the middle-radius zone of hot-rolled bars (J121 mm) in the
longitudinal direction, as shown in Figure 1.
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Figure 1. Schematic illustration of the production process of 316L stainless steel, from the melting of
scrap and alloys in an Electric Arc Furnace (EAF) to hot rolling.

2.2. Electrolytic Extraction and Investigation of Inclusions

For the evaluation of the characteristics of non-metallic inclusions (such as number, size,
composition, and morphology), the steel samples were partially dissolved by using EE. However,
inclusions did not dissolve during this EE process. Figure 2a shows a schematic diagram of the
EE equipment.

Pt tweezers W \
(+) |
Sample E
A Potentiostat L

Coulomb
Glass beaker \
~
Voltage
Pt ring/"o (-) “,
of A
Electrolyte | mpere _ 100mm
mete
11.4mm x3.50k BSECOMP 2016-04.20 T 0.0um
(a) (b)

Figure 2. (a) Schematic diagram of the equipment used for electrolytic extraction (EE); (b) Size
measurements of inclusions, where L and W are the length and width of the inclusion.

The electrolytic extraction process was carried out by using two different non-aqueous electrolytes,
namely 10% AA (10% acetylacetone—1% tetramethylammonium chloride-methanol) and 2% TEA (2%
triethanolamine—1% tetramethylammonium chloride-methanol). The experiments were run with the
following electric settings: voltage, 3.2-4.3 V, electric current, 50-70 mA, and electric charge, 500 or
1000 coulombs. The weight of the dissolved metal varied from 0.09 to 0.18 g, depending on the electric
charge being used during the extraction.

After extraction, a membrane polycarbonate film filter with an open-pore size of 0.4 pm was used
to collect the undissolved non-metallic inclusions. The inclusion investigations were performed by
using a scanning electron microscope (SEM, S3700N-Hitachi, Hitachi High-Technologies Corporation,
Tokyo, Japan) in the back-scattered electrons (BSE) mode at different magnifications. The compositions
of the extracted inclusions were analyzed by using energy dispersive X-ray spectroscopy (EDS, Bruker,
Karlsruhe, Germany) included in the SEM equipment. The main parameters of the electrolytic
extractions and SEM investigations of non-metallic inclusions in different samples are given in Table 2.
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Table 2. Main parameters of the electrolytic extractions and SEM investigations of non-metallic
inclusions (NMls) in different samples.

Steel Grade Sample Observed Area, Dissolved Metal, Dissolved Number of Size Range
P Apps (mm?) Wiis (8) Depth (um)  Observed NMlIs, n (1um)
316R R 0.898 0.1563 ~188 435 2-98
316Ca A 0.898 0.0935 ~85 180 3-124

Length (L) and width (W) of different NMIs were measured on the SEM images, as shown in
Figure 2b. The equivalent size (D.) of deformed elongated inclusion was estimated by using the
following equation assuming the inclusion is a long ellipsoid:

3

D, =VW2.L, 1)

The number of inclusions per unit volume of steel (N;) and volume fraction (f;) of different NMIs
in steel was estimated by using the equations below:

n

N, = v (2

where n is the number of observed inclusions, and V, is the volume of dissolved metal that
was observed;

n
v (% X Li X le)

inc i=1

= == 3
fo Vi v 3

where V. is the total volume of observed inclusions, L; is the length of the i-th inclusion, and W; is

the width of the i-th inclusion.
Wis x Aabs

Agi’

Vi = (4)
where Ag; is the whole filtration area of a film filter with collected inclusions (=1200 mm?), A, is the
total observed area of the film filter used for the image analysis, wy;; is the weight loss of the metal
sample during EE, and p is the metal density (=0.0078 g/ mm?).

3. Results and Discussions

3.1. Characterization of Inclusions after Extraction in Different Electrolytes

It is known that CaO-containing phases in NMIs might be dissolved partially or completely during
extraction in strong solutions, otherwise an inaccurate result would be obtained. According to the
results reported by Inoue et al. [19], 2% TEA and 10% AA electrolytes can be selected for the extraction
of CaO-Al,O3 and CaO-SiO; inclusions depending on the concentration of CaO in the inclusions.
Therefore, both 10% AA and 2% TEA electrolytes were used for the extraction of CaO-Al,03-SiO,
inclusions from Ca-treated 316L steel and comparison of the obtained results in this study.

The contents of CaO and the ratios of CaO/SiO, and CaO/ Al,Oj3 in different oxide NMIs extracted
by using these two electrolytes are shown in Figure 3, depending on the inclusion length. Dotted lines
on this figure correspond to the average values for all analyzed oxide inclusions.
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Figure 3. CaO contents (a) and ratios of %CaO/%SiO;, (b) and %CaO/%Al,03 (c) in oxide inclusions

in 316Ca samples after extraction by using 2% TEA and 10% AA electrolytes.

It was found that the content of CaO in all oxide phases of the observed inclusions was lower
than 50%. In this case, the compositions of the inclusions extracted by using 2% TEA and 10% AA
electrolytes did not show differences. Therefore, it may be safely suggested that the CaO-containing
phases (<50% CaO) in NMIs did not dissolve during both extractions. Moreover, the morphology and
size of the observed inclusions after extraction in the two different electrolytes were also similar. On
the basis of these results, it was concluded that the 10% AA electrolyte was suitable to extract (Ca, Al,
Si) oxide. Thus, in the remaining document, only the results from using the 10% AA electrolyte during

EE will be discussed.

3.2. Classification of Non-Metallic Inclusions in 316R and 316Ca Steels

Overall, four main types of non-metallic inclusions were observed in 316R and 316Ca steels.
Typical photos, size ranges, aspect ratios (AR = L/W), and composition ranges are presented in Table 3.

Table 3. Classification of the inclusions observed in reference (316R) and Ca-treated (316Ca) stainless

steels. AR, aspect ratio.

Typical SEM Images 316R 316Ca
L (um) AR Composition L (um) AR Composition
Y MnS 90-100% and
5-98 7-30 MnS > 90% 14-124 7-25 (AL, Ca)O < 10%
-90%
gﬁ;s(?ﬁ ?\9[/ MnS 30-90% and (Al,

2-36 1-8 ' V& 3-33 1-7 Ca, )0

MO 10-70%

10-70% °

/‘ Oxide
Mn
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Table 3. Cont.

Typical SEM Images 316R 316Ca
L (um) AR Composition L (um) AR Composition
Type I
AL O3 CaO 33-41%
48-75% AlyO3 24-31%
2-10 1-3 MgO 2-24% 3-15 1-3 SiO; 30-33%
MnO 9-29% MgO 2-4%
TiO, 1-21% TiO, <1%
Oxide
(Ca0 26-39%
Al,O3 16-30%
none - - 4-28 2-14 Si0; 28-39%
MgO 0-5%
TiOy 0-14%)
and MnS

Type I inclusions correspond to elongated rod-like MnS inclusions; Type II inclusions are complex
oxy-sulfides, containing a hard oxide core or particles and deformed MnS sulfide; Type Ill inclusions are
undeformable irregular oxides and have quite a homogeneous composition. Type III oxide inclusions
in 316R steel contained mostly Al,O3, MgO, MnO, and TOy, and their size was in the range from 2 up
to 10 um.

Type III inclusions in the 316Ca steel were mostly undeformable CaO-5i0,-Al,03-MgO oxides.
However, some inclusions had a tail containing a higher concentration of SiO, and lower concentrations
of CaO and Al,O3. This tail was soft and could be deformed during hot rolling, as shown in Figure 4a.

(Ca, Si, AL Mg)O

(ALMg)O MnS

(@ (b)

Figure 4. Element mapping of Type III (a) and Type IV (b) inclusions in Ca-treated steel.

Type IV inclusions in 316R steel were not observed. This was due to all oxide inclusions in
the reference sample being Al,O3 or Al;O3-MnO-MgO phases, which were not deformed during
hot rolling. Type IV inclusions in 316Ca steel corresponded to elongated CaO-5i0,-Al,O3 oxides
containing a higher concentration of SiO; (up to 39%) and lower concentrations of CaO and Al,Os3.
Moreover, these deformed oxides contained also some amounts of TiO, and MgO. However, line
scanning and EDS mapping of some Type IV inclusions detected unmodified Al,O3-MgO cores,
as shown in Figure 4b. This can explain the quite high Al,O3 and MgO contents in some Type IV
inclusions determined during EDS investigation.
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Similar inclusions, having an Al,O3-MgO core covered by a Ca-rich oxide layer, have also
been reported by other researchers [20,21]. Furthermore, an undeformed manganese sulfide particle
could be found in this inclusion during the investigation. Elongated oxide inclusions containing
manganese sulfide cores were also found by Bletton et al. [20]. These deformable lime silicoaluminate
inclusions were mainly determined as pseudo-wollastonite, gehlenite, and anorthite [11,20]. They
were predominantly bound up with sulfides and were found to form associated inclusions containing
manganese sulfide cores.

3.3. Particle Size Distribution of the Inclusions Observed in 316R and 316Ca Steels

The number of inclusions per unit volume (Ny), size, AR, and volume fraction (f,) of diverse types
of inclusions is given in Table 4.

Table 4. Distribution and information about different types of inclusions found in 316Ca steel.

Samples In;};;ion L (um) W (um) De (um) AR fo x 10% (mz”,3) Frec;[:/:jncy
Typel 33‘(25_%)82)4'8 2'?1%7;‘4 6(01_i1 :) 5 7-30 6.7 2667 9.2
316R Type Il 5‘(02 5 63)'8 1'?:7())‘7 2‘3_1; 01)'1 1-8 37 24,933 86.4
Type I 5(42_:&02)2 3'?2%8;'5 4'?2%9;'6 1-3 0.7 1267 4.4
Type IV - - - - - -
Typel 4?1(31—i1 2342)4 3?2%5;'1 8(}1_11:’) 2 7-25 4.1 1003 5.0
316Ca Type II 7‘((;3;)'8 2'?55())'8 3'(62_i1 (})'3 1-7 35 9811 489
Type III 6(%;{;;)0 3.?2:‘—:6()19 4%2:‘—:8}3 1-3 2.1 4460 222
Type IV 10(17;5‘2 2'?13()]‘6 3‘?2%7; 1 2-14 17 4794 239
De, equivalent size of deformed elongated inclusions; f,, volume fraction; N,, number of inclusions per unit volume
of steel.

It can be seen that the reference 316R sample contained mostly MnS inclusions of Type II (86%)
and Type I (9%). Only a small amount of Type III oxides (Al,O3-MgO-MnO-TOy) existed in this
sample. Also, almost pure Al,O3 inclusions were found in the sample. However, Type IV inclusions
were not observed in the reference sample.

Although the content of S in the Ca-treated steel (316Ca) was higher, the number of elongated
sulfides of Type I and oxy-sulfides of Type II was about 2.5 times smaller compared to that in the
reference 316R steel. However, the length, width, and equivalent size of those inclusions in 316Ca steel
were larger than the respective characteristics of the given inclusions in 316R steel. The number of
oxide inclusions in the Ca-treated steel increased significantly and corresponded to ~22% and ~24%
of the total amount of observed inclusions for Type III and Type IV inclusions, respectively. This can
be explained by the higher content of oxygen in 316Ca steel compared to the 316R steel. Overall, Ca
treatment of 316L stainless steel decreased the total number of inclusions by ~30%, though the total f;,
of the inclusions were similar in both samples.

The size distributions of different types of inclusions obtained by SEM are shown in Figure 5
in terms of N, with a constant size step of 5 um. It can be seen that the oxy-sulfide inclusions of
Type II were the most numerous. However, Ca treatment of steel decreased the number of small-size
oxy-sulfides (L < 10 um) by about three times.
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Figure 5. Particle size distributions of different NMI types observed in the metal samples of 316R and
316Ca steel bars.

The contents of the main oxide components (Al,O3, SiO;, and CaO) in the typical Type III and
Type IV inclusions in 316Ca steel are shown in Figure 6 as a function of inclusion length. It can be
seen that the compositions of large-size Type III oxides (L > 6 pm) were more stable and homogeneous
because the contents of Al,O3, SiO,, and CaO were similar. However, Type IV complex oxides were
heterogeneous due to the high scattering of the composition for inclusions of different size. As shown
in Figure 4b, Type IV inclusions contained an untransformed oxide core having very high contents of
Al,O3 and MgO and small contents of CaO and SiO,. Furthermore, undeformed MnS particles were
detected in some elongated Type IV inclusions, but CaS was not found.
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Figure 6. Relationship between the Al,O3, SiO;, and CaO contents and length of Type III (a) and Type
IV (b) oxide inclusions in 316Ca steel.

The triangle CaO-Al;03-5i0; diagram in Figure 7 shows that most oxides of Type II (black
diamond marks) and Type III (green triangle marks) in 316Ca steel were located in the area near
gehlenite with a melting point >1500 °C. The elongated part of Type IV inclusions had a higher
content of SiO, and was located in the zone between the anorthite (CaO-Al,O3-25i0,) and gehlenite
(2Ca0-Al,03-5i0,) phases, which corresponds to a lower melting point zone (around 1300-1400 °C).
This composition of inclusions corresponds to a liquid phase during steel casting and to a soft oxide
during rolling. The undeformed oxide core of Type IV inclusions had a similar ratio of CaO and
Si0; (around 1:1) as the outer layer but a much higher content of Al;O3 and MgO (40%-95%), which
corresponded to the oxide phases with higher melting points (>1450 °C). Therefore, it can be concluded

°

&
&

©
8

Content of oxides [mass%]

x
x x
x ALO,
x
x X
x
xx x x
x x XxX X Xxxyxxx X% xx x
x xx x .
x x x
x
N4 SiO.
o © 00 6 %0 © o © © S0,
o ©° © o o o 0760 o
° o ° o °
o
° ° °
° EN
° ° °©
e Ca0
o o o
o' o a o
o o a8y o
0p 9% o %008 o
o
o
o ° ooy °
o g o R
o
10 20 30 40 50
Length of NMI [un]

that the undeformed cores contained almost pure Al,O3 or Al,O3-MgO.

Type II

Figure 7. Composition of oxide inclusions in the Ca-treated sample (316Ca) in a CaO-Al,03-5i0,

ternary phase diagram.

_

Type III
Type IV
Type IV core
Type II core

00«

(Ca,ALSi, Mg, Ti)O



Metals 2019, 9, 74

3.4. Mechanism of Inclusion Transformation

On the basis of the obtained results, it was shown that two types of oxide inclusions (Type III
and Type IV inclusions) can be formed simultaneously during Ca treatment of 316L stainless steel.
The presence of these two types of modified inclusions in steel can be explained by some differences
between the initial oxide inclusions before CaSi addition. It was found that Type III oxide inclusions
in 316R steel could be divided into two groups: (i) Type Illa—liquid or semi-liquid inclusions with
higher content of MnO and TiOy (17-60% Al;O3, <10% MgO, 15-29% MnO, and 5-21% TiOy) and (ii)
Type IlIb—regular/irregular solid oxide inclusions with higher contents of Al,O3 and MgO (60-75%
Al,O3, 10-24% MgO, 9-15% MnO, and 1-10% TiOy).

After the addition of the CaSi wire, most of MnO and TiOy, and part of Al,O3 in the liquid Type
IIIa oxides could be reduced more easily and faster by Ca and Si. Therefore, CaO content was larger in
the homogeneous Type III oxides in 316Ca steel. As a result, these obtained inclusions were harder and
could not be deformed during hot rolling. A small amount of oxide phases, that were precipitated later
on the surface of these solid oxides of Type III, had a smaller CaO content and a larger SiO, content
due to the fast decrease of the Ca concentration in the melt. These precipitated phases were softer and
could be deformed during hot rolling (as shown in by the tails in Figure 4a).

Other solid oxides, having a larger concentration of Al,O3 and MgO (Type Illb), could not
be modified quickly and completely due to a limitation of reduction reactions in the solid oxide
phases. Therefore, an outer layer of modified oxides was formed slower due to the fast decreasing Ca
concentration in the melt. As a result, the outer oxide layer had a smaller CaO content and a larger
SiO; content compared to the solid oxide of Type III and could be deformed during hot rolling (as
shown in Figure 4b). However, these Type IV modified complex inclusions in 316Ca steel could have
an undeformed core that contained mostly Al,O3 and MgO.

Thus, after Ca treatment of 316L steel, about 46% of the observed inclusions were oxide inclusions
(Types III and IV) correlated to gehlenite and to a mixture of gehlenite and anorthite inclusions.
Therefore, it is believed that these modified oxide inclusions (especially the Type IV inclusions)
can significantly improve the machinability of 316L stainless steel. The effects of different types of
inclusions observed in Ca-treated stainless steel will be discussed in a separate article.

4. Conclusions

Non-metallic inclusions in commercial 316L steels without Ca treatment (316R) and with Ca
treatment (316Ca) were studied. The characteristics of the inclusions were determined by using 3D
investigations after EE. Based upon the presented experimental results, the following conclusions
were drawn:

1.  Similar compositions of oxide inclusions in 316Ca steel were obtained after EE by using 2% TEA
and 10% AA electrolytes.

2. The 316L steels contained four types of inclusions: (1) elongated MnS (Type I), (2) MnS sulfides
with hard oxide cores (Type II), (3) undeformed irregular oxides (Type III), and (4) elongated
oxides with a hard oxide core (Type IV).

3. In the reference sample, the oxide composition was mainly Al,O3-MgO-MnO. However, after
Ca treatment of 316L steel, about 46% of the observed inclusions were oxide inclusions (Types
III and IV), which correlated to gehlenite and to a mixture of gehlenite and anorthite, which are
favorable for the machinability of steel.
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Abstract: The formation and characteristics of non-metallic inclusions in 304L stainless steel during
the vacuum oxygen decarburization (VOD) refining process were investigated using industrial
experiments and thermodynamic calculations. The compositional characteristics indicated that two
types of inclusions with different sizes (from 1 um to 30 um) existed in 304L stainless steel during the
VOD refining process, i.e., CaO-5i0,-Al,03-MgO external inclusions, and CaO-5i0;-Al,O3-MgO-
MnO endogenous inclusions. The calculation results obtained using the FactSage 7.1 software
confirmed that the inclusions that were larger than 5 um were mostly CaO-5i0,-Al,05-MgO;
the similarity in composition to the slag indicated that these inclusions originated from the slag
entrapment. The CaO-5i0,-Al,O3-MgO-MnO inclusions that were smaller than 5 pum originated
mainly from the oxidation reaction with Ca, Al, Mg, Si, and Mn. The changes in the inclusion
composition resulting from changes in the Ca, Al, and O contents, and the temperature during
the VOD refining process was larger for the smaller inclusions. Generating mechanisms for the
Ca0-5i0;-Al,03-MgO-MnO inclusions in the 304L stainless steel were proposed.

Keywords: 304L stainless steel; non-metallic inclusions; formation mechanism; VOD refining

1. Introduction

In recent years, 304L stainless steel has been rapidly developed, and it is widely used in
shipbuilding, offshore drilling platform construction, metal structures for construction of buildings and
bridges, containers and cisterns, flux-cored wire, and in industrial transport machinery engineering,
petrochemical engineering, nuclear power engineering, etc. [1-4]. Because of its harsh application
environment, the requirements for C, N, P, S, and O elements are stringent, the production is difficult,
and the added value of the products is high. In addition to the control of the metal elements, the control
of inclusions is also the key to improving the quality of 304L stainless steel.

The control of the composition, quantity, and size of the inclusions at the beginning of their
formation is likely to become a new and effective method to reduce the harmful influence of the
inclusions. Therefore, it is very important to investigate the source and formation mechanism of
the inclusions [5-18]. The formation of non-metallic inclusions of Si-killed stainless steel during
the GOR (gas oxygen refining) process has been reported by Li et al. [7]. The authors found that
the inclusions that were larger than 5 um and contained more than 30% CaO were attributed to the
modification of slag droplets through the oxidation of Si and Al and the collision with deoxidation-type
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inclusions; in addition, the degree of change was larger for the smaller inclusions. A tracer was used
by Kim et al. [8] to determine the source of the large inclusions (larger than 20 um) in 304 stainless steel,
and it was found that these inclusions originated from the slag entrapment. This result was confirmed
by the study of Ehara et al. [9], who also pointed out that the oxidation of Si and Al on the surface of
slag inclusions can lead to the increase in the SiO, and Al,O3 contents. Yin et al. [10] reported that after
de-oxidation with Si/Mn additions, spherical complex inclusions mainly consisting of calcium silicates
were observed. The contents of MgO and Al,Oj in these inclusions continuously increased as the
steel moved from the argon-oxygen decarburization (AOD) through ladle processing to the tundish.
Park et al. [11] reported that the inclusions mainly consisted of Al,O3 when the Al content was higher
than 0.05%. Ren et al. [12] pointed out that a high-basicity slag improved the cleanness of stainless
steel, whereas a low basicity slag lowered the Al,O3 content in the inclusions, thereby lowering the
melting temperature of the inclusions and improving the deformability of the inclusions. This result
was confirmed by the studies of Yan et al. [13,14] and Sakata [15].

However, in previous studies on the formation of inclusions, only a single factor was considered,
namely external inclusions or endogenous inclusions. The formation mechanism of both types of
inclusions has not been clarified to date. In the present study, the 304L stainless steel was produced by
the process route of basic oxygen furnace (BOF)-AOD-vacuum oxygen decarburization (VOD)-ladle
furnace (LF)—continuous casting (CC). The characteristics and generating mechanism of the inclusions
during the VOD refining process were investigated using industrial experiments and thermodynamic
calculations with FactSage 7.1 software; in addition, a formation mechanism for non-metallic inclusions
occurring in the VOD refining process was proposed.

2. Experiments

2.1. Experimental Procedure and Sampling

The smelting process route of 304L stainless steel consisted of BOF-AOD-VOD-LF-CC.
The molten iron from the blast furnace was used as the raw material, and it was directly poured
into the AOD furnace for decarburization and denitrification treatments after the dephosphorization
pre-treatment; the target values of the carbon and nitrogen content were 0.30-0.50% and less than
0.08%, respectively and ferrosilicon was used for the Cr reduction in the AOD process. The slag was
tapped after the AOD process, and then the ladle (the refractory material was magnesia-calcium) was
hung to the VOD for deep decarburization and denitrification; ferrosilicon was used for Cr reduction
in the VOD process, and subsequently, the liquid steel was poured into the LF furnace. When the
temperature and composition of the liquid steel met the requirements, it was transported to the
platform for CC.

The VOD consists of three stages: (i) oxygen blowing: oxygen was blown onto the melt at
1000-1500 m? /h for 40-60 min. Argon was injected at 200-600 L/min through two porous bricks at
the bottom of the ladle. Lime was charged to form a basic slag. The total pressure was maintained
at between 2.6 and 16 kPa; (ii) vacuum carbon deoxidation (VCD): the total pressure was reduced
to between 26.6 and 66.5 Pa for 10-15 min without any additions of oxygen, fluxes, or ferroalloys.
The bottom stirring argon flow rate was increased to 800-1000 L/min because at this stage of very low
carbon contents, the decarburization is controlled by the rate of mass transfer of carbon and oxygen in
the bath. The oxygen content was 0.015% after the VCD stage; (iii) reduction: ferrosilicon was added
as a reducing agent for the chromium oxide in the slag. The aluminum content of the ferrosilicon was
1.3%. The final steel temperature was 1600 °C.

In order to elucidate the formation of the nonmetallic inclusions in the 304L stainless steel, a steel
sample was taken at the end of the VOD and was immediately quenched in water. A slag sample was
taken after the VOD treatment.
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2.2. Composition Analysis and Inclusion Characterization

The chemical composition of the steel samples were determined by a direct reading of the
spectrum (ARL4460, Thermo Fisher Scientific, Waltham, MA, USA). The contents of C and S were
analyzed by a C/S analyzer (CS-800, ELTRA, Haan, Germany). Cylinders (® 5 mm x 5 mm) were
machined for the measurement of the total oxygen contents, which were analyzed using the inert
gas fusion-infrared absorptiometry method. The acid-soluble Al and Ca contents in the steel were
determined using the inductively coupled plasma optical emission spectroscopy method (ICP-OES).
The composition of the slags was analyzed by an X-ray fluo-rescence spectrometer (ARL PERFORM’X,
Thermo Fisher Scientific, Waltham, MA, USA).

The morphologies of the inclusions in the specimens were observed using scanning electron
microscopy (Merlin Compact, Zeiss, Gottingen, Germany) (SEM). The 15 mm x 15 mm X 10 mm
samples for the SEM analysis were made by cutting, grinding, and polishing. The chemical
compositions of the inclusions were analyzed with an energy dispersive spectrometer (X-Max 80,
Oxford Instruments, High Wycombe, UK) (EDS) to determine the inclusion type. A quantitative
analysis of the inclusions was performed using the INCA software (Inca Energy 250, Oxford Instruments,
High Wycombe, UK) of the scanning electron microscope. To ensure good accuracy for the automated
EDS analysis of the inclusions, the size of the inclusions was larger than 1 um because the interaction
volume may spread into the steel and excite electrons from the environment surrounding the inclusions
if the diameters are smaller than 1 pm.

3. Results

3.1. Composition of the Molten Steel and Slag

The averages of the chemical compositions of the molten steel and slag after the VOD stage are
listed in Tables 1 and 2, respectively. It can be seen that after the VOD treatment, the contents of C and
N in steel were 0.008% and 0.015% respectively. The oxygen content and sulfur content were higher
because of deep degassing. The S content after VOD reached 30 ppm, indicating that the oxygen
potential was higher in the molten steel, which was consistent with the conclusion drawn from the
test results of the slag. Conversely, the slag and steel continuously reacted with each other during the
VOD refining process, and the slag-steel balance was finally achieved. The contents of Cr,O3 and FeO
in the slag were much higher after VOD refining, and were 0.43% and 0.15%, respectively.

Table 1. Chemical composition of 304L after vacuum oxygen decarburization (VOD) treatment (wt %).

Stage C Si Mn P S Ni Cr Ca Al N Mg o
VOD 0.008 022 114 0015 0003 804 1800 0.002 0.004 0.015 0.0005 0.007

Table 2. Chemical composition of 304L slag after VOD treatment (wt %).

Stage CaO Si0, MgO ALLOs; Cr,03 FeO
VOD 59.16 29.12 597 1.87 0.43 0.15

3.2. Characterization of the Inclusions

The morphology and the compositions of the inclusions in the molten steel after the VOD process
are shown in Figure 1. It was observed that two types of inclusions existed in the 304L steel after the
VOD process. The first type of inclusions were spherical CaO-5i0,-Al,03-MgO with sizes ranging from
several to tens of microns at the end of the VOD smelting (Figure 1a). These inclusions contained a small
amount of aluminum. The second type consisted of endogenous inclusions with a size smaller than
5 um, and a different composition. The common types of inclusions were CaO-5i0,-Al,03-MgO-MnO,
which represented the dominant type, as shown in Figure 1b.
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Figure 1. Morphology of typical inclusions encountered in the samples: (a) CaO-S5i0,-MgO-Al,Os; (b)
Ca0-5i0,-Al,03-MgO-MnO.

3.3. Corresponding Relation between the Size and Composition of the Inclusions

The mass fractions of CaO, SiO;, Al,O3, MgO, and MnO of the inclusions of various sizes were
calculated using the mass fraction derived from the EDS, as shown in Figure 2. It can be clearly
seen that the inclusion composition exhibited changes with the increase in size from 1 pm to 30 um.
Most inclusions were smaller than 5 pum. We created two categories based on the relationship between
the size and mass percent of composition, i.e., larger than 5 um and smaller than 5 um. The inclusions
that were larger than 5 um had almost the same CaO, S5iO;, MgO, and Al,O3 contents, but the
MnO contents were very low. The composition differed for the inclusions that were smaller than
5 um. The contents of SiO,, CaO, and Al,Os fluctuated in a wide range from 0 to more than 30%.
The MnO contents increased markedly from 0 to more than 10% as the size of the inclusions decreased.
To correlate the compositions of inclusions (size smaller than 5 pum), the inclusions were plotted on
the ternary system, as shown in Figure 3. It was shown that the inclusion quantity increased with the
inclusion size decreasing. The contents of SiO;, CaO, and Al,Oj5 fluctuated in a wide range, but the
contents of MgO and MnO had smaller variation of range.

60 | qaaﬂoﬁ ° 9 ° ? °
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s ' L
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Figure 2. Cont.
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Figure 3. Composition distributions (mass fraction) of inclusions (size smaller than 5 pm).
4. Discussion

The compositional characteristics shown in Figures 2 and 3 indicate that two types of inclusions
existed in the 304L stainless steel during the VOD refining process, i.e., the CaO-5i0,-Al,03-MgO
external inclusions that were larger than 5 um, and the CaO-5i0,-Al,03-MgO-MnO endogenous
inclusions that were smaller than 5 pm. The composition of the inclusions in the same sample showed
a large difference. Therefore, the source and the formation process of the inclusions are likely different;
this is discussed in detail in the following sections.
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4.1. Generating the Mechanism of CaO-SiO,-MgO-Al,O3 Inclusions

Figure 4 shows the CaO-5i0;-Al,O3 phase diagram of the inclusions (larger than 5um) and their
composition during the VOD process. The composition of the slag and the average composition of the
inclusions are listed in the figure. It can be clearly seen that the compositions of the inclusions were in
good agreement with slag composition. The inclusions consisted mostly of slag components, and they
originated from slag entrapment. In addition, the Al,O3 contents in the inclusions were very low,
and were very close to that of the slag. The MgO contents in the inclusions in the VOD process were
also close to that of the slag. Therefore, it can be concluded that the inclusions that were larger than
5 um during the VOD process were mainly derived from the entrapment of the top slag. The strong
argon stirring in the VOD smelting causes the inclusions to be directly or indirectly in equilibrium
between the molten steel and slag. Thus, the control of the inclusions can be achieved by controlling
the slag composition. The CaO and SiO, contents were higher in some inclusions. The main reason
was that some inclusions such as CaSiO3 contain a higher content of SiO,, and Ca;SiO4 contains a
higher content of CaO precipitated in the cooling process. The oxidations of Si and Al on the surfaces
of some inclusions led to increases in the SiO, and Al,O3 contents.

SiO; - Al,O; - CaO
Projection (ASlag-liq), 1atm Ga:tiage"
Sio, )

™
T = UL Tirse - S T3
MgO Content = @final VOD slag composition I
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O inclusion composition 575
\@ Average inclusion composition

AlLO,

mass fraction

Figure 4. Chemical composition of the inclusions (larger than 5 um) and the slag during the
VOD process.

Qian [19] reported that the flow velocity at the critical interface between the steel and slag was
0.65 m/s. When the flow velocity at the interface was larger than the critical velocity, droplets formed
and were entrapped into the molten steel; the average size of the slag droplets from the top slag
gradually decreased with increasing velocity at the interface.

The stirring intensity of the argon blowing during the VOD reduction stage was 800-1000 L/min,
which was far stronger than the argon blowing intensity of 200-400 L/min during the LF stage [20,21];
therefore, the velocity at the interface between the steel and slag was greater than 2 m/s. The reaction
between the slag and steel was very intense during the VOD refining process and the droplets were
strongly mixed and changed into very small particles; as a result, the minimum size of the droplets
during VOD refining was 5 um.

4.2. Generating the Mechanism of CaO-5i0,-Al,03-MgO-MnO Inclusions

Factsage (FactsageTM7.1, Thermfact/CRCT & GTT-Technologies, Aachen, Germany) was used for
the thermodynamic calculations of the inclusions in the 304 L stainless steel during the VOD refining
process; the databases FTmisc and FToxid were used, and the calculation module was Equilib with
100 g of molten steel. Due to the local non-uniformities of composition and temperature in molten
steel during the VOD refining process, the elements with local fluctuations in concentrations in the
molten steel had a wide range of concentrations and temperatures compared to the other components
determined after the VOD. Figure 5 shows the inclusion composition as a function of the oxygen
concentration when the Al content, Ca content, Mg content and the temperature is 0.004%, 0.002%,
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0.0005%, and 1600 °C respectively. The CaO concentration exhibits a steady increasing trend with a
decrease in the oxygen concentration, whereas the MgO and SiO, concentrations exhibit a stable trend,
and the MnO concentration decreases. However, the Al,O3 concentration remains steady at an oxygen
concentration range from 0.015% to 0.011%, and then gradually decreases with decreasing oxygen
content at oxygen concentrations of less than 0.011%. The oxygen concentration is at 150 ppm after
the VOD refining process, and at this stage, the elements compete with each other for oxidation as
ferrosilicon is added for deoxidation. During the alloying deoxidation, strong oxidizing elements such
as Ca and Al react with and consume some of the oxygen. However, since the concentration of Si in the
molten steel is high, the deoxidation reaction of Si also takes precedence. The Mg concentration is at a
low level, resulting in a low concentration of MgO in the inclusion. Moreover, the remaining oxygen
reacts with weak oxidizing elements such as Mn, leading to a small amount of MnO in the inclusions.
With continuing deoxidation, the Al,O3 and MnO concentrations decrease, triggering an increase in
the CaO. During the VOD refining process, the oxygen content fluctuates with the deoxidation reaction,
causing the fluctuations in each component of the endogenous inclusions that are smaller than 5 um.
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Figure 5. Inclusion composition as a function of the O content.

To determine the effect of Ca on the inclusions, the inclusion composition as a function of
increasing Ca content was calculated using the FToxid and FTmisc databases of Factsage™?7.1 when
the O content, Al content, Mg content, and the temperature is 0.007%, 0.004%, 0.0005%, and 1600 °C,
respectively (Figure 6). It was observed that an increase in the Ca content results in an increase in the
CaO and SiO; contents, and a decrease in the Al,O3 content; however, the MgO and MnO contents
did not change much. The Ca was mainly derived from the metal-slag reaction, the metal-refractory
reaction, and the Ca from the FeSi alloy during the VOD refining process; this resulted in fluctuations in
the Ca content. This is one reason for the fluctuations in the composition of the endogenous inclusions
that are smaller than 5 um.
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Figure 6. Inclusion composition as a function of the Ca content.
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The inclusion composition as a function of the Al content is presented in Figure 7 when the O
content, Ca content, Mg content, and the temperatures are 0.007%, 0.002%, 0.0005%, and 1600 °C
respectively. It was observed that an increase in the Al content results in an increase in the Al,O3
content and a decrease in CaO and SiO; contents; however, the MgO and MnO contents did not change
much. With regard to the results described by Qian [18], it is worth noting that the Al content comes
from the ferrosilicon. A large part of the aluminum reacts with oxygen to form Al,Oj3 inclusions,
and the remaining aluminum is involved in the steel-slag reaction, thereby resulting in the fluctuation
of the Al content. This is another reason for the fluctuations in the compositions of the endogenous
inclusions that are smaller than 5 um.
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Figure 7. Inclusion composition as a function of the Al content.

The temperature was 1550 °C at the beginning of the VOD process, the highest temperature
was 1650 °C at the oxygen blowing stage, and the final steel temperature was 1600 °C; therefore,
the temperature changed during the VOD refining process. The relationship between the inclusion
composition and the temperature was calculated by using the FToxid and FTmisc databases of
FactsageTM7.1 when the O content, Ca content, Mg content, and the Al content were 0.007%, 0.002%,
0.0005% and 0.004%, respectively, and the result are shown in Figure 8. It can be seen that each
inclusion composition changes with the changing temperature. The CaO content in the inclusion first
increases and then decreases. The Al,O3 and MgO contents first decrease from 1650 °C to 1610 °C,
and then increase. The change trends of MgO and SiO; in the inclusion are just the opposite. The MnO
content increases gradually with the decrease in the temperature. The oxidation reaction with Ca, Al,
Mg, Si, and Mn are exothermic, so that all of the reactions will occur as the temperature decreases.
However, since Ca is a strong oxidizing element, and the concentration of Si in the molten steel is
high, the deoxidation reaction of Ca and Si takes precedence. The CaO and SiO, contents in the
inclusion increase, while the Al,O3 and MgO contents in the inclusion decrease. With continuing
deoxidation, the CaO and SiO, concentrations decrease relatively, triggering an increase in Al,O3 and
MgO. The change in the temperature during the VOD refining process is one important reason for the
fluctuations in the composition of the endogenous inclusions that are smaller than 5 um.
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Figure 8. Inclusion composition as a function of the temperature.

The schematic illustration of the formation mechanism of the CaO-SiO;-Al,O3-MgO-MnO
inclusions is shown in Figure 9. The oxidation of Si and Al and the collision result in the modification
of the smaller-sized inclusions; the reactions are shown in Equations (1)-(3). The source of the total
contents of Ca and Mg mainly comes from the addition of FeSi and the reduction of CaO and MgO in
the slag or refractory. The appearance of MnO in the inclusions is related to the VOD process; the high

oxygen and manganese contents in the liquid steel in part lead to these inclusions.
[Si] 4+ 2[O] = SiO,
4[Al] + 3Si0, = 2Al,03 + 3[Si]
2x[Al] 4 y[Si] + (3x + 2y)[O] = xAl, O3 - ySiO,
2[Me] + SiO, = 2MeO + [Si]
3[Me] + Al,O3 = 3MeO + 2[Al]
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Figure 9. Schematic illustration of the formation mechanism of the CaO-SiO;-Al,03-MgO-
MnO inclusions.

5. Conclusions

()
@
®)
4)
©)

(1) The compositional characteristics indicated that two types of inclusions with different sizes
existed in the 304L stainless steel during the VOD refining process, namely, CaO-5i0,-Al,03-MgO
external inclusions with sizes ranging from several to tens of microns, and CaO-5i0,-Al,03-MgO-MnO
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endogenous inclusions with sizes smaller than 5 um. The main inclusion type was CaO-SiO,-
Al,O3-MgO-MnO.

(2) The inclusion composition changed with an increasing size of the inclusions from 1 um to
30 um. Most of the inclusions were smaller than 5 pm.

(3) The inclusions that were larger than 5 pm were mostly CaO-5i0,-Al,03-MgO; the similarity
in composition to the slag indicated that these inclusions originated from slag entrapment.
The Ca0O-5i0,-Al,03-MgO-MnO inclusions that were smaller than 5 um mostly originated from
an oxidation reaction with Ca, Al, Mg, Si, and Mn. The changes in the inclusion composition resulting
from changes in the Ca, Al, and O contents, and the temperatures during the VOD refining process
were larger for the smaller inclusions.
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Abstract: The post-annealing mechanical behavior of 316L austenitic stainless steel (SUS316L)
after electrically assisted (EA) annealing with a single pulse of electric current is experimentally
investigated to evaluate the feasibility of a two-stage forming process of the selected SUS316L with
rapid EA annealing. A tensile specimen is deformed to a specific prestrain and then annealed by
applying a single pulse of electric current with a short duration less than 1 s. Finally, the specimen is
reloaded until fracture. The stress-strain curve during reloading shows that the flow stress of the
SUS316L significantly decreases, which indicates the occurrence of EA annealing. The electric current
also increases the maximum achievable elongation of the SUS316L during reloading. The stress-strain
curve during reloading and the microstructural observation suggest that the effects of EA annealing
on the post-annealing mechanical behavior and microstructure strongly depend on both the applied
electric current density (electric current per unit cross-sectional area) and the given prestrain.
The results of the present study suggest that the EA annealing technique could be effectively used to
improve the formability of SUS316L when manufacturing complex parts.

Keywords: electrically assisted annealing; electric current; prestrain; stainless steels

1. Introduction

Formability is an important issue for all metallic materials in forming processes, even for austenitic
stainless steels (ASSs). ASSs are known to have good formability, excellent corrosion resistance,
and good weldability [1-3]. However, in some industrial applications, the good formability of ASSs
may still not be satisfactory [4,5]. For example, in deep drawing of consumer electric components
using ASSs, the forming process is frequently composed of two (or multiple) forming stages with heat
treatment between the forming stages, due to the formability of the ASSs.

Furnace annealing between forming stages is a commercially well-established heat treatment
process to control the formability of an ASS in a two- or multiple-stage forming process. A deformed
part is heat-treated in a certain temperature range (800-1100 °C) for a specified duration (usually
from 30 to 45 min) [4,5] before the next forming stage. While furnace annealing can effectively restore
the formability of the product by annihilating strain hardening from the previous forming stage,
furnace annealing frequently becomes quite time-consuming and expensive. Thus, a cost-effective and
preferably rapid alternative technique to control the formability of ASS is still desirable.

Electrically assisted manufacturing (EAM) is a promising metal forming technique, in which
the mechanical property of a metal is controlled by simply applying electricity to the metal during
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deformation (referred to as electroplasticity) [6,7]. In the investigation of the effect of electric current on
the mechanical behavior of metal alloys, several researchers repeatedly applied electric current with a
short duration (pulsed electric current) to a metal during deformation. Roth et al. [8] applied a pulsed
electric current to aluminum 5754 alloy during tension to achieve maximum elongation close to 400% of
the gage length. Salandro et al. [9] applied a pulsed electric current to aluminum 5052 and 5083 alloys
during tension. According to Salandro et al. [9], the effectiveness of the electric current on the tensile
behavior of selected aluminum alloys depends on both the alloy and the heat treatment. Kim et al. [10]
and Roh et al. [11] reported that the formability of aluminum alloys during tension with a pulsed
electric current is increased due to electric current induced (or electrically assisted: EA) annealing.
It has also been reported that the microstructure of metals can be significantly affected by electric
current. Conrad et al. [12] reported that the plasticity and phase transformation of various metals
and ceramics were affected by an electric current. Xu et al. [13] reported that recrystallization and
grain growth of cold-rolled x-Ti were accelerated by an electric current. More recently, Park et al. [14]
reported that the annealing temperature and time for recrystallization of interstitial free (IF) steel
and AZ31 magnesium alloy were significantly reduced by electropulsing treatment (EPT) compared
to conventional heat treatment with a furnace. It is important to note, however, that for specific
metal alloys and experimental conditions, applying an electric current during deformation may
induce adverse effects on the formability [15,16]. Magargee et al. [15] observed that the formability of
commercially pure titanium was not significantly changed when an electric current was applied during
tensile deformation, even though the flow stress substantially decreased. Jeong et al. [16] studied the
effect of electric current on the tensile behavior of transformation-induced plasticity (TRIP)-aided steel
and reported that the elongation of TRIP-aided steel significantly decreased by applying a pulsed
electric current during tensile deformation. They suggested that the effect of electric current on the
mechanical behavior can be strongly affected by designing the pulsing pattern of the electric current in
accordance with the material’s characteristics.

While applying a pulsed electric current to a metal alloy during deformation generally enhances
the formability of the metal alloy, it may not be practical to design a commercial metal forming process
with a pulsed electric current. The cycle time of the process may be significantly increased and/or
the structure of forming machines may become quite complex. Several recent studies on EAM or
electroplasticity have reported that the mechanical properties of a metal can be altered by applying
a single pulse of electric current of short duration. Kim et al. [17] reported that the springback in
U-bending of advanced high strength steel sheets can be reduced or even eliminated by applying
a single pulse of electric current prior to removal of the forming load. Thien et al. [18] applied a
single pulse of electric current to a complex phase ultra-high strength steel at a specific prestrain and
reported that the flow stress significantly decreased and the formability increased during reloading.
These previous studies suggest that electrically assisted two- (or multiple-) stage metal forming
processes for certain metal alloys may be effectively designed with a single pulse of electric current.

However, studies on the mechanical behavior of metal alloys (including ASSs) under a single
pulse of electric current between plastic deformations are still quite limited. In the present study,
the effect of a single pulse of electric current on the mechanical behavior and microstructure of a
commercially available 316L austenite stainless steel (SUS316L) is reported. Specifically, the goal of the
present study is to evaluate the feasibility of a two-stage forming process of the selected SUS316L with
rapid EA annealing.

2. Experimental Set-Up

Commercially available 1 mm thick grade SUS316L sheets (Fe-17.06Cr-9.81Ni-1.17Mn-1.97Mo-
0.595i-0.028C in wt.%) were used for the experiment. Typical tensile specimens according to ASTM-E08
with a gage width of 12.5 mm and a gage length of 50 mm were fabricated by laser cutting along the
rolling direction of the sheet.
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In the present study, electrically assisted (EA) two-stage forming of the selected SUS316L was
simply implemented by quasi-static tensile tests with a single pulse of electric current, as schematically
described in Figure 1. The quasi-static tensile test was conducted using a universal testing machine.
The baseline tensile test was first conducted by simply deforming a specimen by tension until fracture.
For the quasi-static tensile test with EA annealing, a specimen was first deformed to a specified
prestrain by uniaxial tension with a constant displacement rate of 2.5 mm/min. A single pulse of
electric current with a short duration was then applied to the prestrained specimen to induce EA
annealing, according to the electric current parameters. Next, the specimen was cooled to room
temperature in air and unloaded. Finally, the specimen was reloaded until fracture by uniaxial tension
with a constant displacement rate of 2.5 mm/min.
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Figure 1. Schematics of (a) electrically assisted (EA) annealing with a single pulse of electric current
and (b) the experimental set-up.

For EA annealing, the electric current was generated by a programmable Vadal SP-1000U power
supply (Hyosung, Seoul, Korea). By inserting a set of bakelite insulators between the specimen
and grips, the tensile test machine was insulated from the electric current (Figure 1b). The force
history during the experiment was measured as a function of time by a load cell using a PC-based
data acquisition system (Figure 1b). The displacement history was also measured using a laser
extensometer (LX500, MTS, Eden Prairie, MN, USA) by attaching retro-reflective tape to the specimen.
Finally, an infrared thermal imaging camera (T621, FLIR, Taby, Sweden) was employed to monitor the
temperature change of the specimen throughout the experiment. It should be noted that one side of
the specimen was sprayed with black thermal paint to stabilize the emissivity and thus improve the
accuracy of the temperature measurement. The emissivity was calibrated by a k-type thermocouple
through separate calibration tests.

For the parameter study, two different prestrain levels (20% and 60%) were combined with three
different true electric current densities (95, 100, and 105 A/ mmz) and a constant electric current
duration of 0.75 s. It should also be noted that the selected prestrains in the present study correspond
to 20% and 60% of uniform elongation from the baseline tensile test (without prestrain and electric
current), respectively, as indicated in Figure 2. The true electric current density was calculated based
on the actual cross-sectional area of the specimen at the given prestrain, as the term “true” indicates.
For each parameter set, at least three specimens were tested to verify repeatability of the results.

To analyze the effect of electric current on the microstructure of a prestrained specimen, the EA
annealed specimen was removed from the test without reloading to fracture and was prepared for
microstructural analysis. The microstructure of the specimen was characterized by an electron probe
microanalyzer (EPMA, JXA-8530F, JEOL Ltd., Tokyo, Japan) and a field emission gun scanning electron
microscope (FE-SEM, SU70, Hitachi, Tokyo, Japan) equipped with an electron backscatter diffraction
system (EBSD, EDAX/TSL, Hikari, Hayward, CA, USA). To evaluate the change of dislocation density
by EA annealing, the full width at half maximum (FWHM) of the diffraction peak was measured with
an X-ray diffractometer (D8-Advanced, BRUKER MILLER Co., Boston, MA, USA) using a Cu radiation
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source operating at 50 kV at room temperature. Diffraction patterns were recorded in the scan range
of 40-85° with a scan speed of 1°/min. Specimens for microstructural observation were prepared by
mechanical grinding followed by electropolishing with an 80 mL perchloric acid, 90 mL distilled water,
100 mL butanol, and 730 mL ethanol solution at 20 V. For EBSD analysis, the accelerating voltage and
scan step size were 15 kV and 0.5 um, respectively. The critical misorientation angle was set to 15° for
grain identification.

800

Ultimate strength

600+ "I LA
60% prestrain

400+ 20% prestrain

100% - Uniform elongation

2004

Engineering stress (MPa)

'YS - Yield strength

0 T T T T T T
0 10 20 30 40 50 60 70

Engineering strain (%)

Figure 2. A stress—strain curve of a baseline specimen.
3. Results

During EA annealing, the temperature of the specimen rapidly reached the maximum temperature
using resistance heating followed by cooling, as representative temperature histories of the 60%
prestrained specimens shown in Figure 3a. It should be noted that the temperature was measured at
the center of the specimen, which gave the highest temperature from application of the electric current.
Naturally, the peak temperature increased as the current density was increased as shown in Figure 3b.
Additionally, there was no significant effect of two different prestrains on the peak temperature.

1200 1200
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1000+ 1000+
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0 10 20 30 40 50 60 0 95 100 105
Time (sec) Current density (A/mm”)

Figure 3. (a) Temperature histories of 60% prestrained specimens and (b) the peak temperatures as
functions of current density during EA annealing for different prestrains.

From the load-displacement history during reloading, engineering stress-strain curves during
reloading were constructed based on the gage length and cross-sectional area at each prestrain,
as shown in Figure 4. As expected, the yield strengths during reloading (the post-annealing yield
strengths) generally showed higher values than the baseline yield strength without prestrain due
to strain hardening for both prestrains. For the same reason, the elongations at fracture during
reloading (the post-annealing elongation) for both prestrains generally showed lower values than the
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baseline elongation at fracture without prestrain. As the current density was increased, the engineering
stress-strain curves during reloading clearly showed that the flow stress of the SUS316L gradually
decreased, which indicates the occurrence of EA annealing [10]. The post-annealing elongation also
clearly increased with increasing current density.
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Figure 4. Engineering stress-strain curves after EA annealing with (a) 20% prestrain and (b) 60%
prestrain; the engineering stress-strain curves during reloading was constructed based on the gage
length and the cross-sectional area at each prestrain.

The post-annealing yield strength and post-annealing elongation can be plotted as functions
of current density (Figure 5a,b, respectively). The results in Figure 5a,b suggest that the effect of
EA annealing on the mechanical behavior during reloading is significantly different depending on
the magnitude of the prestrain, even with the same true current density and nearly identical peak
temperatures. As shown in Figure 5a,b, with the higher prestrain, the effect of EA annealing becomes
more pronounced, i.e., the post-annealing yield strength and post-annealing elongation change more
rapidly with the higher prestrain, as the current density increases with the constant duration of
electric current. The effectiveness of EA annealing on the formability of the SUS316L can be further
evaluated by comparing the total achievable displacement or total achievable elongation based on the
original gage length of the baseline specimen. The total achievable displacement and total achievable
elongation can be simply calculated as:

Total achievable displacement = displacement by prestrain + displacement during reloading

Total achievable elongation = total achievable displacement/the gage length of the baseline specimen

The total achievable elongation as a function of current density, clearly seen in Figure 6a,b,
confirms that EA annealing at the higher prestrain is beneficial to improve formability of the given
metal alloy. Especially at the highest current density of 105 A/ mm?, the total achievable elongation with
the 60% prestrain was approximately 1.5 times higher than that with the 20% prestrain (Figure 6a,b).
It is to be noted that the total achievable elongation with the 20% prestrain and current density of
95 A/mm? still surpassed that of the baseline tensile test.

For evaluation of the effect of EA annealing on hardening behavior during reloading,
the engineering stress-strain curves in Figure 4 were converted to true stress-strain curves up to
the engineering strain of uniform elongation, as shown in Figure 7a,b. As expected, strain hardening
parameters with the higher prestrain showed lower values in comparison to those with the lower
prestrain. However, the strain hardening exponent (Figure 7c) and strength coefficient (Figure 7d) as
functions of current density showed that with the higher prestrain, both strain hardening parameters
increased more rapidly as the current density was increased. At the current density of 105 A/mm?,
the strain hardening parameters during reloading with the 60% prestrain became nearly identical
to those of the baseline curve without prestrain. This finding suggests that the strain hardening
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by the given prestrain was completely annihilated by the electric current with a duration of 0.75 s,
which confirms the benefit of EA annealing as a rapid annealing process for cost-effective two-stage
forming. However, it should be noted that with the 20% prestrain, the strain hardening parameters
during reloading were not close to those of the baseline curve without prestrain, even at the current
density of 105 A/mm?, which was the highest current density selected in the present study. Therefore,
in the design of two-stage forming with EA annealing, the amount of deformation in the first forming
stage needs to be carefully decided to optimize the effect of EA annealing in the process.
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Figure 5. (a) Post-annealing yield strength and (b) post-annealing elongation of prestrained specimens
after EA annealing.
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Figure 6. (a) Total achievable elongation as a function of current density and (b) the effect of prestrain
and the current density on the total achievable elongation; the total achievable elongation was calculated
based on the original gage length of the baseline specimen.

As presented above, the mechanical behavior of the SUS316L during reloading after a short
duration of electric current strongly suggests the occurrence of EA annealing. To confirm this
occurrence of EA annealing, FWHM analysis of the diffraction peak profile can be effectively
used [19,20]. For crystalline materials, the diffraction peak profile is typically broadened when the
crystal lattice is distorted by lattice defects, especially by dislocations [21,22]. As shown in Figure 8a,b,
the FWHM values decreased with increasing current density for both prestrains selected in the present
study. The results in Figure 8a,b clearly confirm the reduction of dislocation density (annihilation
of dislocations) in the prestrained specimen by the applied electric current, which is EA annealing.
It should be noted that for the 60% prestrain, the FWHM values show that the specimen was fully
annealed to the baseline status without prestrain when the electric current density of 105 A /mm? was
applied. Therefore, it is speculated that recrystallization occurred under this condition. In contrast,
for all of the 20% prestrained specimens, full annealing was not achieved, even though the peak
temperatures were nearly the same, as shown in Figure 3b. The results of the FWHM analysis are
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in good agreement with the observed mechanical behavior during reloading after EA annealing in
Figures 4-6.
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Figure 9 shows the EBSD inverse pole figures (IPF) with respect to the normal direction (ND) and
kernel average misorientation (KAM) maps for each specimen. For KAM maps, the higher degree
of misorientation is denoted by a brighter color. The color of the KAM maps is proportional to the
amount of dislocation or the accumulated strain energy present in the specimen, as indicated in the
color scale bar. The KAM maps display effects, which can be interpreted as dislocations. For EA
annealing with 105 A/mm?, the average grain size of the 60% prestrained specimen was significantly
reduced from 17.0 + 5.9 to 12.1 + 4.3 pum. The average KAM value of the 60% prestrained specimen
was also significantly reduced from 1.10 to 0.33 under the condition of 105 A/mm?. This result clearly
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indicates that recrystallization occurred in the 60% prestrained specimen after EA annealing with the
current density of 105 A/mm?. This result coincides with the FWHM value of the 60% prestrained
specimen under the electric current density of 105 A/mm?, as shown in Figure 8b. This result can
be explained as the dislocation density induced by the 60% prestrain was high enough to provide
the driving force for recrystallization [23] during EA annealing with 105 A/mm? for the duration of
0.75 s. This phenomenon might be related to the acceleration of recrystallization kinetics due to the
electric current [14]. No significant changes in the grain size were observed for the other combinations
of prestrain and electric current density considered in the present study.
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Figure 9. Electron backscatter diffraction (EBSD) inverse pole figures for normal direction (ND) and
kernel average misorientation (KAM) maps of specimens with (a) 20% prestrain and (b) 60% prestrain
for various electric current densities.

4. Conclusions

In the present study, the effects of a single pulse of electric current on the mechanical behavior
and microstructure of a commercially available SUS316L were investigated to evaluate the feasibility
of a two-stage forming process with rapid EA annealing in less than 1 s. The mechanical behavior of
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the prestrained specimen after applying a single pulse of electric current to the specimen suggests
the occurrence of EA annealing. The results of microstructural analysis show the annihilation of
dislocations by the electric current, confirming the occurrence of EA annealing. The experimental
results show that the effectiveness of EA annealing strongly depends not only on the electric current
parameters, but also the magnitude of the prestrain. Depending on the electric current parameters and
the magnitude of the prestrain, full annealing with recrystallization was even possible to significantly
increase the total maximum achievable elongation of the specimen. The results of the present study
suggest that a two-stage forming process of SUS316L can be simplified and expedited by properly
implementing rapid EA annealing in the process. As a final remark, in the present feasibility study,
the duration of electric current was fixed for simplicity. However, for optimization of a practical
dual-stage forming process with rapid EA annealing, a further study with expanded electric current
parameter combinations with different electric current durations may be necessary.
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Abstract: Stainless steel possesses outstanding advantages such as good corrosion resistance and long
service life. Stainless steel is one of the primary materials used for sustainable structures, and welding
is one of the main connection modes of stainless-steel bridges and other structures. Therefore, fatigue
damage at welded joints deserves attention. The existing fatigue design codes of stainless-steel
structures mainly adopt the design philosophy of structural steel. In order to comprehensively
review the published fatigue test data of welded joints in stainless steel, in this paper, the fatigue test
data of representative welded joints of stainless steel were summarized comprehensively and the
S-N curves of six representative stainless-steel welded joints were obtained by statistical evaluation.
The comparison of the fatigue strength from existing design codes and fatigue test data was performed,
and the results showed that the fatigue strength of welded joints of stainless steel was higher than
that of structural-steel welded joints. The flexibility of regression analysis with and without a fixed
negative inverse slope was discussed based on the scatter index. It was found that the fatigue test data
of stainless-steel welded joints are more consistent with the S-N curve regressed by a free negative
inverse slope. In this paper, a design proposal for the fatigue strength of representative welded joints
of stainless steel is presented based on the S—N curve regressed by the free negative inverse slope.

Keywords: stainless-steel structure; welded joints; fatigue strength; S-N curves; scatter index

1. Introduction

Stainless steel has outstanding corrosion resistance, an elegant surface effect, and good mechanical
properties. With the improvement of engineering construction standards, the optimal life cycle benefits
are taken into account, as well as the realization of targets to reuse materials for energy conservation
and emission reduction. Therefore, stainless steel is one of the preferred materials for a sustainable
structure, and has wide development prospects in environments with high durability requirements for
materials such as offshore or near the sea [1-3]. The upper tower of Stonecutters Bridge is a composite
structure with a stainless-steel skin. The Hong Kong—Zhuhai-Macau Bridge’s outer reinforcement parts
used duplex stainless steel [4]. The designers of the motorway flyover in Kerensheide, the Netherlands,
took the resulting corrosion risks into account by selecting stainless steel. The pillars of the footbridge
in Reykjavik, Iceland consist of concrete-filled stainless-steel circular hollow sections. The structure
of the Spain Afiorga Railway Bridge is completely made from stainless steel [5]. Stockholm Bridge
in Sweden used duplex stainless steel in its renovation. Welding is the main method of connection,
and fatigue is the main design criterion. The repair of defects is very expensive; moreover, it is
difficult to obtain the ideal repair effect [6-9]. Thus, guidelines are needed to avoid fatigue failure of
stainless-steel welded joints.

The fatigue properties of welded joints were tested due to difficulties in reaching a consensus on
the fatigue design rules. The collection of existing fatigue test data is a common practice in classifying
fatigue details. This is, of course, not the most advisable way, given that the costs and the time involved
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in testing specimens to simulate real bridge details and loads are considerable. Data representative
of several countries, steel, and manufacturers may be considered so that the natural scatter based on
bridge constructions is included.

The fatigue behavior of stainless-steel welded joints was the subject of substantial research.
Niemi et al. [10,11] studied the fatigue strength of welded joints of austenitic and duplex stainless
steel. They tested the butt-welded specimens and several types of fillet-welded specimens. The results
indicated that the fatigue strength of stainless-steel welded joints was higher than that of the welded
joints of structural steel existing in the fatigue design standard [11]. Razmjoo [12] summarized fatigue
test data of stainless-steel welded joints in 1995. He compared the data with the 95% confidence limits
enclosing the fatigue data obtained from structural-steel welded joints. He found that the fatigue
test data of stainless-steel welded joints fell within the scatter band of the structural-steel welded
joints. Due to data limitation, he suggested that the S—N curves for structural-steel welded joints
could be used to conservatively design stainless-steel welded joints. Branco et al. [13] systematically
investigated the fatigue behavior of stainless-steel welded joints. They compared the fatigue test data
of stainless-steel welded joints with the scatter band of the structural-steel welded joints. The results
indicated that the S—N curves of the structural-steel welded joints could be applied to stainless-steel
welded joints. The International Institute of Welding (IIW) fatigue recommendation [14] S-N curves
were generally more suitable than those in Eurocode (EC)3 Parts 1-9 [15]. They found that the type of
stainless steel did not influence the fatigue strength of stainless-steel welded joints. The specimens
made from gas tungsten arc welding (GTAW) have high fatigue strength due to the very favorable
weld profiles and low stress concentration. Metrovich et al. [16] studied the fatigue strength of the weld
in stainless-steel beams. These beams were made from AL-6XN superaustenitic steel; this stainless
steel is popular in the chemical industry. They found that the fatigue strength of the longitudinal fillet
weld and bulkhead attachment was the same as a structural-steel weld and the fatigue strength of
the transverse groove weld was higher than a structural-steel weld. The National Research Institute
for Metals of Japan [17] published fatigue test data of the hot-rolled austenitic stainless-steel and butt
weld. Nakamura et al. [18,19] investigated the fatigue strength of the butt weld and the filled weld
made from austenitic stainless steel in the air and a corrosive environment. The results illustrated that
the negative inverse slope of S—N curves (m = 5-15) regressed from the fatigue test data was much
larger than the Japanese fatigue design standard [20] for the structural-steel welded joints, in which the
negative inverse slope m of the S-N curves in the standard is equal to 3. In the corrosive environment,
the fatigue strength was reduced. The fatigue strengths of the butt weld and the fillet weld in the
corrosive environment were 80% and 66% of the fatigue strength in the air environment, respectively.
Singh et al. [21,22] tested the butt weld and the fillet weld of the austenitic stainless steel, and the
results indicated that the fatigue test data were consistent with the fatigue design standard, BS 5400
Part 10 [23]. Wu et al. [24] studied the butt weld and the fillet weld made from austenitic stainless steel,
duplex stainless steel, and typical structural steel. They found that the fatigue strength of welded joints
made from stainless steel was higher than that of the structural-steel welded joints. The S-N curves
obtained from the fatigue test data of stainless-steel welded joints were quite different from the S-N
curves from the IIW fatigue design recommendation [14]. The negative inverse slope of the S-N curves
and the fatigue strength regressed from Wu's fatigue test data were substantially larger than those in
the IIW fatigue design recommendation. However, a systematical statistical analysis of the fatigue test
data is absent in these studies. Highly conservative design rules were proposed, owing to the fact that
experimental evidence was not available to justify more favorable rules. The conclusion is based on
the design rules for structural-steel welded joints although the stress—strain curves for stainless steels
exhibit no yielding plateau [25], as well as a low proportional limit [25] and low residual stress [26].

The above research focused on the nominal stress approach. Partanen and Niemi [27] proposed
S-N curves for a hot-spot stress approach based on the fatigue test data of structural-steel and austenitic
stainless-steel welded joints. The fatigue strength that resulted in a fatigue life of two million cycles
was 107 MPa. This value for the fatigue strength was similar to that of the fatigue classification of the
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IIW recommendation [14] and EC3 Parts 1-9 [15]. Jia et al. [28] found that the fatigue strength of duplex
stainless-steel welded joints with a fatigue life of two million cycles was equal to 167 MPa. This was
much higher than the result of Partanen and Niemi. Feng and Young [29] investigated the stress
concentration factor (SCF) of tubular X-joints. They illustrated that the current SCF equations gave
unconservative predicted results, and new SCF equations were proposed. The research on hot-spot
stress approach for stainless-steel welded joints is not sufficient to suggest reasonable fatigue design
rules. Lazzarin et al. [30,31] studied two new approaches for fatigue estimation of stainless-steel
welded joints: a local strain energy density approach and a peak stress method. The results showed
that the local strain energy density approach was not suitable, and the peak stress method could
accurately estimate the fatigue performance of stainless-steel welded joints. Further validation of the
peak stress method should be conducted. Fracture mechanics were used to investigate the fatigue
strength of stainless-steel welded joints [12,21,22,32-34]. The fatigue crack propagation of stainless steel
is influenced by the transformation-induced plasticity (TRIP) effect [35]. The TRIP effect was confirmed
to be beneficial to the fatigue crack growth resistance of stainless steels containing austenite as the main
phase, such as austenitic stainless steels [35]. This TRIP effect was ignored in the fracture mechanics
research for stainless-steel welded joints. After recent developments in the field of stainless-steel
construction, it is necessary to conduct a comparative study on the commonly used design standards.

In the fatigue design standards of steel structures, the IIW recommendation [15] and EC3 Parts
1-9 [14] include stainless steel. The IIW recommendation [15] includes austenitic stainless steel and
EC3 Parts 1-9 [14] include all grades of stainless steel. The fatigue classifications of the six typical
welded joints in EC3 Parts 1-9 [14] and the IIW recommendation [15] are shown in Table 1. There is a
slight difference between these standards. The fatigue strength of the plates with longitudinal edge
gussets in EC3 Parts 1-9 [14] is lower than that in the [IW recommendation [15].

Table 1. Fatigue strength of typical welded joints in the European Eurocode (EC)3 Parts 1-9 and the
International Institute of Welding (ITW) recommendation.

Weld Structure Additional Provisions EC3 Codes [14] IIW Codes [15]
Butt weld Weld reinforcement less than 10% width 80 80
uttwe Weld reinforcement less than 20% width 90 90
Cruciform joints failing .
in the weld throat Failing in the weld throat 36 36
Plates with transverse
fillet-welded attachments / 80 80
L <50 mm 80 80
Plates with longitudinal 50 mm < L <80 mm 71 71
fillet-welded attachments 80 mm < L <100 mm 63 63
L > 100 mm 56 50
Plates with longitudinal L < 150 mm 40 50
edge gussets
Fillet-welded joints with
longitudinal round pipes / 80 80
Plates and flats with as-rolled edges 160 160

Machine gas cut or sheared material

with subsequent dressing 140 140

Base metal Material with machine gas cut edges

having shallow and regular drag lines
or manual gas cut material, 125 125
subsequently dressed to remove all
edge discontinuities

Note: L stands for weld length.
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Thus, it is an opportune time to review the fatigue test data of welded joints. In this paper,
the fatigue test data of the welded joints of stainless steel were summarized, and the S-N curve and the
fatigue strength were obtained using a statistical analysis method. This paper discusses the applicability
of a free negative inverse slope regression S-N curve and a fixed negative inverse slope regression S—-N
curve using the scatter index, T. The fatigue classification of stainless steel followed that of structural
steels in Eurocode 3 [14] and the International Institute of Welding recommendations [15]; however,
the difference in welding processes and so on between stainless steel and structural steel was not
taken into account. By comparing the fatigue classification of Eurocode 3 and ITW recommendations
with the fatigue test data of stainless-steel welded joints, the applicability of fatigue classification of
structural steel for stainless steel is assessed. In this paper, a design proposal for the fatigue strength of
stainless-steel welded joints is presented.

2. Database for the Evaluation

2.1. Data-Pooling of Experimental Results

Fatigue test data of typical welded joints of stainless steel were collected from Japan [17,18],
India [21], Europe [11-13], and China [24]. Data including a total of 85 butt welds and 45 cruciform
joints failing in the weld throat, 41 plates with transverse fillet-welded attachments, 38 plates with
longitudinal fillet-welded attachments, 38 plates with longitudinal edge gussets, and 10 fillet-welded
joints with longitudinal round pipes were obtained. The specimen thickness, welding procedure,
material type, experimental information, and the fatigue crack initiation position are shown in Table 2.
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It should be mentioned that the fatigue data from the literature should be verified using the
log-normal distribution because of the heterogeneous nature of the database. Statistical examinations
for proving the quality of the data being merged were applied to check if each dataset could be regarded
as part of the same population. Checking that datasets belonged to the same statistical population was
also applied to identify parameters that led to a differentiation in the fatigue category. The details can
be found in Section 2.2.

It is well known that, with the increase of plate thickness, the fatigue life of welded joints will
decrease [36]. Therefore, most fatigue rules include a correction factor, which can reduce the stress
obtained from the design S—N curve when the thickness of the plate exceeds a certain reference value.
The design curve can be directly applied. In the EC3 Part 9 [14] and [IW recommendations [15],
the reference thickness is 25 mm. In Table 1, the thickness of specimens was 6 mm to 12 mm and was
much smaller than the reference thickness. The plate thickness correction cannot be studied due to
limited data. It is well known that the fatigue strength of welded joints is not related to the material
property [36], i.e., the tensile strength. The tensile strength of the duplex stainless steel is much higher
than that of the austenitic stainless steel. Maddox [36] reviewed the current research, and the results
demonstrated that the influence of the material type on the fatigue strength for stainless-steel welded
joints can be neglected. Following the above conclusion and considering the fact that some data did
not include the material strength, the influence of material type was not studied in the present paper.

Stainless steel is a rate-sensitive material; however, a load frequency between 3 and 114 Hz has no
effect on fatigue behavior when the temperature does not increase and there is no corrosion during the
test period [37]. In this paper, the normal distribution of test data under different load frequencies
was tested, and it was found that the test data of different load frequencies still satisfied the normal
distribution. Therefore, the load frequency indirectly affects the fatigue behavior.

The stress ratio does not influence the fatigue strength of the welded joints. Branco et al. [13]
found the same conclusion for stainless-steel welded joints. However, small-scale specimens were
tested in their experiments. To the best of the authors” knowledge, no large-scale specimen (welded
beam) data could be found in the published literature. These should be researched in the future to
reach a solid conclusion.

The different welding procedures produce different weld profiles and imperfections. From a
general view, the weld quality represents the weld profile and imperfections [38]. The weld quality
has a significant influence on the fatigue strength of the welded joints [38]. Branco et al. [13] reported
that there was no difference between the specimens made from gas metal arc welding (GMAW) and
from gas tungsten arc welding (GTAW). The weld quality of these two welding procedures can be
regarded as being the same.

The crack initiation position is related to the weld profile. This should be illustrated in the fatigue
classification category. Except for the load-carrying cruciform joint, the fatigue crack initiation occurs
at the weld toe in the other welded joints, as shown in Table 2.

These fatigue test data summarized in Table 1 can be used to determine the fatigue strength of
the stainless-steel welded joints. The thickness effect can be studied by using thicker specimens and
collecting more beam specimen data in the future.

2.2. Examination of the Log-Normal Distribution

The statistical samples used in regression S-N curves had systematic errors that were too large;
therefore, the consequences would not be credible. As such, it was necessary to judge whether the
systematic error of data could be neglected before regressing the S-N curve.

The fatigue life data, y = log N, were prepared for n specimens for probability plotting by ranking
the data from minimum to maximum values. Each data item was labeled with an order number, i,
asy1 <y <... <yy. The probability of survival for the ith data item was approximated as follows:

i

Pi=1—m- @
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Statistical tests for verifying the quality of the data being merged were applied to check if each
sample set could be seen as part of the same population. The logarithmic fatigue life obeys a normal
distribution [39]. As shown in Figure 1, the logarithmic fatigue life was chosen as the abscissa and the
survival probability was chosen as the ordinate. When the test data satisfy the normal distribution,
the data are reasonably linear on a probability graph [39,40]. An “eyeball” assessment was used to
determine whether the logarithmic fatigue life data in the normal probability graph followed a linear

trend [40].
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Figure 1. Verification of the normal distribution of fatigue test data: (a) butt weld; (b) cruciform
joints failing in the weld throat; (c) plates with transverse fillet-welded attachments; (d) plates with
longitudinal fillet-welded attachments; (e) plates with longitudinal edge gussets; (f) fillet-welded joints
with longitudinal round pipes; (g) base metal.

The distribution of data points was close to linear, which indicates that the data conformed to
a normal distribution. The collected fatigue test data could be regarded as samples from the same
statistical matrix and were in accordance with the normal distribution. It was found that the test data of
different steel types, thicknesses, stress ratios, load frequencies, and welding procedures still satisfied
the normal distribution. Therefore, these factors indirectly affected the fatigue behavior of the test data.
The test data collected could be utilized to regress the S-N curve.

3. Statistical Re-Analysis, S-N Curves, and Fatigue Strength

3.1. S—N Curve

Taking the stress range log Ao as an independent variable and the number of cycles log N as
dependent, the mean fatigue S—-N curve was obtained by estimating both the negative inverse slope m
and the intercept log C as follows:

C=Ad"N = logN =log C — mlog Ac, ()

m= @)

M=

Y (xi=%)(yi-y)
LogC =x+ I:ln—y, 4)
X (vi-7)°

i=1
where y represents the logarithmic fatigue life and x represents the logarithmic stress amplitude;
y represents the mean of logarithmic fatigue life and X represents the mean of logarithmic
stress amplitude.
Xk = Xm _k(p,l—a,v) +0. (5)

As shown in Equation (5), the characteristic S-N curve was obtained by translating the mean S-N
curve, and the translation distance was k-0. ym represents the logarithmic fatigue life of the mean S-N
curve, and yy represents the logarithmic fatigue life of the characteristic S-N curve. ¢ represents the
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standard deviation estimator of the logarithmic fatigue life, while k is correlated with the probability of
survival ps, degree of confidence «, and degree of freedom . The characteristic value for the fatigue
strength was defined with a survival probability of 95% at a one-sided confidence level of 75% at
2 x 10 cycles. The ITW recommendation refers to the logarithmic fatigue life of the average S-N curve
minus two standard deviations, corresponding to a 97.7% survival probability [15]. The characteristic
S-N curve obtained at k = 2 is lower than the S-N curve calculated by Equation (5) [41]. In this paper,
the characteristic S-N curve was obtained by referring to the method of IIW recommendation.

Figure 2 shows the fatigue test data of six typical welded joints and the fitting characteristics of the
S5-N curve. In order to analyze the rationality of applying the fatigue classification of structural steel to
stainless steel, Figure 2 also shows the fatigue classification curves of structural steel. The negative
inverse slope of the characteristic S-N curve regressed freely was obtained from the test data using the
least squares regression method; the negative inverse slope of the fixed slope regression S-N curves
and fatigue classification curves adopted a value of 3.

The number of fatigue test data points of the six typical welded joints collected in this paper was
more than 10, which satisfied the conditions and could be regressed freely. For ease of comparison,
the regression S-N curves with a fixed slope m = 3 are also given in Figure 2.
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3.2. Scatter Band Analysis

There are inevitable random errors in the fatigue test, which are caused by random changes in
the material properties, random errors in the specimen welding process, and random errors in the
test loading devices and data testing equipment. The ratio T is a parameter that can quantify the
correlation degree between fatigue data and the dispersion of the fitting curve. The scatter index of the
S-N curves is an important indicator of the quality of the assessment [40,42]. The scatter index 1/T»
was derived from the following equation:

AOC,.—100
11, = 20ps=10% (6)
Adpg=90%

As shown in Figure 3, Aops=19% and Acpg=gp9, are the stress ranges corresponding to two million
cycles of fatigue lives of the S—N curves with a probability of survival of 10% and 90%, respectively,
and a confidence level of 75% [40]. Acps=109% and Aops=gpy, were calculated using Equation (7).
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Figure 3. Scatter indexes.

Table 3 shows the scatter indexes of the fatigue test data. The scatter index of the free slope
regression was smaller than that of the fixed slope regression. The average scatter index was 1.3 and
the standard deviation was 0.5 with free slope regression, while the average scatter index was 1.9 and
the standard deviation was 0.7 with fixed slope regression.

Table 3. Scatter indexes of the characteristic S-N curve of a typical weld structure.

Weld Structure Free Slope Regression  Fixed Slope Regression
Butt weld 1.4 2.6
Cruciform joints failing in the weld throat 2.1 3.0
Plates with transverse fillet-welded attachments 13 2.0
Plates with longitudinal fillet-welded attachments 14 1.6
Plates with longitudinal edge gussets 15 1.6
Fillet-welded joints with longitudinal round pipes 1.1 14
Base metal 13 2.4
Average value 1.3 1.9
Standard deviation 0.5 0.7

176



Metals 2019, 9, 723

When Spindel and Haibach [43] analyzed a large number of fatigue test data points of welded
joints of structural steel, the scatter index 1/T'; of the free slope regression S-N curve was 1.5, which is
commonly used as an international standard [44,45].

The above analysis shows that, for typical welded joints of stainless steel, the scatter index
obtained by free slope regression was smaller than that obtained by fixed slope regression, and was
smaller than the international standard. The free slope regression S—-N curve can be used as the basis
for fatigue design.

3.3. Suggestions on Fatigue Strength

Fatigue test data of duplex stainless steel and austenitic stainless steel were included in all welded
joints except for the longitudinal fillet-weld structure. Regression of an S-N curve with a fixed slope of
3 was used to compare the fatigue properties of austenitic stainless steel and duplex stainless steel
within the matching welded joints. It was noted that the fatigue strength of duplex welded joints of
stainless steel was not significantly different from that of austenitic welded joints of stainless steel.

Fatigue classification curves are given in Figure 2 for comparison with the experimental data.
As can be seen from Figure 2, for the butt welds, plates with transverse fillet-welded attachments,
and fillet-welded joints with longitudinal round pipes, the fatigue test data points were significantly
higher than that of the fixed regression S-N curve. Fatigue test data of the cruciform joints failing in the
weld throat, plates with longitudinal fillet-welded attachments, and a rectangular joint plate were close
to the fixed regression S-N curve. The fatigue strength obtained by free slope regression was higher
than the fatigue classification of structural-steel welded joints. The fatigue strength of stainless-steel
welded joints is greater than that of structural-steel welded joints because of the different residual
stress. Yuan [26] verified through experiments that the welding residual stress of a welded beam of
stainless steel was less than that of structural steel. The linear elastic stage of stainless steel is shorter
than that of structural steel, and the tangential modulus decreases rapidly. In materials with non-linear
stress—strain curves, the strain required to achieve an equivalent yield stress is higher than that required
to reach the unique yield point of traditional structural steel. The residual stress of stainless steel is
lower than that of structural steel due to the different constitutive relationship [26]. The heat input of a
stainless-steel weld is lower than that of a structural-steel weld due to the higher electrical resistance
of stainless steel [26]. This is another reason for the low residual stress of the stainless-steel weld.
As demonstrated in the literature [13], the butt weld, fillet-welded joints with longitudinal round pipes,
and plates with transverse fillet-welded attachments had small residual stresses. According to the [ITW
recommendation, the fatigue strength at 2 x 10° cycles should be reduced by 20% to demonstrate the
influence of high residual stress. Table 4 shows the reduced fatigue strength. The values are higher
than the fatigue strength recommended in the EC 3 Part 1-9 and IIW recommendations. In summary,
lower residual stress leads to greater fatigue strength of the stainless-steel welded joints than that of
structural steel-welded joints.

Table 4. The fatigue strength of welded joints of stainless steel suggested in this paper.

Cruciform Plates with Plates with Plates with Fillet-Welded
Weld Structure Butt  Joints Failing Transverse Longitudinal Loneitudinal Joints with Base
Weld in the Weld Fillet-Welded  Fillet-Welded Ed glc ‘ Longitudinal Metal
Throat Attachments Attachments e Lussets Round Pipes
The negative inverse 85 42 72 46 30 6.4 69
slope of S-N curve
Fatigue strength at
2% 10° cycles (MPa) 155 45 155 90 55 140 190
Lowering Fatigue
strength at 2 x 10° 127 - 128 - - 115

cycles by 20% (MPa)

In the literature [22], the fatigue life composition of stainless-steel butt welds and plates with
transverse fillet-welded attachments was analyzed using the fracture mechanics method, where it was
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found that the fatigue crack initiation life could not be neglected. Long fatigue crack initiation life
will cause the S-N curve slope m to be much larger than 3 [46,47]. The negative inverse slopes m of
the S-N curve were 8.5, 7.2, and 6.4 for butt welds, plates with transverse fillet-welded attachments,
and fillet-welded joints with longitudinal round pipes, respectively, which were much larger than 3.
The negative inverse slopes 1 of the S—N curve were 4.2, 4.6, 3.2, and 6.9 for cruciform joints failing
in the weld throat, plates with longitudinal fillet-welded attachments, plates with longitudinal edge
gussets, and base metal, respectively, which were close to 3. The fatigue strengths of the butt welds,
plates with transverse fillet-welded attachments, fillet-welded joints with longitudinal round pipes,
and base metal were 158.5 MPa, 159.7 MPa, 143.9 MPa, and 190 MPa, respectively. When S-N curves
were regressed freely, the fatigue limit of base metal at 107 cycles obtained from the test data was
150 MPa, and it was within the range of the fatigue limit in the reference [48]. The fatigue strengths of
cruciform joints failing in the weld throat, plates with longitudinal fillet-welded attachments, and plates
with longitudinal edge gussets were 49.8 MPa, 92.4 MPa, and 57.7 MPa, respectively, when S-N curves
were regressed freely.

Based on the above analysis, the fatigue strengths of the six typical welded joints of stainless steel
are suggested in Table 4.

4. Conclusions

The main conclusions of this study are as follows:

(1) For the same representative welded joints, the fatigue strength of welded joints of stainless steel
was greater than that of the structural-steel welded joints, especially for butt welds, plates with
transverse fillet-welded attachments, and fillet-welded joints with longitudinal round pipes.

(2) The scatter index 1/T s for the free slope S-N curves was 1.3, and the scatter index 1/T - for fixed
slope S—N curves, m = 3, was 1.9. This demonstrates that the scatter band of the free slope S-N
curves is much smaller than that of the fixed slope S—-N curves. The free slope S-N curves are
more suitable to represent the fatigue performance of the stainless-steel welded joints.

(3) The accuracy of analysis can be increased by adopting the slope of the S-N curve according to
welding details. Data analysis shows that the slope of the S—N curve is between 3.2 and 8.6.
With the decrease in the stress concentration, the deviation between the negative inverse slope m
and 3 is greater. This is why the IIW recommendation and EC 3 design S-N curves were used to
over-conservatively evaluate the test results.

5. Expectation

The experimental data collected in this paper were all from laboratory specimens, which were
different from the actual sizes of the components. It is necessary to supplement these data by verifying
full-scale tests under a tangible engineering environment.
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Abstract: A large number of thermodynamic simulations has been used to design a new Nb-Ti
dual stabilized ferritic stainless steel with excellent creep resistance at 1050 °C through an optimal
volume fraction of Laves (1) phase stabilized by the alloying elements Nb, Si and Mo. By raising
the dissolution temperature of the phase, which also corresponds to the onset of rapid grain growth,
the steel will better maintain the mechanical properties at higher service temperature. Laves phase
precipitates can also improve creep resistance through precipitation strengthening and grain boundary
pinning depending on the dominant creep mechanism. Sag tests at high temperatures for the designed
steel showed significantly better results compared to other ferritic stainless steels typically used in
high temperature applications at present.

Keywords: simulations; phase diagrams; iron alloys; intermetallics; phase transformation

1. Introduction

Stainless steel is used for many different automobile components due to its excellent corrosion and
heat resistance, good appearance and mechanical properties. The use of stainless steel in automobile
manufacture began with decorative trims, but has since spread into more functional components,
such as exhaust systems, where stainless steel accounts for more than half of all the stainless steel
used in automotive applications [1-3]. The increased use of stainless steel in exhaust systems has
been result of tightening exhaust gas regulations and producer warranties together with the desire
to decrease fuel consumption and vehicle weight. Those parts of the exhaust system closest to the
engine are exposed to the highest service temperatures and are therefore the most demanding as
regards properties. For the hot end of the exhaust system, high-Cr ferritic stainless steels have been
introduced instead of more commonly used AISI 409 or 304 steels. However, these steels lack the
properties needed to be used above 850 °C, i.e. nearest to the engine, where the material is required
to have excellent high-temperature strength, together with resistance to thermal fatigue, oxidation
and corrosion. Such a component is for example the exhaust manifold, which is directly attached to
the engine and susceptible to temperatures up to 1050 °C [1-7]. The austenitic stainless steel AISI
304 has excellent high-temperature strength but weak cyclic oxidation resistance, while the ferritic
stainless steel AISI 409 has inferior high-temperature strength. To replace these, a Nb-Ti-stabilized
ferritic stainless steel with 18% chromium, i.e. AISI 441, was introduced and is currently used because
of its better high temperature properties compared to AISI 409. AISI 441 can be used at temperatures
up to 950 °C, but still does not meet the full requirements of modern exhaust systems [5]. In the current
study, the authors show how a new type of ferritic stainless steel with 21% chromium and a relatively
high Nb content has been designed with the aim of meeting these increasing requirements by being
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usable even at 1050 °C with the aid of precipitation. Potential precipitate phases stable above 700 °C are
Laves () and Chi (x), which are typically encountered in high-temperature applications [8]. Provided
the precipitates are small enough, these phases can increase both the ambient and high-temperature
strength of the steel via precipitation strengthening [9]. In addition, such precipitates may increase
creep resistance as is common in martensitic pipeline steels [10-12]. However, in ferritic stainless steels
the precipitation of intermetallic phases to improve creep resistance is not widely exploited [13-16].

In this research, the authors design a new dual stabilized ferritic stainless steel with enhanced
creep resistance compared to conventional High-Cr ferritic stainless steels used in high temperature
applications. The improvement of creep resistance is achieved by utilizing the precipitation of n-phase
and by controlling the amount, nucleation site and the solvus temperature of the phase. n-phase is
an intermetallic AB, type phase such as Fe;Nb and Fe,Ti, but sometimes including other alloying
elements, for e.g. Si, Cr or Mo. n-phase has a hexagonal crystal structure with c/a ratio of approximately
1.633 with unit cells in the range of a = 0.473-0.495 nm and ¢ = 0.770-0.815 nm [17,18]. The distribution
of the n-phase in the microstructure can influence the high temperature mechanical properties of
the steel. The creep resistance can be improved whether the n-phase is on the grain boundaries
or within the grains depending on the creep mechanism and n-phase amount and particle size.
The nucleation of n-phase in -Fe based alloys has been observed to first occur at the grain boundaries,
then on dislocations and finally in the «-Fe matrix [19]. The n-phase amount and solvus temperature
limits the service temperature of the steel but can be controlled by carefully balancing the alloying
elements included in n-phase, such as Nb, assuming there is no nucleation of interfering Nb containing
precipitates [16]. In addition, the nucleation site of the n-phase can be controlled by applying precise
annealing parameters such as the peak temperature and holding time.

2. Methodology

2.1. Thermo-Calc and TC-Prisma

To help in the selection of an optimal composition for a trial steel a comprehensive set of
thermodynamic simulations has been carried out using TC-Prisma software together with the
Thermo-Calc thermodynamic database for Fe-based alloys TCFE9 and the atomic mobility database for
Fe-based alloys MOBFE2 [20]. TC-Prisma simulates the diffusion controlled nucleation, growth and
dissolution of precipitates using the Langer-Schwartz theory and the Kampmann-Wagner numerical
approach in conjunction with Thermo-Calc and its diffusion controlled phase transformation module
(DICTRA). In TC-Prisma the classic nucleation theory has been extended to model nucleation in
multicomponent alloy systems [21]. The classic nucleation theory describes the time dependent
nucleation rate defined as:

J(t) = Jsexp (-3), M

where J; is the steady state nucleation rate, 7 is the incubation time for establishing steady state
nucleation conditions, and ¢ is the isothermal reaction time. The steady state nucleation rate is given by:

*

. AG
Js = ZB'Noexp (—

) @

where Z is the Zeldovich factor, a measure of the probability with which an embryo with a radius
slightly larger than the critical radius passes back across the free energy barrier thereby dissolving in
the matrix, g* is the rate at which atoms attach to the critical nucleus, N is the number of nucleation
sites per unit volume, AG* is the Gibbs energy for the formation of a critical nucleus, k is Boltzmann’s
constant and T is the absolute temperature. The number of nucleation sites depends on the shape and
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size of the grains. Assuming all grains are of equal size tetrakaidekahedral, the density for the grain
boundary area per unit volume is calculated as:

o 6VI+2A2+1+2A

= )

where A is the aspect ratio (1 by default) and D is the distance between one pair of hexagonal faces.
Assuming boundary thickness as one atomic layer, the number of nucleation sites is:

2/3
N = p(&) , 4)

where V,,“ is the molar volume of the matrix phase and N4 is the Avogadro number. The Gibbs energy
required for the formation of critical nucleus is expressed as:

3
AG = tomom 5)

s(acsF V)

where o is the interfacial energy, AG,,*~F is the molar driving force for the formation of a 8 precipitate
from the a matrix and V,,* is the molar volume of the f precipitate phase. Interfacial energy o is
calculated with an extended Becker’s model using thermodynamic data from the existing CALPHAD
thermodynamic database and can be described as:

NsZs

= AE
o 1Az, sr (6)

where 75 is the number of atoms per unit area at the interface, z; is the number of bonds per atom
crossing the interface, z; is the coordination number of an atom within the bulk crystal lattice, and AE;
is the energy of solution in a multicomponent system involving the two phases being considered [21].

2.2. Sag Tests

Bars with dimensions of 150 x 15 X 2 mm were cut for a simple high-temperature sag tests as
illustrated in Figure 1. This is a simple test to evaluate high-temperature creep resistance. The bars
were placed horizontally in a furnace with both ends supported 20 mm above the bottom of the furnace.
The distance between the supports was L = 140 mm. After holding the sample in the furnace at
temperatures in the range 800 to 1050 °C for 20 or 100 h, the deflection of the bars is measured. The creep
deformation is caused by the sample’s own weight and is heavily reliant on the bar dimensions. Hence,
the dimensions, furnace and other conditions are kept constant throughout the test for all samples.
The active creep mechanism in the sag test can be estimated using the deformation map in which the
different creep mechanisms are located in normalized stress - temperature space.

150 mm

4

>
>

2 mm
[ 1415 mm

© 5mm

v

Deflection (mm)
Figure 1. Schematic illustration of the Sag test and sample dimensions.
The creep mechanisms considered are power-law or dislocation creep, and the diffusional creep

mechanisms known as Coble creep and Nabarro-Herring creep [22,23]. The stress state in the sag test
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can be estimated using classical beam theory. The specimen is then modelled as a simply supported
beam. The problem is statically determinate, and therefore the distribution of bending moment can
be determined directly based on equilibrium equations. In the beginning of the test, the cumulated
inelastic strain is negligible, and the distribution of axial normal stress may be assumed linear over the
thickness of the specimen. The maximum shear stress exists in the center point between the supports,
on the upper and lower surfaces, and is given by:

3\ pgl?
=(2)= 7
Tmax ( 8) P )
where p is the density of the material, § acceleration of gravity, L distance between the supporting
points and f the thickness of the specimen. The origin of the coordinate system is positioned in the
middle plane of the specimen on the leftmost supporting point. The maximum shear stress has the
value of Tax = 0.28 MPa. The shear modulus as a function of temperature can be approximated as:
du

u(T) = o= SEAT, ®)
where dp/dT is —37.3 [MPa/K] and the shear modulus at 300 K (119) is 78 GPa [24,25]. Therefore, the shear
stress normalized with respect to the shear modulus is 7.0 x 107 at 1050 °C and the homologous
temperature, T/T);, where Ty, is the absolute melting temperature, is 0.7.

3. Results

3.1. Thermodynamic Simulations

TC-Prisma and Thermo-Calc was used to simulate solvus temperature, equilibrium volume
fraction and precipitation kinetics of n-phase in fixed base composition (0.02C-0.02N-21Cr-0.32Mn-0.2Ti
wt.%) with Nb content in a range of between 0.2 and 1.0 wt.%, Si between 0.2 and 0.8 wt.%, and Mo
between 0.03 wt.% and 2.0 wt.%. The interfacial energy for the simulations was calculated with the
modified Becker’s model to be between 0.14 and 0.16 J/m? in the temperature range of 400 °C to 1000 °C.
Nucleation was assumed to take place at the grain boundaries with grain size of 50 pm (5.7 ASTM)
used for the simulations. According to the simulation results shown in Figure 2, alloying with Nb
increases the solvus temperature of n-phase and therefore the temperature in which the grain growth
begins, ultimately affecting the service temperature of the steel as shown by Nabiran et al. in the case
of Fe;Nb type n-phase [26].

Nb (wt.%)

(D) 201N, SANOG

Figure 2. The simulated solvus temperature of n-phase as a function of Si and Nb contents (wt.%) in
0.02C-0.02N-21Cr-0.32Mn-0.2Ti base composition.
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A similar effect to that achieved with Nb is also achieved by alloying with Si, however, to a
significantly smaller degree. According to the thermodynamic simulations, increasing the Si content
from 0.4 to 0.8 wt.% increases the solvus temperature of n-phase by approximately 30 °C, whereas
increasing the Nb content by 0.4 wt.% would result in an increase of 100 to 150 °C within the range of
0.35and 1 wt.% of Nb, as shown in Figure 2. Ferritic stainless steels typically contain significantly larger
amounts of Mo than Nb and Si, for e.g. type AISI 444 contains 2 wt.% of Mo. The thermodynamic
simulation results suggest that Mo alloying does not have a significant effect on the n-phase solvus
temperature as seen in Figure 3. Therefore, it was decided to omit Mo alloying. However, Mo can
increase the volume fraction of n-phase and Mo alloying could be considered if the amount of n-phase
in the microstructure is insufficient to increase creep resistance.

10501 _1043°c
F-1026°C

1000

950

900 g
1%
7,

0.5% Molybdenum
8501 /7 content (Wt.%)

n-phase solvus temperature (°C)

800
0.2 0.3 0.4 0.5 0.6 0.7 0.8
Niobium content (Wt.%)

Figure 3. The simulated solvus temperature of n-phase as a function of Nb with various Mo contents
(wt.%) in 0.02C-0.02N-21Cr-0.32Mn-0.2Ti base composition.

Concerning the optimization of Ti in the steel, the precipitation of Ti containing carbonitrides at
very high temperatures during casting must be considered. The amount of Ti should be high enough
to deplete the microstructure of free C and N so no Nb containing carbonitrides form and Nb is
isolated for n-phase precipitation. The ideal amount of Ti alloying is achieved when a tiny amount is
precipitated in n-phase, the carbon and nitrogen level are kept as low as possible and the amount of Ti
carbonitrides is high enough to deplete all free interstitials from the matrix. However, excess alloying
of Ti can result in surface defects and is typically kept at 0.2 wt.% or below [27,28]. When alloying
0.2 wt.% Ti to a steel containing 0.02C-0.02N-0.8Nb-0.85i, according to Thermo-Calc the equilibrium
composition of n-phase in temperatures above 850 °C is 46Nb-39Fe-11Cr-35i-0.4Ti in wt.%, which
means most of the Ti has precipitated as carbonitrides. Therefore 0.2 wt.% Ti can be considered very
close to optimal.

3.2. Annealing Microstructures

Based on the results of the thermodynamic simulations and the criteria given above, a trial steel
with the chemical composition 0.02C-0.02N-0.8Nb-0.85i-0.2Ti (wt.%) was prepared as a 65 kg laboratory
cast ingot. The cast ingot was reheated to 1100 °C and held for 75 min which is typical for ferritic
stainless steels, and then hot rolled with a starting temperature of 1160 °C in seven passes to an end
thickness of 6 mm. This was followed by cold rolling with a 30% reduction to a thickness of 4.2 mm.
The cold rolled strips were then pre-annealed and final cold rolled with 48% reduction to a final
thickness of 2 mm following final annealing to achieve optimal microstructure to the finished product.
Pre-annealing and final annealing were done to obtain a fully recrystallized microstructure with a low
volume fraction of n-phase as described below.
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The pre-annealing was simulated with Gleeble 3800 thermomechanical simulator using parameters
that match typical plant-scale annealing as regards heating and cooling rates as seen in Figure 4.
The temperature range of 950 °C to 1200 °C was selected for pre-annealing simulations. The isothermal
precipitation diagram calculated with TC-Prisma in Figure 5 shows that 1% of n-phase is predicted to
precipitate in approximately ten seconds in the temperature window 700 to 800 °C. The precipitation
slows down significantly at higher temperatures due to the reduction of the driving force (AG,,*~F)
and high interfacial energy (o) of the n-phase. Comparing the TC-Prisma predictions with the Gleeble
simulation heating curves presented in Figure 4, it can be seen that a significant amount of n-phase can
precipitate during the pre-annealing and some nucleation will likely occur during the cooling as well.
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Figure 4. Thermal cycles of the Gleeble annealing simulations (peak temperatures 950-1150 °C).
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Figure 5. Isothermal precipitation diagram of n-phase in the trial High-Nb-SS steel.

There are two things that need to be considered when selecting the pre-annealing peak temperature;
first, the microstructure should be fully recrystallized after the annealing, and secondly, any previously
precipitated n-phase should be dissolved so that it can precipitate after recrystallization for good creep
resistance. The microstructure of the steel is ferritic from ambient to solvus temperature so no phase
transformation apart from the precipitation will occur at any temperature.

The thermodynamic and Gleeble simulations suggest that the recrystallization temperature is in
fact, also dependent on the dissolution temperature of n-phase. This dependency can be related to
the pinning effect of n-phase particles at grain boundaries or to solute Nb and its decreasing effect
on grain boundary mobility; however, confirmation of this is not covered in present study [29,30].
The pre-annealing temperature had to be set high enough to obtain full recrystallization and complete
or almost complete n-phase dissolution. The grain size should be kept reasonably low (around ASTM
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6 or smaller) by avoiding rapid grain growth in order to meet the requirements for good formability
during manufacturing as well as low and high temperature strength, although larger grain size would
likely increase the creep resistance. However, the grain size after pre-annealing is not significant, as the
material will be later cold rolled and final annealed. Microstructures after the simulated annealing
cycles were analyzed using a ZEISS Ultra+ Field Emission Scanning Electron Microscope (FESEM)
and typical microstructures from each stage of the cold rolling and annealing process can be seen in
Figure 6. After pre-annealing at 950 °C, the microstructure was not fully recrystallized. However, after
pre-annealing at 1050 °C (Figure 6) the microstructure was recrystallized, but a high volume fraction of
n-phase was present and partly distributed in rows, indicating that the pre-annealing temperature had
to be even higher. The microstructure of a sample pre-annealed at 1150 °C contained no n-phase and
showed that full recrystallization had occurred. However, the grain size was increased compared to
that before annealing. As mentioned earlier the grain size after pre-annealing is not as significant as it
is in the final, so 1150 °C was selected as the pre-annealing temperature.

Cold rolled and Cold rofted and" |, Cold rafiedand.4 Cold rolled and REF4622
annealed. -annealed 1050 °C | annealed 1150 °C annealed 1150 °C | Cold roll®d and
‘ & & coldrolled and | ann =
annealed 1120°C [

[Recrystalized

R

Figure 6. FESEM secondary electron and backscatter images of samples after each process phase.

The parameters for final annealing were determined using a similar approach. To get smaller
grain size after final annealing, the temperature window has to be smaller compared to pre-annealing.
The lowest peak temperature that resulted in full recrystallization was 1120 °C, so this was chosen for
the final annealing, although some grain growth was observed, and some n-phase was still left but in
very small amounts. The obtained grain size 5.0 ASTM was slightly larger than the target of 6 ASTM.

3.3. Creep Resistance

Figure 7 shows the results of the sag tests for typical stainless steel grades used in high temperature
applications, the high-Nb-SS trial test material and reference material REF4622 with composition
close to that of EN 1.4622 but manufactured using similar process parameters those employed here
for the High-Nb-SS steel. The compositions of the steels, grain size at room temperature and solvus
temperatures of n-phase can be seen in Table 1.

187



Metals 2019, 9, 664

High-Nb-SS: 20 [_]100[_] hours
EN 1.4509: 20 I 100 ] hours
154 EN1.4521: 20 [HE 100 [ hours
EN 1.4622: 20 [l 100 [ hours
REF4622: 20 [ 100 [0 hours

Deflection (mm)
3
!

950 °C
Temperature (°C)

Figure 7. Deflection measured and standard deviation after sag test at 850 °C, 950 °C and 1050 °C for
the trial steel and conventional ferritic stainless steels typically used in high-temperature applications.

Table 1. Chemical compositions, grain size (GS) at room temperature (RT) and after Sag test in 950 °C
for 100 h, and simulated solvus temperatures of n-phase in the High-Nb-SS trial and reference steels,
and existing steels used in high temperature applications produced by Outokumpu Stainless.

Steel . . GSinRT GSin Sa 1n-phase

Product ¢ N & T Mo Nbo ST Mnoemy (ASTM)g sollz/us T
EN 1.4509 0.01 0.02 180 012 0.03 036 051 0.53 6.0 2.0 851
EN 1.4521 0.01 002 179 013 21 039 048 049 7.8 <0 906
EN 1.4622 0.02 0.02 208 0.17 0.03 036 048 040 8.8 4.3 846
REF4622 0.02 002 210 010 012 040 043 033 6.1 4.5 831
High-Nb-SS 0.02 0.02 210 020 0.02 080 080 032 5.0 4.0 1026

The High-Nb-SS steel showed significantly better sag test results, i.e. higher creep resistance in
the absence of external stress, than the reference material or other stainless steel grades. At 850 °C
there was no measurable sag (i.e. < 0.1 mm) for the High-Nb-SS steel during the 100 h test, and only
0.5 mm deflection was measured after testing at 950 °C. When tested at 1050 °C the High-Nb-SS steel
exhibited similar deflection to that shown by the other steels at 850 °C and 950 °C.

4. Discussion

According to the deformation maps for ferritic steels by Ashby [23] and Zinkle et al. [31] and
considering the calculated shear stress and homologous temperature, the dominant creep mechanism
during the sag test would be Coble creep, which typically occurs at low stresses and high temperatures
and is controlled by grain boundary diffusion. The creep rate in Coble creep is proportional to the stress.
The linear distribution of axial normal stress will therefore prevail provided that the curvature of the
specimen remains moderate. The maximum shear stress will therefore be approximately constant and
Cobble creep will remain as the active deformation mechanism throughout the test in this particular
case. The creep rate in Coble creep is inversely proportional to the cube of the grain size [22,32]. Another
high-temperature creep mechanism in which finer grain size has negative effect is grain boundary
sliding. Grain boundary sliding however is not an independent mechanism but accommodated by
other creep modes and its effect can be mitigated if the grain boundaries are effectively covered with
precipitates [32,33]. The overlapping of the mechanisms is discussed by Hertzberg et al. (1989) who
suggest that Coble creep is dependent on grain boundary sliding [32]. Therefore, suppression of both
mechanisms should be considered when designing steel with good creep resistance. The negative
effect of a fine grain size on grain boundary sliding can be reduced if the grains are sufficiently covered
with n-phase precipitates that act as pinning points resisting grain boundary sliding [11,34].

Figure 8 shows the n-phase precipitated along the grain boundaries and within the grains of the
microstructure of a sag sample after 100 h at 950 °C as expected. The larger grain size of the trial steel
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compared to other steels (Table 1) can have a positive effect on creep resistance because of Coble creep
mechanism [9], however, during the sag test the grain size increases in other steels resulting in larger
grain size. This is result of the considerably higher solvus temperature of n-phase in High-Nb-SS,
which correlates to simulated equilibrium solvus temperatures shown in Table 1. The grain growth
was further observed by measuring the grain size from each sample after sag test at 950 °C for 100 h.
The grain size (ASTM) in High-Nb-SS, REF4622 and EN 1.4622 was approximately 4-5, 2 in EN 1.4509
and too large to be measured in EN 1.4521 (i.e. <0 ASTM) as shown in Table 1. It seems that the
negative effect of a finer grain size in High-Nb-SS steel is mitigated by the precipitation of n-phase on
the grain boundaries, as previously explained.

Figure 8. FESEM backscatter image of sag test sample after 100 h in 950 °C. In-set shows n-phase only
on grain boundaries (=0.77 wt.%) and typical TEM diffraction image of n-phase particle.

According to Thermo-Calc simulations for equilibrium at 950 °C, the volume fractions of n, TiN
and NbC are 0.6%, 0.2% and 0.1%, respectively. With simple image analysis carried out for sag tested
sample using Image]J software with 1.64 mm? surface area and hundreds of particles, a volume fraction
of 1.124% for all particles visible in a backscattered electron image was measured, i.e. 1 and NbC
excluding TiN. FESEM image of a part of the analyzed area is shown in Figure 8. n-phase was identified
with TEM diffraction image (Figure 8) to have a hexagonal C14 crystal structure with lattice parameters
a=427Aandc=777 A and composition of 53Fe-25Nb-11Cr-95i-2Ti (wt.%) measured with EDS [8,17].
The results correlate well with the Thermo-Calc predictions for the volume fraction at equilibrium
state. The equilibrium composition of n-phase according to Thermo-Calc is 49Fe-32Nb-11Cr-7Si-1Ti
which also correlates well with the EDS analysis.

When particles inside the grains are removed from the image (Figure 8), the volume fraction of
n-phase left at grain boundaries was calculated 0.77% using the Image] software. The amount could be
high enough to retain good creep resistance in High-Nb-SS steel even with its finer grain size under
low stress-high temperature conditions. The finer grain size could be achieved by further restraining
the rapid grain growth during annealing with a more optimal peak temperature. However, this would
require more simulations and tests. In the sag test the dominant creep mechanism involves diffusion
along grain boundaries, however, the presence of n-phase inside the grains implies that good creep
resistance is also expected for higher stresses where other creep mechanisms are dominant. This needs
to be examined with comprehensive creep tests. The formation of n-phase can be expected to have
some influence on the mechanical properties of the steel in room temperature based on the Author’s
previous studies on the effect n-phase on strengthening in AISI 444 type ferritic stainless steel [9].

5. Conclusions

1)  When alloying 0.8 wt.% of Nb and Si, the equilibrium solvus temperature of the n-phase in
High-Nb-SS was calculated as 1026 °C. The solvus temperature is 175 °C higher than in EN1.4509
which is a commonly used steel in high temperature applications. When exposed to temperatures
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above the solvus temperature, the rapid grain growth begins, limiting the service temperature of
the steel.

2)  The dominant creep mechanism during the sag test is Cobble creep, which is related to the grain
boundary diffusion and can therefore be suppressed by grain boundary precipitation.

3)  Grain boundary precipitation of n-phase resulted in significantly lower deflections in Sag test, i.e.
enhanced the creep resistance of High-Nb-SS compared to commercially available steels used in
high temperatures.

4)  Creep ratein the Cobble mechanism is inversely proportional to the cube of the grain size. However,
the n-phase precipitation mitigated the negative effect of a finer grain size in High-Nb-SS steel.
Avoiding grain growth at higher temperature will better maintain other mechanical properties of
the steel.

6. Patents
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Abstract: In this paper, a novel method for the evaluation of the surface fatigue strength of a
stainless-steel component is proposed. The use of stainless steel is necessary indeed, whenever a
component has to work in a particularly aggressive environment that may cause an oxidation of the
component itself. One of the major problems that affect stainless-steel components is the possible
wear of the antioxidant film that reduces the antioxidant properties of the component itself. One of
the main causes that can lead to wear is related to the surface corrosion that occurs every time two
evolving bodies are forced to work against each other. If the antioxidant film is affected by surface
fatigue problems, such as pitting or spalling, the antioxidant capacities of this type of steel may be lost.
In this context, it is, therefore, necessary to verify, at least, by calculation that no corrosion problems
exist. The method proposed in this activity is a hybrid method, numerical-theoretical, which allows
to estimate the surface fatigue strength in a very short time without having to resort to finite element
models that often are so complex to be in contrast with industrial purposes.

Keywords: stainless steel; structural dynamics; finite element explicit analysis; Hertz theory

1. Introduction

The use of stainless steels is spreading in all those sectors where the working conditions of various
mechanical components are quite critical and could trigger structural problems of the component.

Following their good strength/ductility combination coupled with their excellent corrosion
resistance [1], stainless steels are adopted in many applications including automotive [2], construction
and building [3], oil and gas [4], aeronautical [5], medical [6,7], and food [8].

In the abovementioned sectors, the mechanical components have to work in environments that
can be saturated with aggressive substances, risking undermining the mechanical properties of the
material and thus inducing possible problems of strength [9]. It is, therefore, evident that, in this
context, the use of stainless materials becomes essential and, therefore, is increasingly widespread.

Stainless steel owes its resistance to corrosion to a simple chemical reaction: the combination of
chrome in steel and the oxygen in the air or water on the surface form a very thin passivation film.
This film protects the component against all aggressive substances. If this film is damaged, however,
it spontaneously reforms from the steel matrix [10-13]. For this reason, stainless steels are generally
called self-passivation steel. The main actor in the self-passivation phenomenon is chrome. When the
oxygen content is above a certain level, chrome reacts with this, forming a layer of chromium oxide
or hydroxide. This thin film (with a thickness of the order of a few atoms, 3 + 5 x1077 mm) protects
the underlying metal from the action of external agents. The corrosion resistance also depends on the
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surface morphology: the more the surface is smooth and homogeneous, the greater its resistance to
corrosion will be.

On the basis of this, many researchers of different scientific backgrounds are actively working,
studying the properties of stainless steels both from a chemical [11-16] and from a structural point
of view [17-22]. The first category is a majority focus on studying how the properties of these
materials vary according to their chemical composition and electrochemical behaviour, while the
second category is mainly focus on the consequences generated by a possible mechanical degradation
of the component surface.

It is known how mechanical components working in contact are subjected to degradation issues.
The two most common phenomena that induced the degradation of a mechanical component are
pitting and spalling [23]. According to the American Society for Metals (ASM) handbook, “Usually,
pitting is the result of surface cracks caused by metal-to-metal contact of asperities or defects due
to low lubricant film thickness” [24]. Even if the starting point of pitting phenomena is still under
investigation by the scientific community, the link between bodies working in contact and pitting
issues is real and approved without doubts [25].

Given the reduction of the antioxidant properties that occur in the case of a degradation of the
surface layer of components, an efficient tool for predicting and evaluating contact fatigue may help
the design engineer when they have to face this kind of problem.

To solve mechanical contact issues, engineers must generally choice between a kinematic-theoretical
approach and a numerical approach. The first exploits the kinematic laws to determine impact forces
and then applies the Hertz theory [26,27] to calculate stresses. This approach requires, however, an
assessment of the initial condition of contact dynamics. This aspect it is often so complex to make that
this method is not applicable in a real complex model. The second approach is based on the explicit
finite element method (FEM), that allows a more accurate assessment of both the impact forces and
surface pressures. The major drawback of this type of approach is the computational time: To obtain
reliable results in terms of stresses, very complex models and, so, impracticable times of the simulations
are generally required [28].

The present work seeks to propose a simple procedure for the evaluation of pressures and contact
stresses in mechanical components that may result in surface resistance (pitting) issues. The aim of
the work is that of evaluating, by calculation, the possible occurrence of pitting phenomena, trying to
avoid such phenomenon at the beginning of the design stage [29-31].

The attempt of the authors is to find a trade-off between the efficiency requirement on one side
and the effectiveness of the other one, typical in the design scenario and in contrast with the time and
economic constraints of industries.

For this reason, the authors developed a hybrid approach, theoretical-numerical, which allows the
calculation effort to speed up obtaining, at the same time, reliable results. Developing a finite element
model not voted to contact stress calculation but only to contact forces evaluation involves a drastic
reduction in computational efforts. Once contact forces are known, the classical Hertz theory [27] is
used to estimate the stresses on the component surface.

The fully theoretical and numerical procedures and the hybrid one proposed in this activity are
devoted to evaluating contact stress due to bodies in contact. The evaluation of fatigue life is a shared
step of all three methodologies, and it is always based on the assessment of the fatigue curve and on
the damage computational model. In this case, the linear accumulation law of Palmgren-Miner [32] is
used. The proposed hybrid method was validated on a simple case of sphere-plane contact. At the
end, a more complex case study was used to validate the effectiveness of the proposed approach.
The mechanical component used as benchmark is a stainless-steel recirculation mechanism of a ball
screw developed for aeronautical applications by a leader company in this sector.

As a matter of fact, ball screws are used successfully in all those applications, both industrial and
aeronautical, in which high-speed and high-accuracy movements of components are required. Ball
screws in aeronautical field are generally used for moving mobile surfaces (flaps and slats) and the
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stabilizer. For this reason, they are exposed to atmospheric conditions that are sufficiently critical to
require the use of stainless steels.

Due to the high speed with which these systems have to work, one of the most frequently
encountered problem by ball-screw manufacturers is the premature failure of the evolving components
in contact [26]. The areas most affected by surface fatigue problems in a ball screw are essentially
two: the contact zone between the screw tracks and the balls themselves during normal operation
and the impact zone in the recirculation mechanism where the balls are forced to abruptly change
direction [33,34]. The high number of impacts to which a recirculation system is generally subject tend
to generate a plastic deformation of the recirculation system itself. This modifies the geometry of the
system, causing a rapid increase in the maximum contact pressure on the surface. This aspect is often
shown in a wear on the surface of the recirculation mechanism (pitting) which leads to a reduction of
the antioxidant properties of the stainless steel used and consequently to a drastic reduction of the
fatigue strength of the component.

Since this phenomenon is often rediscovered, numerous studies have been carried out trying
to better understand the phenomenon of the ball’s impact during the recirculation phase and to
propose different approaches for the estimation of the life of ball screws. Jiang et al. [35] studied the
dynamics and impact forces of spheres in a recirculation mechanism, using a multi-body code and
trying to optimize the geometry of the recirculation mechanism itself. Braccesi et al. [36] presented a
relationship between the Hertz equivalent elastic stress limit with typical design parameters such as
the allowable material stress, the geometric characteristics in contact areas, the impact angles, and
the rotational speed for different types of materials, using an elastic-plastic model for a curved body
in contact. Zhang et al. [37] studied the influence of various factors on the impact forces generated
between the spheres and recirculation mechanism for different types of materials and for different
recirculation geometries.

Although the available methods for the calculation of surface fatigue strength are multiple, the
one proposed in the present activity is aimed at being user-friendly for all those realities that have
not enough resources to devote to the development of complex models that are multi-body model or
finite elements model. What is immediately highlighted by the proposed approach is that, remaining
linked to the theory and exploiting the numerical simulation, it is possible to obtain a more accurate
estimation of the fatigue life than would be obtained using a completely kinematic-theoretic approach.
At the same time, the solution is very close to that obtainable from a completely numerical approach
but, obviously, with a drastic reduction of the computational effort.

2. Theoretical Approach

In order to obtain a clear exposition, this section describes the theoretical approach that consists in
two consecutive steps:

1.  The determination of the contact force starting from the laws of classical mechanics, i.e., the
conservation of energy and momentum;
2. The evaluation of contact stresses from the Hertz theory on contact.

The last paragraph of this sections is dedicated to the evaluation of fatigue: as declared in the
previous paragraph, the third step is represented by the fatigue evaluation that is “shared” with the
numerical method.

2.1. From Impact Dynamics to Contact Force: The Relative Approach

To understand the relationship between impact dynamics and contact forces, two simplifying
assumptions are necessary. The first one foresees that the only component of the velocity during the
impact is perpendicular to the surface; the second is that the impact time is much longer than the
fundamental vibration period of the bodies. The first hypothesis allows the impact to be treated as
a centred impact, while the second one instead allows an application of the principle of energy and
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momentum conservation. Under these hypothesis, impact waves are exchanged between two bodies
and there is no energy dissipation [38]. Adopting these assumptions and adopting the formulation
proposed by Braccesi et al. [36], contact forces can be easily expressed as a function of the second
derivative of the mutual deformation of the two bodies at the time of contact: the approach acceleration
«. With reference to Figure 1, the approach acceleration & can be written as shown in Equation (1):
o _plet e )
My Msp
where P is the force that presses the two bodies against each other and 15, and m;, are the masses of the
two bodies, respectively. If a mass is much greater than the other (mb > msp), it is possible to rewrite
Equation (1) as follows:

. =P
= 7
Msp

@

o4

Figure 1. A Hertzian distribution of contact pressure.

In order to integrate Equation (2), the Hertz theory, which expresses the contact force as a function
of the relative approach, must be introduced. The contact between machine components, bearings,
gears, cams, etc., is a problem known since more than a century and a half, and it was accurately
addressed by Hertz [27] in an analytical-nonlinear theory. In general, the problem consists in having
very small contact surfaces, theoretically degenerating in a point or in a line, through which the bodies
exchange forces. As a direct result, there are very intense pressure distributions surrounded by sharp
gradients. In particular, with reference to the scheme of Figure 2, two general curved geometries were
placed in contact each other by the action of the force P.
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Figure 2. A Hertzian distribution of contact pressure.
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In the general case, there are four different curvature radii, and the contact surface is an ellipse of
semiaxes a (the major) and b (the minor) (see Figure 2). The pressure p(x, y) will have a semielliptic
distribution of maximum pmax. Such quantities can easily be derived from the Hertz theory as

RN N
Prax = 5 @

The Hertz theory [27] leads to an accurate modeling of reality, in particular in all those cases, where no
plastic deformation occurs. If yield occurs, it is possible to define the contact yield pressure as

 2E'ay
T R

Py (5)
which indicates the limit to not be exceeded. In Equation (5), ay is the contact radius when a yield
occurs. Let « be the relative approach between two bodies at the contact point due to the presence of
force P. Introducing:

2 2
1 1-v;
=L (®)
i=1
2
1 1
=L R %)
ij=1" "
1
27t (2-L(e) \2
= 2RI 8
a-k(me)) ®

where v; and E; are the Poisson and Young’s modulus of ith body, R; ; the radius of the jth curvature
and K(e) and L(e) are elliptic integrals defined in Reference [36]. The relation between the relative
approach and the contact force [36] is shown in Equation (9).

P = AE“R‘7.o2 )

Equation (9) allows the determination of the contact force in case of elastic behaviour. If yield
occurs, i.e., in case of the plasticization of the component, Equation (8) is not still valid and Thornton’s
hypotheses [26] must be introduced.

2.1.1. 1st Thornton’s Hypothesis

The pressure distribution presents a cutoff to the yield stress (Figure 3); the contact force is
expressed in the following equation:

P=P,-2n fp(o(r) — oy)rdr, (10)
0

where g, is the radius of the plasticized area, P, is the force resulting from the perfectly elastic behavior
and oy is the yield contact stress.
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Figure 3. The Thornton cutoff at yielding stress.

Integrating Equation (10) and considering Equation (5), it is possible to evaluate the contact load
as shown in Equation (11).
P; = Py + moy-R"(a~ ay), (11)

Equation (11) describes the elastic-plastic behavior of the material after yielding an identification
of the linear relation with the relative approach. In Equation (11), «, represents the relative approach
when a yield occurs. The material will assume a hysteretic behavior, described in Figure 4. In this
way, when the maximum value P, is reached, the material will follow the unloading curve shown in
Equation (12).

(x-a), (12)

RSENTE

4 .
Pu:§~E ‘R

where o, represents the permanent deformation.
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Figure 4. The elastic vs. perfect plastic curve.
2.1.2. 2nd Thornton’s Hypothesis

Identified with (P,; «,), the conditions at the time of discharge, the contact area developed by
the contact force, and the reduced curvature (caused by the plastic deformation) will be equal to
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that developed under elastic conditions by an equivalent force P, and by the curvature contact. By
Equation (13), it is possible to determine the reduced radius by plastic deformations:

*

R, = R, (13)

*
o4 Xy

Recalling what previously stated that the general elastic plastic loading and unloading curves are
defined in Equation (14) and in Equation (15) respectively:

1

Py =Py + g-A-E*.R;I-oc%.(oc— ay), (14)
IO

P, = AE“Ri-az(x—ap) (15)

Replacing Equation (9) or Equations (14) and (15) in Equation (1) and imposing a zero approach
velocity (& = 0), it is possible to obtain the equivalent approach as shown in Equation (16)

(16)

2

e
4 ApR3

In Equation (16), v is the approach velocity of the two bodies at the beginning of the impact.

Using the obtained equivalent approach value «, it is possible to determine the impact force and the
corresponding maximum pressure value.

2.2. From Contact Force to Contact Stress

Setting Rq,1 = Ry, and Ry 1 = Ry, the problem is simplified to the contact between two spheres.
In this case stress components can be calculated analytically. Considering the variable z as from the
reference system of Figure 2, the contact stresses can be computed as in Equations (17)—(19) [27].

z |1 1

012 = Oxy = _pmax[(l - H~tan 7 )(1 +v) - ——— | (17)

a : 2(1+3%)

a
1
03 = 0z = —Pmax' 7 v/ (18)
(1+2)
o — 0

Tmax = %/ (19)

The stress components are shown as a function of the distance from the surface (see Figure 5).
As can be seen, the tangential stress reaches its maximum at a depth equal to about half of the contact
area radius. The rolling through the latter generates an inversion of the stress giving rise to a purely
alternating main component responsible for surface fatigue.
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Figure 5. Subsurface stresses distributions.
2.3. Method for Surface Fatigue Damage Evaluation

Contact fatigue or surface fatigue is a particular phenomenon of fatigue that presents itself with
characteristics different from the traditional ones and leads to the early and sometimes catastrophic
wear and tear of the affected components. It is characterized by the formation of cavities on the surface,
generally small, which can, however, grow, resulting in a characterization of the surface itself. Surface
fatigue breaks derive from the repeated application of loads that produce stresses on the surfaces in
contact and below them. The forms of damage due to superficial fatigue are pitting or spalling.

Surface fatigue resistance depends mostly on the surface resistance of the material, and therefore,
it is necessary to readapt formulas generally used in classical fatigue before using them also for the
evaluation of surface fatigue life.

The most used law for calculating the fatigue damage is the linear accumulation law of
Palmgren-Miner [32,39,40]. This theory states that the component fatigue failure occurs when
the cumulative damage is equal to one, i.e., when 100% of available life has been “consumed”.
The Palmgren-Miner rule is expressed as follows:

n
Yy
D—;Ni, (20)

where 7; is the number of cycles to which the component is subject to a certain value of alternating
stress and N; is the number of cycles at which, given the value of alternating stress, the component is
able to resist. This value is uniquely determined by the Wohler curve (fatigue strength curve) which is
described by the following Equation:

Sy =aN?, (21)

Parameters a and b respectively represent the intercept and slope of the above curve. For the
calculation of the damage, however, it is convenient to rearrange Equation (21) as follows:
o,;\1/b
) @)

v
a

where 0, ; is the alternating stress value to which the component is subjected, obtainable by a cycle

counting algorithms. Substituting Equation (22) in Equation (20), it is possible to obtain the following
formula that is most useful for calculating the fatigue damage:
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N
p=Y " =) W (23)

1:1

Equation (23) is the most used formula for calculating the classical fatigue life of a component
subjected to fluctuating loads over time. With some consideration, it is possible to use both the fatigue
curve formulation and the damage formula to surface fatigue problems.

Considering what was stated in Section 2.2, when two bodies are forced to roll against each other,
an inversion of the tangential stress occurs. This fact makes possible the hypothesis that the bodies are
subjected to a purely alternate stress state (Figure 6).

04 T T T T T

0.3

0.2

0.1

P max [MPa / MPa]

T
max

Distance below surface / a [mm / mm]

Figure 6. The tangential stress after and before rolling contact.

Recalling the Tresca criterion [41,42], which states that the surface stress is twice the maximum
tangential stress and taking advantage of the previous hypothesis, it is possible to affirm that even
the surface stress is purely alternate, and therefore, it is the alternating stress of Equations (22) and
(23) (0j4 = 2-Tmax)- The previous equations are indeed still valid. In Equation (23), n; is the number of
cycles to which the component is subjected and o,; = 0j; is the alternating stress at the ith cycles.

Recalling what was stated in Section 2.2, i.e., that the maximum tangential stress is 0.3 times the
maximum pressure (Tmax = 0.3:Pmax), it is possible to rewrite Equations (21) and (23) as a function of
the contact pressure. In such a way, it is possible to evaluate the fatigue life of the component directly
from the computed contact pressures.

The fatigue strength curve, expressed as a function of the contact pressure, is therefore described
by the following equation:

pr = asN’, (24)

where py is the fatigue limit in terms of pressure and as = g;. As a consequence, Equation (23) can
also be rearranged as well as a function of the contact pressure, as shown in Equation (25).

- Z l/b (25)

As in Equation (23), n; is the number of 1mpulses to which the component is subject and p; is the
pressure generated by the ith impulse.
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With the previous formulas, it is possible to write the fatigue strength curve of the material
according to both the surface stress and the contact pressure. The same is valid for the formula used to
calculate the surface fatigue damage.

3. Theoretical vs. Numerical: The Birth of a Hybrid Method

In the previous paragraph, the theoretical approach for contact stress evaluation and contact
fatigue prediction was briefly explained. The theoretical method exploits the kinematical laws [43] and
the Hertz theory [27], determining the surface fatigue life of the component. A second option that
can be followed by the mechanical designer is a completely numerical approach that, exploiting the
potentialities of explicit dynamic analysis codes, allows the very accurate determination of both the
forces and the contact pressures. To demonstrate the potentials and limitations of both approaches, a
simple test case has been analyzed, i.e., a sphere that falls from a 26-mm height on a plane, determining
both impact forces and contact pressures. To this aim, the inputs shown in Table 1 were considered.

Table 1. The geometrical and material parameters used in the simulation.

Description Symbol Value Unit
Sphere diameter r 6.3 mm
Curvature radius (First direction) 11 3.15 mm
Curvature radius (Second direction) 12 3.15 mm
Sphere Weight m 0.001 K
(Mat. 100 Cr6) & o e
Density p 7.85x107° &
Young modulus Eq 205,000 MPa
Poisson coefficient 2 0.3 -
Curvature radius (First direction) 1 +o00 mm
Plane Curvature radius (Second direction) 0 +00 mm
(Mat. 17-4 PH) Young modulus Ep 196,500 MPa
Poisson coefficient vy 0.27 -

It has been imposed that the sphere falls perpendicular to the plane and, therefore, with an angle
of 90°. From the inputs of Table 1 the estimated impact velocity is 520 mm/s. Taking advantage of
the equations described in Section 2.1, a contact force of 77.7 N and a maximum contact pressure of
2624 MPa was determined.

The same case study was reproduced in an explicit finite element environment (LS-DYNA FEM
code) in which the same parameters previously obtained were evaluated. Figure 7 shows the initial
instant of the simulation and the used mesh. 4-node tetrahedral elements were used both for the sphere
and for the impact plane. The simulation foresees 1,199,262 elements and 4,797,048 nodes. To model
the contact between two bodies, the contact type “automatic surface to surface” available in LS-DYNA
was used.

To reduce the calculation effort, the sphere was placed near the contact plane and the analytically
calculated initial velocity was set. This allowed for a drastic reduction in the calculation effort.

Figure 8 shows the trends of the contact force obtained from the numerical analysis as the mesh
size changes. The obtained results show that the mesh has a negligible influence on the calculation
of the contact force. The obtained force values are identical to those theoretically obtained. Figure 9
instead shows the contact pressure trends obtained from the numerical analysis when the mesh
dimensions vary.
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Figure 7. The initial position of the sphere in a dynamic simulation.
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Figure 8. A comparison between the theoretical and numerical impact forces obtained for different
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Figure 9. A comparison between the theoretical and numerical contact pressure obtained for different
mesh sizes.

It is clear that when the mesh varies, the results are significantly different. To get results close to
the theoretical ones, it is necessary to use a very fine mesh. This fact is directly related to the calculation
time necessary for the simulation, which is as much larger as the mesh is finer.
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From the results thus obtained, one might think that a completely theoretical approach may be
sufficient to determine both impact forces and contact pressures without the aid of explicit FEM codes.
It is important to highlight, however, that, to accurately determine both impact forces and contact
pressures exploiting theoretical laws, it is necessary to assess a set of variables such as the trajectory
of the bodies, the speed of impact, the radii of curvatures, the stiffness of the bodies, etc. In complex
real models these variables are not a priori known since they are random variable. For this reason, a
suitable way would be a stochastic approach.

In this context, the hybrid method proposed in this activity represents a way out to bypass the
weakness of previously described approaches. Exploiting the potentialities of the finite element analysis
software (where initial variables are automatically known), it is possible to obtain contact forces in a
relatively short time, since forces are sufficiently independent from the mesh size. Once contact forces
are known, contact stresses can be accurately computed using the Hertz theory [27] (See Section 2.2)
and the fatigue life can be easily addressed. In such a way, it is possible to not deal with such complex
models to often not be feasible. In Figure 10, a summarizing flow chart is proposed.

THEORETICAL NUMERICAL

‘— CAD MODELLING —{

STOCASTIC
ASSUMPTION EXPLICIT FEM
STOCASTIC VARIABLES
(impact velocity, impact directon,
contact point curvature)
CONTACT COARSE
DYNAMICS MESHING FINE MESHING
IMPACT F.O.RCE IMPACT FORCE
(poor precision)
IMPACT STRESS
S
CONTACT PRESSURE RAINFLOW EQUIVALENT
& SHEAR STRESS COUNTING UNIAXIAL STRESS

l

DAMAGE (MINER)

Figure 10. A flow chart summarizing the theoretical and numerical methods (white boxes) and the
proposed approach (grey boxes).

4. Test Case

To evaluate the goodness of the proposed hybrid method for calculating the surface fatigue life
of stainless-steel components, an explicit finite elements analysis was performed on the recirculating
system of a ball screw using LS-DYNA FEM code. It often happens that these components, due to their
function, are subjected to a series of impulses that may cause surface fatigue problems. The recirculating
ball screw used in this activity is an existing ball screw used in different applications. This has a center
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sphere diameter of 40 mm, a screw pitch equal to 20 mm, a sphere diameter of 6.35 mm, and a radial
insert. Since attention was paid to the recirculation system and, therefore, only to an evaluation of
the fatigue life of the recirculating mechanism only to reduce the simulation effort, it was decided
to model only the ball screw and ball-nut surfaces that act as a guide for the sphere through shell
elements. A total of 57,918 elements and 231,672 were used to mesh the ball screw and ball-nut surfaces.
The sphere and the insert have been modelled with solid 4-node tetrahedral elements. A total of 246,533
element and 986,132 nodes were used for the sphere and the recirculating mechanism. This allowed
for a good approximation in the curvature, both of the sphere and of the recirculation mechanism, thus
obtaining a good approximation with regard to the physics of the impact that has been simulated.
In this activity, the roughness of cooperating surfaces was set equal to zero due to the accuracy of the
manufacturing process.

The following figure shows the model used for this analysis.

The recirculating mechanism of Figure 11 is made of 17-4 PH steel: 17-4 PH stainless steel is, in
fact, one of the steels obtained by precipitation and hardening most used in aeronautics. In fact, this
material, besides being stainless, offers excellent mechanical characteristics. Table 2 summarizes some
features of the material.

Ball

Recirculating mechanism

Ball-nut thread

Ball-screw thread

Figure 11. The finite element model of the recirculating mechanism.

Table 2. The 17-4 PH material parameters.

Description Symbol Value Unit
Young Modulus E 196,500 MPa
Poisson Modulus v 0.27 -
Density 0 7700 Kg/m?
Ultimate tensile strength Sut 1241 MPa
Yield strength Sy 993 MPa
Hardness Brinell HB 388 -

Figure 12 shows the mesh obtained with the parameters previously illustrated.



Metals 2019, 9, 455

(a) (b)
Figure 12. Detailed views of the mesh: (a) sphere and (b) a recirculating mechanism.

About the boundary conditions, the recirculating system has been fixed in correspondence with
the hole. This hole is, in fact, used to fasten the recirculation mechanism on the seat obtained in the ball
nut. Furthermore, five degrees of freedom of the ball nut were constrained (three rotations and two
displacement), as this system is a rotating ball screw. The principal inertia tensor and the mass of the
total ball screw were assigned to the ball-screw surface with the aim of reproducing the real movement
of the ball screw itself. This means that the ball screw only rotates while the ball nut performs a
linear motion. A rotation speed of the screw was set equal to 3000 RPM. The contact type “automatic
surface to surface” allowable in LS-DYNA was used to model the contact between the sphere and the
recirculating mechanism.

To model the system as more realistic as possible, it is necessary to consider also a viscosity
dissipation inherent the material. For this purpose, a percentage damping & = 0.02 was imposed in a
frequency range between 1000 Hz and 50,000 Hz. This frequency range was taken into consideration
following a modal analysis of the recirculation system only, imposing the same conditions of constraint
of the dynamic analysis. What emerged from the modal analysis is that the vibrating modes that mostly
participate in the total vibration are the first 7 and are all in the range between 1000 Hz and 50,000 Hz.

The impact forces used to evaluate the surface fatigue life were extrapolated from the performed
simulation. Figure 13 shows the trend of the impact force as a function of time. As visible, the
maximum value is equal to about 120 N. To evaluate the fatigue life of the component, first the fatigue
strength curves expressed in terms of alternating surface stress and alternating pressure were first
obtained for three different level of reliability, equal to 10%, 50%, and 90%, adopting Equation (21)
shown in Section 2.3 and using the characteristics of the material shown in Table 2. Starting from the
hardness of the material, corresponding to HB 388 MPa, the surface ultimate stress S;; of the material
was obtained according the Equation (26).

Sut = 3.45, HB = 1458.6 MPa, (26)

The fatigue strength curves, both in terms of the alternating stress and contact pressure are shown
in Figure 14. As shown in Figure 14 for the slope of the fatigue curve after 100 cycles, the hypothesis of
Hybach [31,41] was taken into account. The Hybach hypothesis states that the slope of the fatigue
curve after 10° cycles is one third of the slope of the previous stretch.
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Figure 13. The impact forces by FE explicit analysis.
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Figure 14. The fatigue curve for the recirculating mechanism: (a) the fatigue curve in terms of alternating
stress and (b) the fatigue curve in terms of pressure.

The ball screw in question has been used for a total duration of 140 km. Considering a screw pitch
equal to 20 mm and a number of spheres per turn equal to 8, the total duration in number of cycles
corresponds to 5.6 x 107 cycles. The alternating surface stress and contact pressure values obtainable
from the curves of Figure 14 are shown in Table 3 for the different considered reliability values.
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Table 3. The alternating strength and contact pressure for the designed number of cycles.

Reliability Number of Cycles Alternating Strength Pressure
(%) - (MPa) (MPa)
10 5.6x 107 866.1 1443
50 5.6x 107 658.1 1095
90 5.6 x 107 454.3 757.2

The values shown in Table 3 are also graphically shown in Figure 15 by the yellow dots. In order to
estimate the surface fatigue life, it is still necessary to calculate the semiaxes of the contact ellipse using
the Hertz theory (Section 2.1). From the 3D model, three different combinations of the curvature radii at
the contact point have been calculated as shown in Table 4. Applying the maximum force obtained by
the simulation, equal to 120 N, and considering the obtained curvature radii, it was possible to estimate
the maximum alternating stress and the maximum pressure. These values are shown in Table 4.
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Figure 15. Comparisons between the working point obtained by the hybrid approach and the real ones:
(a) the working point in terms of alternating stress and (b) the working points in terms of pressure.
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Table 4. The alternating stress and contact pressure for the considered curvature radii with a contact
force equal to 120 N.

Sphere Curvature Recirculating Mechanism  Alternating Stress ~ Contact Pressure

1D Radius (mm) Curvature Radius (mm) (MPa) (MPa)
1 3.375 3.625 342.6 571
2 3.375 3.75 380.4 634
3 3.375 3.875 414.6 691

By tracing these values in the fatigue strength curves, it is possible to determine from the
intersection with the curves the number of cycles to which the component can withstand for the
three reliability values considered in terms of both the maximum alternating stress and the maximum
pressure as shown in Figure 15. The obtained cycles at each surface stress values or contact pressure
are shown in Table 5 for all the reliability values considered.

Table 5. The estimated allowable number of cycles for the considered curvature radii pairs and
reliability levels.

Alternating Stress ~ Contact Pressure

ID (MPa) (MPa) Number of Cycles Reliability (%)
2.06 x 102 10
1 342.6 571 7.75 x 1014 50
5.45x 108 90
1.78 x 1026 10
2 380.4 634 1.68 x 106 50
4.64 x10° 90
401 x10%8 10
3 414.6 691 7.09 x 1017 50
6.27 x 1010 90

As shown in Figure 15 and in Table 5, these values attest that no surface fatigue problems are
expected for this component. This fact was also found on the real recirculating mechanism, where no
surface fatigue problem was detected by a visual inspection.

5. Conclusions

Stainless steels are necessarily used in all sectors, from aerospace to medical, where mechanical
components find themselves working in environmental conditions full of aggressive substances that
can affect the mechanical properties of the component itself. The antioxidant properties of such steels
are due to the surface film that is created thanks to a chemical reaction between chromium and oxygen.
Although stainless steels are, by nature, self-passivating, i.e., the protective film spontaneously recreates
thanks to a chemical reaction between oxygen and chrome, problems related to a degradation of the
surface can lead to a slowing down the self-passivation process or, in the worst cases, to a total loss of
antioxidant properties. One of the main causes of surface deterioration is related to surface fatigue
issues. When two or more evolving bodies are working against each other, a stress state is generated
on the surface, which can cause opening cracks. The two most common phenomena are pitting and
spalling. To minimize the probability of occurrences of this phenomenon, it is necessary that, at least
during the design stage, the surface resistance of the component is verified.

The evaluation of surface fatigue strength can be addressed with two different approaches.
The first one is a completely theoretical approach which, merging the impact dynamic laws and the
Hertz theory, allows an estimation of the contact stresses and, therefore, an evaluation of the fatigue
life of the component. However, this approach requires an assessment of a set of variables, such as
bodies trajectory, velocity, stiffness, and curvature radii, in order to obtained accurate results. If these
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quantities are known, the theoretical approach allows for an accurate estimate of both the impact
forces and the contact stresses. The determination of these quantities tends to be, however, particularly
complex in real models in which all the abovementioned quantities are random variables.

In this context, the second possible approach for the estimation of surface fatigue strength is a
completely numerical approach. This, exploiting the potentialities of the finite element codes, allows
the drawbacks of the theoretical approach to be overcome regardless of the complexity of the model.
The major drawback of this approach is the need to use meshes so fine that makes the simulation not
always feasible.

To merge the benefits of both approaches, in this activity, a hybrid theoretical-numerical calculation
method has been proposed, which allows a drastic reduction in the calculation effort obtaining, at
the same time, accurate results. This method exploits the potentialities of finite element software to
determine the impact forces, bypassing the inconvenience of assessing dynamic variables hardly a
priori known. Once the impact forces are assessed, classical formulas of Hertz theory and fatigue are
used to evaluate the fatigue life of the component. This possibility raised a comparison of the results
obtained by an explicit finite element analysis and the theoretical results for a simple case study, a
sphere-plane impact, for different mesh sizes. From the comparison carried out, it was highlighted
that the force values obtained are independent from the mesh size and very close to, almost identical,
those obtained by using the shock theory. It is not valid instead in the case of contact pressures where
results are strongly influenced by mesh size. This means that to obtain the pressure and/or contact
stress directly from a numerical simulation, a fine mesh is necessary.

The main advantage of the proposed method is to drastically reduce the calculation effort while
obtaining results consistent with reality as well. Given these aspects, the proposed calculation method
is aimed to all those realities in which it is necessary to reduce the computational effort as much as
possible without precluding the goodness of the results.

The proposed hybrid method was then validated on an aeronautical component, a recirculation
system of a ball screw. This component, in fact, is subjected to many shocks due to the balls that it is
often subjected to surface fatigue problems. The obtained results show how it is possible to obtain
realistic results in terms of fatigue life with relatively short calculation times.
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Abstract: A novel corrosion-resistant steel with high boron content is investigated in this paper.
Three stages during crystallisation of the steel are revealed. The positive influence of Zr addition on
the microstructure and mechanical properties after hot deformation is shown. The Zr-alloyed steel
demonstrates hot deformation without fracturing in the temperature range of 1273-1423 K, and in
the strain rate range of 0.1-10 s 1, despite the high volume of brittle borides. The processes of ferrite
recrystallisation and boride structure fragmentation occur during hot deformation, promoting the
appearance of a peak on stress—strain curves.

Keywords: high-boron steel; high-speed steel; hot deformation; mechanical properties; borides

1. Introduction

Stainless steels with high boron content (more than 1.2 wt. %) are important materials for the
production of spent nuclear fuel storage due to the high neutron-absorbing capacity of boron [1,2].
Conversion of the nuclear power plants to more enriched fuel requires improved neutron-absorbing
capacity of the materials. As a result, new high-boron steels with a boron concentration more than 3 wt.
% are required to guarantee the safety and efficiency of spent nuclear fuel storage. This type of material
is also very attractive for application as a high-speed steel, due to a high degree of hardness and good
wear resistance of the borides [3,4]. However, the low technological plasticity of high-boron steels
limits their applications because of the high costs of their production. In this case, the preliminary
investigation of the microstructure and deformation behaviour of hard deformable steels is required to
develop improved industrial technologies. In most cases, the deformation behaviour is investigated by
mechanical tests using thermomechanical simulators, followed by the development of constitutive
models [5-7] and processing maps [8,9], which are the power instruments for finding the optimal
deformation conditions. Besides, the addition of the steel by the borides forming elements such as Ti
and Zr may have a positive influence on the microstructure. Titanium forms TiB, phase which contains
1.40 g/cm?3 of boron in comparison with ~0.68 g/cm? for (Cr,Fe),B. It decreases the amount of brittle
phases in a high-boron steel microstructure [10,11]. He et al. showed that Ti improves the strength
and plasticity of the binary Fe-B alloys after hot deformation [12,13]. The purpose of our work is to
investigate the microstructure and hot deformation behaviour of a novel Zr-alloyed stainless steel with
high boron content.

2. Materials and Methods

An alloy with the nominal composition of Fe-16Cr—-4Ti-6Zr-3.2B (wt %) was produced by arc
melting of pure Fe, Cr, Ti and Zr metals and Fe-17 wt. % B master alloy in an argon atmosphere.
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After remelting had been undertaken four times, the samples were produced by casting into a copper
mould with a diameter of 12.7 mm. Investigation of the alloy microstructure was performed by
scanning electron microscopy (SEM) and by X-ray diffraction (XRD). The mean size of the particles
was measured by a linear intercept method. For each sample, 3-5 different 50 x 40 pm? regions
were analyzed. Compression tests were performed using a Gleeble 3800 thermomechanical simulator.
The specimens for the compression tests, with a diameter of 10 mm and a height of 15 mm, were heated
to the deformation temperature (1273-1423 K) and compressed to one true strain at 0.1, 1 and 10 s~}
constant true strain rates. Compression tests at room temperature were carried out on cylindrical
specimens (6 mm in height and 4 mm in diameter) cut from the hot compressed samples. Melting and
solidification temperatures of the alloy were measured by differential thermal analysis (DTA) at the
heating and cooling rate of 0.33 K/s. Accelerated corrosion test [14] was applied to the investigated
steel and for comparison to the industrial steel Fe-14Cr-5Ti—0.3V-1.8B (ChS-82) which is most common
for production of spent nuclear fuel storage. The samples with the size of 12.7 mm in diameter and
1 mm in width were held 5 and 24 h in the 10% FeClz-6H,O water solution. After the holding, the mass
loss rate was calculated according to the formula:

_ Am

V=< (5]

where Am is a lost mass, g; S is specimen area, m?; t is time of the corrosion test, hours.

3. Results and Discussion

As shown in Figure 1, the microstructure of as-cast steel consists of x(Fe) solid solution and three
types of borides: black particles of TiB,, grey eutectic colonies of (Cr,Fe),B and white particles of ZrB,.
Usually, the structure of Ti-doped steel with a high boron concentration contains large TiB, particles
with an irregular shape [15]. Zr addition strictly decreases the volume fraction of these particles.
As one can see in Figure 1a, few large TiB, particles are present in the microstructure. Zr also has a
positive influence on the size of the o(Fe)-(Cr,Fe),B eutectic colonies due to a modifying effect [16].
The average size of the borides is presented in Table 1.

(b)

Toen L-TiB

— .

Intensity, a.u.
= e(i0)

Figure 1. As-cast microstructure (SEM) of the investigated steel (a) and XRD pattern (b).

Table 1. The size of the borides in the as-cast state and after hot deformation (HD).

Average Size of the Particles, um
TiB, (Cr,Fe),B ZrB,
As-cast 3+1 0.7+0.2 2406
HD1373K, 157! 2405 05+0.1 1.8+0.6
HD1373K,10s7! 15+£05 04+01 14404
HD 1423 K, 157! 12+03 05+0.1 1+£03
HD 1423 K, 10s7! 11+£03 0.6 £0.1 1+£02

State
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As can be seen in Figure 2a, the liquidus and solidus temperatures of the steel are 1530 K and
1490 K, respectively. The exothermal crystallisation peak may be separated into three peaks (Figure 2b).
Each of the peaks corresponds to a different crystallisation reaction. The high temperature peak
corresponds to the reaction of the crystallisation of ZrB; + x(Fe) from the liquid phase, which can be
proven by the absence of the high temperature peak in the DTA curve of the alloy without Zr [17].
The reaction L — TiB, + «(Fe) leads to the exothermic effect seen in the second peak. The last peak
corresponds to the eutectic crystallisation of ((Cr,Fe),B + o(Fe)).
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Figure 2. DTA curves (a) and crystallisation peak analysis (b) of the investigated alloy.

The maximal deformation temperature of the alloy of 1423 K was chosen according to the DTA to
prevent the melting of the sample during the compression test from adiabatic heating. As one can see
in Figure 3, the hot compression of the Fe-16Cr—4Ti—6Zr-3.2B steel proceeds without fractures in the
temperature range of 1273-1423 K, and in the strain rate range of 0.1-10 s~!. As shown in Figure 4,
the stress is increased with the increase of the strain rate and decrease of the deformation temperature.
True stress achieves its maximal value at low strains during compression for all temperatures and
strain rates. It is known [18,19] that peak strain (ep) can be expressed as a power-law function of the
Zener-Hollomon parameter Z = ¢ exp (%) [20] as given by:

ep = AZ™ = A[éexp(%)}m 2)

where ¢ is a strain rate, s~1; T is a temperature, K; R is a universal gas constant, A; m and Q are the
constants determined by least squares method using experimental data and linearized Equation (2):

mQ
lngpflnA+mlns+ﬁ 3)
So, the ep can be calculated by the follow equation:
‘ 4 0.22
ep = 0.0012%22 = 0.001[¢ exp (3 R9Too>] (R? = 0.81), (4

where ¢ is the strain rate (s—') and T is the deformation temperature (K). After reaching the peak
strain rate, the processes of fragmentation of the boride colonies and the dynamic recrystallisation
begins (Figure 5), leading to a significant decrease in the true stress (Figure 4). The steady state
deformation proceeds after 0.5-0.6 of true stress, depending on the temperature and the strain rate.
As shown in Figure 5 and Table 1, the size of the ZrB, and TiB, borides is decreased after hot
deformation has occurred. An increase of the deformation temperature decreases the size of these
particles. Contrariwise, the size of the (Cr,Fe),B is not decreased during the deformation due to the
initial small size of the eutectic colonies. As shown in Figure 6b,c, the microstructure of the steel after
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hot deformation at the temperature of 1373 K and at the strain rate 1 s~! and at the temperature of
1423 K and at the strain rate 10 s~! consists mainly of small recrystallised grains, whereas in the phase
composition of the steel did not change significantly after the hot compression (Figure 6¢).
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Strain rate, s ' | 1323 | 1373

0.1
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Figure 3. The images of the samples after hot deformation.

(@) (b)

300
250
250
108" 200 108"
g ™ g
= e = 180 s
7 s 4 18
% 150 ¢
@ @ 100 01s’
100
015"
50 50 |
[ [
0.0 02 04 06 0.8 1.0 00 02 04 06 08 1.0
Strain Strain
(c) (d)
200
200
150
1
s 150 10s o .
s s 10s
g . g ™
100 18 o
] @
01s’ 1
50 &0 01s’
[ 0
00 02 04 06 0.8 10 00 02 04 06 08 10
Strain Strain

Figure 4. Stress—strain curves of the Fe-16Cr—4Ti-6Zr-3.2B steel at temperatures of 1273 K (a), 1323 K
(b), 1373 K (c) and 1423 K (d).

215



Metals 2019, 9, 218

Figure 5. Microstructure of the Fe-16Cr—4Ti—6Zr-3.2B steel after hot deformation: 1373 K, 1 s 1 (a);
1373 K, 105! (b); 1423 K, 15! (c); 1423 K, 10 s~ (d).

(©
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Intensity, a.u.

30 40 50 60 70 80 90
20, °

Figure 6. EBSD maps of the steel after hot compression at the temperature of 1373 K and at the strain
rate 1571 (a), at the temperature of 1423 K and at the strain rate 10 s~1 (b) and XRD patterns of the

steel after deformation (c).

Room temperature compression stress—strain curves of the investigated steel after hot deformation
are presented in Figure 7. Steel demonstrates a high degree of strength and good plasticity after hot
deformation at temperatures in the range of 1273-1423 K, and at strain rates in the range of 1-10 s~ 1.
The decrease of the strain rate to 0.1 s~! decreases the yield stress of the steel on 50-150 MPa in

comparison with higher strain rates.
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Figure 7. Mechanical properties of the investigated steel after hot deformation.

The images of the specimens before and after corrosion test are shown in Figure 8. As one can
see, the Fe-16Cr—4Ti—6Zr-3.2B steel is more resistive to aggressive Cl™-contained environment than
Fe-14Cr-5Ti-0.3V-1.8B steel due to a higher concentration of the alloying elements such as Cr, Ti and
Zr. The mass loss rate for the investigated steel is 25 g/(m?-h). It is more than twice smaller than the
mass loss rate for Fe-14Cr-5Ti-0.3V-1.8B steel with Vi, = 57 g/(m?-h).

0 hours

Fe-16Cr-4Ti
-67r-3.2B
steel

Fe-14Cr-5Ti
-0.3V-1.8B
steel

5 hours

24 hours

Figure 8. Images of the specimens before and after accelerated corrosion test in the 10% FeClz-6H,O
water solution.
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The fine microstructure, good mechanical properties, satisfactory corrosion resistance and
possibilities for applications of hot plastic deformation without fractures despite the presence of
a large volume of brittle borides make the investigated alloy attractive as a high-speed steel and to the
nuclear industry.

4. Conclusions

1. The phases of «(Fe), ZrB,, TiB; and (Cr,Fe),B are formed in the microstructure during three-stage
crystallisation of the Fe-16Cr—4Ti—6Zr-3.2B steel.

2. The hot compression of the Fe-16Cr—4Ti-6Zr-3.2B steel proceeds without fractures in the
temperature range of 1273-1423 K and in the strain rate range of 0.1-10 s~!. Hot deformation leads
to fragmentising of the eutectic structure and a decrease in the size of the ZrB, and TiB, particles.

3. True stress—true strain curves show nonmonotonic behaviour with the achievement of peak stress,
followed by boride fragmentation and «(Fe) dynamic recrystallisation processes. The peak strain
value depends on the Zener—Hollomon parameter by power low:

ep = 0.0012022.

4. The investigated alloy possesses a high yield strength of 825-840 MPa, and good plasticity of
0.16-0.2, after hot deformation in the range of 1373-1423 K.

5. Corrosion resistance of the novel Zr-alloyed high-boron steel in the aggressive Cl™-contained
environment is better than corrosion resistance of the industrial Fe-14Cr—5Ti—0.3V-1.8B steel,
which is currently most common for production of spent nuclear fuel storage.
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Abstract: The main goal of this work was to study the effect of plastic deformation on weldability
of duplex stainless steel (DSS). It is well known that plastic deformation prior to thermal cycles
can enhance secondary phase precipitation in DSS which can lead to significant change of the
ferrite-austenite phase ratio. From this point of view one of the most important phase transformation
in DSS is the eutectoid decomposition of ferrite. Duplex stainless steels (DSSs) are a category of
stainless steels which are employed in all kinds of applications where high strength and excellent
corrosion resistance are both required. This favorable combination of properties is provided by
their biphasic microstructure, consisting of ferrite and austenite in approximately equal volume
fractions. Nevertheless, these materials may suffer from several microstructural transformations if
they undergo heat treatments, welding processes or thermal cycles. These transformations modify the
balanced phase ratio, compromising the corrosion and mechanical properties of the material. In this
paper, the microstructural stability as a consequence of heat history due to welding processes has
been investigated for a super duplex stainless steel (SDSS) UNS 532750. During this work, the effects
of laser beam welding on cold rolled UNS S32750 SDSS have been investigated. Samples have been
cold rolled at different thickness reduction (& = 9.6%, 21.1%, 29.6%, 39.4%, 49.5%, and 60.3%) and then
welded using Nd:YAG laser. Optical and electronical microscopy, eddy’s current tests, microhardness
tests, and critical pitting temperature tests have been performed on the welded samples to analyze
the microstructure, ferrite content, hardness, and corrosion resistance. Results show that laser welded
joints had a strongly unbalanced microstructure, mostly consisting of ferritic phase (~60%). Ferrite
content decreases with increasing distance from the middle of the joint. The heat-affected zone (HAZ)
was almost undetectable and no defects or secondary phases have been observed. Both hardness and
corrosion susceptibility of the joints increase. Plastic deformation had no effects on microstructure,
hardness or corrosion resistance of the joints, but resulted in higher hardness of the base material.
Cold rolling process instead, influences the corrosion resistance of the base material.

Keywords: duplex stainless steel; welding; deformation; corrosion; microstructure

1. Introduction

Duplex stainless steels (DSSs) are a group of steel with a ferrite and austenite biphasic microstructure.
They are widely used in very aggressive environment like nuclear and petrochemical plants, oil and gas
offshore applications, chemical plants, paper and pulp industries, food and beverages industries as an
alternative to the austenitic stainless steels [1-4]. They have higher mechanical properties and corrosion
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resistance compared to the austenitic stainless steels but suffer from secondary phases embrittlement
and cannot be used at temperature higher than 350 °C [5,6].

The optimum properties of super duplex stainless steels are achieved when approximately equal
amounts of ferrite and austenite are present in the microstructure. This balanced ratio between the two
phases is obtained with a suitable combination of chemical composition and solution heat treatment [3,7].
However, during welding processes the microstructure can undergo detrimental transformations.
DSSs solidifies starting from a fully ferritic microstructure and, as the material cools to room temperature,
ferrite transforms into austenite through solid-state transformation [1-4,7,8]. With an improper cooling
rate, two main problems may arise: an unbalanced austenite—ferrite ratio, and the precipitation of
secondary phases in the weld zone (WZ) and heat-affected zone (HAZ) [9] which can both affect the
mechanical properties, in particular impact toughness [10-13] and corrosion resistance [14,15].

Solution heat treatment is necessary in order to obtain a balanced microstructure and to
solubilize any possible secondary phases that has been formed. Secondary phases can precipitate in a
temperature range between 600 °C and 1000 °C. At lower temperature, typically 475 °C, ferrite spinodal
decomposition can occur if the holding time is long enough (higher than 100 h). Main secondary phases
that can precipitate are o phase, x phase, and chromium nitrides (i.e., Cr,N) and the less common
R-phase, m-phase, Laves phase, and carbides, not to mention secondary austenite decomposition and
spinodal ferrite decomposition [4].

Even though it is thermodynamically unstable, the first phase to precipitate is X phase thanks to
its lattice parameter close to three times that of ferrite, followed by o-phase. Both o-phase and x-phase
grow toward the ferrite, eventually consuming all of it [3,13,16]. Because of its higher content in high
atomic number element (i.e., molybdenum and chromium) those secondary phases appear lighter in
backscattered-electrons. Chromium nitrides, on the other hand, appear as a dark chain because of the
lower atomic number of the constituent. They are located at the ferrite/ferrite grain boundary and the
ferrite/austenite phase boundaries. Nitrogen solubility in ferrite is considerably lower compared to
austenite, moreover, it drops as the temperature decreases hindering the diffusion of nitrogen atoms in
the austenite resulting in chromium nitrides precipitation [3].

Therefore, the study of weldability of super duplex stainless steels is a fundamental task for their
proper industrial application. Previous investigation showed that conventional welding processes as
submerged arc welding (SAW) [17-19], plasma arc welding (PAW) [20-22], gas tungsten arc welding
(GTAW) [23-25], and friction stir welding (FSW) [26-28] have a highly affected austenite-ferrite ratio,
promoting precipitation of secondary harmful phases. For this reason, high power laser welding
has seen a remarkable increase in research interest, due to its better precision, speed, and versatility
compared to traditional welding processes [29-31]. While earlier researchers studied the effect of
laser beam parameters on microstructure and properties of DSSs [8,9,32,33], few papers addressed
ferrite—austenite ratio change in SDSS welding [34-37].

In this work, the effects of Nd:YAG laser welding on microstructure and mechanical and corrosion
properties of UNS 532750 SDSS samples with seven different grades of thickness reduction (e = 0%,
9.6%, 21.1%, 29.6%, 39.4%, 49.5%, and 60.3%) are studied.

2. Materials and Methods

The UNS S32750 super duplex stainless steel were kindly supplied by ArcelorMittal (ArcelorMittal
S.A., Luxembourg, Luxembourg). Its composition is reported in Table 1.

Table 1. Chemical composition of UNS §32750.

Element C Mn P S Si Cu Ni Cr Mo N
% 0.021 0.822 0.0231  0.0004 0.313 0.178 6.592 24.792 3.705 0.2644
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The as received material was a 15 mm thickness plate, previously solution annealed at 1100 °C for 1 h
and water quenched. Three sets of seven specimens 100 mm long and 10 mm wide were cut to undergo
plastic deformation through cold rolling process. The samples were deformed along the hot rolling
direction, using a double cylinder mill with a reduction per pass of 0.25 mm. The 9.6%, 21.1%, 29.6%,
39.4%, 49.9% and 60.3% thickness reductions were applied, and the average strain rate was 0.15s7 1.

To perform the laser beam welding each specimen was milled to the dimension of 70 x 15 x 3 mm.
The welds were performed with a 4 kW Rofin-Sinar DY 044 Nd:YAG laser (ROFIN-SINAR Laser Gmb,
Hamburg, Germany) assisted with a six-axis robot from ABB (ABB Asea Brown Boveri Ltd., Zurich,
Switzerland). To prevent distortion while welding, the samples were clamped to the workbench.
The shielding gas used was argon with a purity of 99.995%.

All the specimens were butt-welded using the weld parameters summarized in Table 2 in order
to achieve full penetration of the welds.

Table 2. Laser welding parameters.

Parameters Value
Average power 1400 W
Welding speed 450 mm/min

Defocusing distance 0 mm
Spot Diameter 0.2 mm
Shielding gas flow rate 20 L/min

After the welding process, the specimens were cut transversal with respect to the weld direction
for the metallographic analysis. Microhardness tests were performed in the cross surfaces of the
welded samples following ASTM E384 standard using a Buehler IndentaMetTM 1105 (ITW Test &
Measurement GmbH, Esslingen, Germany) with a load of 300 g and an application time of 11 s.
Corrosion resistance was evaluated on the surface of both welded and unwelded samples testing
the weld bead surface and the longitudinal section of the unwelded sample. The content of ferrite
in the weld bead was measured with Eddy’s current test (ECT) (Test Maschinen Technik GmbH,
Schwarmstedt, Germany).

Eddy-current testing (ECT) is a non-destructive electromagnetic test method, which uses
electromagnetic induction to detect and characterize surface and sub-surface flaws, as well as
ferromagnetic phase content in conductive materials. In an eddy current probe, a coil of conductive
wire is excited with an alternating electrical current. This current produces an alternating magnetic field
around the coil, which oscillates at the same frequency of the current. If the probe and its magnetic
field are placed close to a conductive material a circular flow of electrons, known as an eddy current,
will begin to move through the metal. That eddy current flowing through the metal will, in turn, generate
its own magnetic field, which will interact with the coil and its field through mutual inductance. Changes
in metal thickness or defects, like near-surface cracks, will interrupt or alter the amplitude and pattern of
the eddy current and the resulting magnetic field. This in turn affects the movement of electrons in the
coil by varying its electrical impedance. Changes in the impedance amplitude and phase angle can be
correlated with the volume fraction of magnetic phase in the material.

To analyze the microstructure of the welds, all the samples were first mounted on a phenolic resin
and then grinded to 1200 grit SiC paper and polished with diamond suspensions (6 um and 1 um) to
a mirror like surface finish. After the polishing process, the samples were electrolytically etched at
voltage ranging from 2 to 20 V with 20% sodium hydroxide to distinguish austenite from ferrite since
the last one is preferentially etched.

The metallographic analysis was then performed with a Leica DMRE optical microscope and
with a Leica Cambridge Stereoscan 440 scanning electron microscope (Leica Microsystems S.r.l., Milan,
Italy) operating in secondary electron (15 kV) and backscattered electron (29 kV).

The corrosion resistance was evaluated by mean of the critical pitting temperature test (CPT) in
order to correlate the microstructure modifications to the corrosion properties [15].
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The CPT was determined following the ASTM G150 standard. A potentiostat AMEL 7060 (Amel
Electrochemistry, Milan, Italy) was used, the equipment consisted of two cells, containing the same
aqueous solution (1 M of NaCl), and electrically connected by a salt bridge; in the first cell, maintained
at room temperature, the reference electrode (calomel) was immersed, whereas the counter electrode
(platinum) and the sample were placed in the second cell, where the temperature was controlled by a
thermostatic bath.

The ASTM G150 standard involves the evaluation of the CPT by maintaining a constant anodic
potential of 700 mV vs. SCE and increasing the temperature of the thermostatic cell at the rate of
1 °C/min. Before the test the open circuit potential (OCP) was evaluated letting the system stabilize
for 60 min. The CPT is determined when the current density reaches 100 uA/ cm? and remains above
this level for a minimum of 60 s. The tests were conducted until the occurrence of stable pitting and
then stopped to prevent excessive corrosion of the specimen.

The CPT determination was performed both for un-welded and welded samples, by exposing
1 cm?. The samples were varnished with a thermal-resistant varnish letting exposed the selected area.
This area includes both the WZ and the HAZ due to the low dimensions of the HAZ in this type of
welds. The corroded samples were then analyzed with a stereomicroscope Zeiss Stereoscan Stemi
C2000 (Carl Zeiss S.p.A., Milan, Italy).

To determine the ferrite content on the welded samples, 13 ECT measurements were performed
on the top section of each sample, starting from the middle of the joint. The distance between each
detection point was 1 mm. The inspection was done at 4 different frequencies: 10.0 kHz, 40.0 kHz,
66.7 kHz and 100.0 kHz. The data acquisition, processing and the control of the set-up were done with
ScanMax software (Test Maschinen Technik GmbH, Schwarmstedt, Germany).

3. Results and Discussions

3.1. Mictrostructure

The microstructure of the UNS 532750 SDSS base material is shown in Figure 1. The picture depicts a
biphasic microstructure with approximately equal volume fraction of ferrite and austenite. Austenite phase
(white) is orientated along the rolling direction (black arrow) dispersed in a ferrite matrix (blue-brown).

Figure 1. Microstructure of as received UNS S32750 bar.
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The microstructure of the weld bead cross section in Figure 2 confirms the peculiarity of laser
beam welding, where the development of the microstructure is essentially symmetrical with respect
to the axis of the laser beam [9]. The Y-type shape weld bead is a consequence of a relatively low
welding speed (450 mm/min), conversely to the classical V-type shape for welding speed greater than
2000 mm/min [38]. Elongated ferrite grains along the heat flux direction with austenite dispersed
inside and along ferritic grain boundaries are evident. The highly oriented and elongated shape
of ferritic grains is due to the high cooling rate, estimated to be approximately 1000 °C/s [9,29,39].
Because of this remarkable cooling rate, the HAZ (region between dashed lines in Figure 3) was almost
undetectable. The temperature reached in the weld zone was supposed to be approximately 1400 °C [8]
even though some researchers found to be as high as 1800 °C [30].

Figure 2. Overview of weld bead of the undeformed sample (electrolytic etching at 20 V with
20% NaOH).
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Figure 3. Heat Affected Zone (HAZ) of the sample deformed at 29.6%.

One of the weld’s critical regions is the HAZ, depicted in Figure 3. The fusion line is continuous
and clear, with the ferritic grains emanated from the base material grains as well as the austenitic
grains. The HAZ zone (between dashed lines) is very narrow due to the high heat input of the laser and
its spot size. The temperature reached in the HAZ is not high enough to melt the material, but it is high
enough to modify the phase balance towards ferrite (i.e., phase balance is temperature and composition
dependent, for this grade of DSS, a balanced microstructure is usually obtained at approximately
1050 °C). Fragmentation of austenite grains inside the dashed line is due to the temperature reached in
this region which, as stated before, changed the phase balance of the base material toward ferrite since
DSS starts to solidify from a fully ferritic microstructure. The segmentation of some austenitic-ferritic
phase boundary (ellipses) is probably because the temperature reached in that region was high enough
to start the dissolution of austenite inside the ferrite but not for long enough time to completely
solubilize the austenite.

In agreement with the CCT diagram of o-phase precipitation for a UNS 532750 [39], no precipitates
were observed in this region, as can be seen from the scanning electron micrograph in backscattered
electrons in Figure 4.
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Figure 4. Back-scattered electron micrograph of the HAZ region (center), the weld bead (left) and the
base metal (right).

Secondary phases should appear as a lighter spot located mostly at the triple points between
ferrite grains and at austenite—ferrite phase boundaries, while chromium nitrides should appear as
dark chains at ferrite/ferrite grain boundaries. In this case, the dark appearance of both austenite
and ferrite grain boundaries of Figure 4 is due to the etching, it would not be possible otherwise to
distinguish austenite from ferrite because of the similar composition of the phases that results in low
contrast on backscattered electrons images. Previous SEM-WDS examinations have been performed
without etching, asserting the absence of chromium nitrides. In the welded region, deformation does
not influence the precipitation of secondary phases. In fact, the results are similar to the one reported in
Figure 4 for the undeformed sample with no secondary phases or chromium nitrides detected, due to
high cooling rate for all the samples.

As previously mentioned, the weld zone solidifies initially fully ferritically and partially
transforms into austenite through solid-state transformation as the temperature decreases. Because
of the high cooling rate of laser welding, this transformation tends to be inhibited, resulting in
a strongly unbalanced microstructure mostly consisting of ferritic phase [8,9,29]. It is clear from
the micrographs in Figure 5 that the welded zone is mainly composed of massive ferrite grains,
with a low volume fraction of austenite that grew both at ferrite grain boundaries and within the
ferrite grains. Austenite nucleated at ferrite grain boundaries is allotriomorphic austenite while
the elongate needle-like grains that grows from the grain boundary towards the ferritic grains is
Widmanstatten austenite (Figure 5). The polygonal grains of austenite inside ferritic grains could be
isomorphic austenite, Widmanstatten austenite emanated from the grain boundary below the surface
or fragmented Widmanstitten austenite due to the decomposition of the austenite phase at lower
temperatures as other researchers found [40,41].
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Figure 5. Microstructure of the welded zone showing austenite (light phase) and ferrite (brown matrix).

In order to observe the influence of cold working on the austenite, it was necessary to extend the
etching time which caused the saturation of ferrite with etching products. The higher the thickness
reduction the higher the density of slip bands inside austenite and ferrite (Figure 6b,e,f). In low
stacking fault energy phases, dislocations are split into partial, thus they can only move by gliding
in its own crystal plane. This produces a planar distribution of dislocations among the same crystal.
Slip bands are a direct consequence of this distribution, in which a lot of dislocation are piled up.
Usually this does not happen in high stacking fault energy phases (i.e., ferrite), but due to the presence
of austenite and its crystallographic compatibility with ferrite (Kurdjumov-Sachs crystallographic
orientation) it is possible that piled up dislocation at austenite/ferrite interfaces will extend to the
ferrite grains [42].

Figure 6. Cont.
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Figure 6. Deformation bands inside austenite and ferrite due to thickness reduction. (a) 29.6%
thickness reduction, (b) 39.9% thickness reduction, (c,d) 49.9% thickness reduction, and (e,f) 60.3%
thickness reduction.

3.2. Microhardenss

Microhardness evolution in the welded region, in the heat affected zone and in the base material
is depicted in Figure 7. Microhardness of the base material (blue line) it is clear the ascending trend
due to strain hardening which lead to generation and interaction of dislocations, causing an inevitable
increase in hardness [30,43,44]. The microhardness in the welded region is approximately 300 HV and
it is not related to the different thickness reduction. This is obviously due to the fact that the material
melts, so the previous plastic deformation does not influence the hardness of the region. The hardness
of the HAZ is slightly lower than that of the welded region because, even though the region is very
narrow, the heat input due to the welding process fully recovers the plastic deformation (the hardness
of the HAZ does not follow the trend of the base material) as well as partial austenite dissolutions
which changes the phase balance toward ferrite, as can be seen in Figure 3.

Overall the hardness of the welded region and the HAZ is higher compared to the un-deformed
base material. This is related to the volume fraction of ferrite which is higher in the HAZ and in the
welded region compared to the base metal.
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Figure 7. Evolution of hardness with respect to thickness reduction for the welds, the HAZ and the
base material.

3.3. Corrosion Pitting Temperature (CPT)

The determination of the critical pitting temperature allows determining a very useful parameter
that can be used to find the best material for applications in chlorinated environments.

The results of the CPT tests performed on the as received plate and on the cold rolled samples
both welded and unwelded, are reported in Figures 8 and 9 and in Tables 3 and 4. The results in the
tables are the average obtained from three measurements for each sample.

1.1x10 1
/-
1.1x10% -
<
5 -5 0%
- ——-96%
10x10% 4 —4—211%
—v—29.6 %
~—4-394%
~<4-499%
—>—60.3 %
9.5x10® !
73 80

Temperature (°C)

Figure 8. Close-up of the region of interest of the critical pitting temperature (CPT) curves of welded
sheet metal.
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Figure 9. CPT curves of unwelded sheet metal.

Table 3. CPT of the welded sheet metal.

Thickness Reduction % CPT [°C]
0 78+12
9.6 77 £ 1.4
21.1 76 £ 1.1
29.6 76 £0.9
39.4 77+13
499 75+£0.8
60.3 75+12
Table 4. CPT of the unwelded sheet metal. For comparison is also reported the CPT of a bar of UNS 532750.
Thickness Reduction % CPT [°C]
0 84+14
29.6 81+1.1
60.3 77 £0.9
88+ 18

Not rolled (bar)

The cold rolling process and the welding affect the corrosion resistance by lowering the CPT [14,45].
The increase in deformation causes a gradual drop of the CPT as can be observed in Table 4: the higher
the thickness reduction the lower the CPT as shown by the measurement done in the unwelded
samples. CPT varies from a maximum of 88 °C for the bar to a minimum of 77 °C for the maximum
thickness reduction (60.3%).

The deformation process causes the modification of the microstructure: after cold working, the
occurrence of residual stress and the formation of the Strain-Induced Martensite (SIM) from the
metastable austenite can substantially affect the pitting resistance of duplex stainless steels, because
the number of the active anodic sites on the surface increases [46,47]. Thickness, composition, and
uniformity of the passive layer are modified in different extent by plastic deformation [48,49] and
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the increasing in dislocation density favors the film dissolution due to the presence of lower binding
energy regions, compared to a perfect crystal [50]. This may affect the formation of a less effective
passive film on the steel surface; moreover, the presence of distorted high-energy interfaces may
provide further trigger points for the localized attack [51,52]. This DSS grade is not prone to SIM
precipitation in fact, it was not identified any SIM even though most accurate measurements and
observations must be conducted (i.e., TEM and XRD).

Since CPTs range is between 78 °C and 75 °C they can be considered constant with respect to the
reduction in coating thickness. Recrystallization phenomenon taking place during the welding process,
delete the microstructural changes due to cold rolling. The weld process causes the fusion of the sheet
metal with the consequent loss of effect of the cold hardening, so the CPT of the less deformed sample
is basically the same of the 60.3% deformed sample among experimental error.

On the other hand, CPTs of the welded samples are lower than CPTs of the unwelded sheets
(Figure 10) due to the unbalance of ferrite and austenite that occurs during the welding process as
shown by both the location of the pits after the CPT tests (Figure 11) and after the ECT (Figure 12).

S —=— Welds

sl A —e— Deformed sheet
] A Bar

0 10 20 30 40 50 60
Thickness reduction (%)

Figure 10. CPT trend of welded and unwelded sheets. For comparison is also reported the CPT of a
bar of UNS S32750.

Macrographs in Figure 11 were taken after the corrosion tests and show that the pits are mainly
localized in the weld beads whilst the base metal was left mostly unaffected, with some exceptions like
the material which was subjected to the higher thickness reduction (60.3%). This clearly indicates that
the corrosion phenomena can be ascribed to the welding process, more precisely to the unbalanced
ferrite-austenite content in the welded zone.
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Figure 11. Pits location on the welded sample after CPT tests: (a,b) undeformed; (¢,d) 9.6% thickness
reduction; (ef) 21.1% thickness reduction; (gh) 29.6% thickness reduction; (i,j) 39.4% thickness
reduction; (k,1) 49.9% thickness reduction; and (m,n) 60.3% thickness reduction. Right column images
are higher magnification of the highlighted area of the pictures on the left column.
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3.4. Eddy Currents

Eddy current tests were performed on the top section of the welded samples in order to analyze
the change in ferrite content. Eddy’s current results of the four frequencies used in the tests (10 kHz;
40 kHz; 66.7 kHz; 100 kHz) are reported in Figure 12. A touch coil absolute probe with diameter of
1 mm. The probe was fixed in a holding device which ensured the perpendicular position of the probe
with respect to the surface of the sample. The sample was moving under the fixed probe.

10 kHz 40 kHz
62 I 62
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60 ——096% 60

58 4 —A—21.1% 58]
R —¥—296% [
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= ——60.3% e
8524 — 3 521
2 50 £ 50
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al 624
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Figure 12. Evolution of the volume fraction of ferrite with respect to the distance from the
weld centerline.

In accordance with previous studies [8,9,32,33], it can be seen that the amount of ferrite in the
weld zone (~60%) is remarkably higher compared to the base material (46,9%) due to the high cooling
rate typical of the laser welding. The precise ferrite content in the HAZ could not be measured because
the dimension of the eddy current probe was significantly bigger (~1 mm) than the extension of the
zone (~50 um). However, the tendency of the ferrite content to decrease with increasing distances from
the middle of the weld is quite clear for every frequency; the 40 kHz frequency was the most sensitive
to the ferrite content variation. High heat input and small spot size of the laser combined with the
fast welding process translates in narrow melted region (approximately 0.8 mm according to Figure 2)
which limits the width of the HAZ thanks to the base material acting as a heat sink.

4. Conclusions

The main goal of this study was the investigation of cold rolling on the weldability of UNS 532750
duplex stainless steel. The importance of this problem arises from the fact that the cold rolling before the
heat treatment can significantly increase the rate and decreases the starting temperature of the ferrite
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decomposition process. The mentioned phase transformation strongly influences the phase balance
and deteriorates the mechanical properties and the corrosion resistance of DSS as well. Therefore,
cold rolling prior to the welding process can be considered as an additional technological risk.

Three sets of seven different samples of UNS S32750 hot rolled and annealed with different
thickness reduction up to 60.3% were laser welded and investigated by mean of CPT, microhardness
and eddy current tests. It has been found that:

e  The higher the thickness reduction the lower the CPT for the base material.

e  Thickness reduction does not influence the CPT of the welded samples.

e Most of the pits are located in the weld beads due to the unbalanced microstructure (higher ferrite
volume fraction).

e The higher the thickness reduction the higher the microhardness on the base material due to
strain hardening effects.

e  Microhardness of the welded region is not influenced by the prior plastic deformation.

e  Prior plastic deformation does not influence the phase balance on the weld beads.

e  Higher volume fraction of ferrite (60%) within the joint is responsible for the decrease in CPTs of
the welds.
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Abstract: The formation and growth kinetics of the reverted austenite during tempering in
13Cr supermartensitic stainless steel were investigated by a combination X-ray diffraction (XRD),
transmission electron microscopy (TEM) and electron backscatter diffraction (EBSD) in a scanning
electron microscope (SEM). The reverted austenite precipitated at the martensite blocks, sub-blocks,
laths and grain boundaries. The growth kinetics was established by Johnson-Mehl-Avrami (JAM)
kinetics equation according to the volume fraction of the equilibrium reverted austenite at room
temperature. The Avrami exponent value is 0.5, and the activation energy was estimated to be
369 kJ/mol, the kinetic model indicates that the mechanism of reverted austenite is diffusion-controlled
and the growth of reverted austenite closely relies on the diffusion of the nickel (Ni) element.
The experimental measured orientations of the reverted austenite are in good agreement with the
theoretical ones, implying that the reverted austenite has the same orientation with the surrounding
martensite, which meets the Kurdjumov-Sachs (K-S) orientation relationship. The orientation
relationships minimize the strain energy of the phase transformation by reducing the crystallographic
mismatch between phases.

Keywords: supermartensitic stainless steel; reverted austenite; phase transformation; kinetics model;
electron backscattered diffraction

1. Introduction

Supermartensitic stainless steels have attracted significant interests due to their promise for high
strength, excellent toughness and improved corrosion resistant [1-4]. Due to its excellent mechanical
properties in offshore oil and gas industry, it has already become an alternative product to replace
duplex stainless steel and austenitic stainless steel [5-7]. Supermartensitic stainless steels have
distinguished mechanical properties (such as the yield strength is 800-950 MPa, the ultimate tensile
strength is 900-1200 MPa, the elongation is 13-18% and the hardness is 26-32 HRC), which depend on
the microstructure and chemical composition [6,8-10]. Lu and Li propound that the alloying element
changes material properties by modifying the microstructures of the host element [11]. It was known
that the steel is routinely strengthened by alloying with elements like chromium and nickel. In the case,
the alloying element strengthens steel by forming structures and creating strong phases with robust
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interfaces to block the dislocation motion. The C-Fe-Cr phase diagram shows that the amount of « and
v depends on chemical composition. However, the exorbitant chromium (Cr) content produced 5-Fe
ferrite phase, which impairs the toughness of the experimental steel [12]. Ni is the primary alloying
element for austenite stability and used to enlarge the y-Fe phase region, but numerous Ni would
escalate the cost of the martensite stainless steel. Therefore, the additions of titanium (Ti), niobium (Nb)
and vanadium (V) microalloying elements to steel were studied in order to improve the mechanical
properties [13,14].

However, tailored microstructures can be created without changing the chemical composition
of a material, often by processing the material of heat treatment [11]. When the experimental steel
had heat treatments of quenching and tempering, the microstructure was tempered martensite and
reverted austenite in the supermartensitic stainless steels. The reverted austenite formation during the
tempering process helps to acquire the excellent mechanical properties [4,15,16]. It was revealed that
the reverted austenite content was controlled by the heat treatment in the supermartensitic stainless
steel, and minor adjustment of the parameters (such as the tempering temperature) will lead to different
mechanical properties [3,8,17]. Supermartensitic stainless steels must guarantee that a certain amount
of austenite remains stable for acquiring the excellent mechanical at ambient temperature. Reverted
austenite is produced by tempering process during the reversion of tempered martensite to y-Fe phase
in the matrix [18]. The reverted austenite distinguished from retained austenite in composition and
size during tempering [19,20]. It has systematically investigated that many factors affect the volume
fraction of reversed austenite, for instance, tempering temperature, tempering time and heating or
cooling rate [3,4,8,16,21].

The reverted austenite has been extensively studied on the microstructure and mechanical
properties in the literature, but the thermodynamics and kinetics have been paid less attention
to the reverted austenite. Meanwhile, the volume of the reverted austenite is too little to clarify
the transformation mechanism in previous literature. The model is used to describe the phase
transformation kinetics by the isothermal transformation in this work. The purpose is to put forward a
kinetic modeling for revealing microstructure evolution and the transformation mechanism of reverted
austenite in 13Cr supermartensitic stainless steels. The models are based on the amounts of equilibrium
reverted austenite at room temperature and tempering conditions. It is crucial to investigate tempering
temperature and tempering time to promote transformation kinetics, through the Ni-diffusion at
austenite/martensite phase interface. By reconstructing the kinetic model from the experimental results,
a detailed description of the microstructure evolution during tempering is proposed, which provides a
basis for explaining the excellent mechanical properties of the steels. Reviewing the literature on the
topic, the experiments do not appear to be systematic enough to establish a correlation between the
amount of reverted austenite and the transformation kinetics and transformation mechanism in the
supermartensitic stainless steel. This work was conducted to evaluate the dependence of experimental
kinetic data on the reverted austenite transformation mechanism in the supermartensitic stainless steel.
The diffusion activation energies and the rate-reaction theory were commonly taken attention to the
isothermal kinetic data analysis. In the present study, the SEM, XRD, electron backscatter diffraction
(EBSD) and TEM techniques were applied to expose austenite reversion process and the elemental
partition in the reversed austenite.

2. Materials and Methods

The as-received raw material was ultra-low carbon 13Cr supermartensitic stainless steel with the
chemical composition of 0.03C-12.5Cr-5.8Ni-2Mo-0.32Mn-0.285i-0.08Cu-0.011P-0.001S (wt. %), which
is a commercial alloy from the market. The specimens were cut with 10 mm x 10 mm X 10 mm by wire
electrical discharge machining to prepare for the experiment. The specimens homogenized at 1050 °C
for 0.5 h and quenched into oil to the ambient temperature, and then tempered at 580, 600, 620 and
650 °C for 1 h,2h,4h, 8 h, 16 h and 32 h followed by air-cooling. The heat treatments process of the
experimental steel was shown in Figure 1.
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Figure 1. The heat treatment process of the samples in 13Cr supermartensitic stainless steel.

The specimens were measured by a Bruker D8 Advance diffractometer (Bruker, AXS, Karlsruhe,
Germany), operated at 40 kV and 40 mA using Cu radiation for XRD analysis. The polished samples
were measured from 30° to 90°at a speed of 1° per minute. The amount of reverted austenite was
determined by XRD from a Rietveld analysis. The analysis was refined by the Rietveld-analysis
program RIETAN 2000 [22]. The zero-point shift parameters, the background parameters, the preferred
orientation, lattice parameters, the pseudo-Voigt profile parameters and the scale factor of the phases
were refined independently but not simultaneously. The lattice constant and the volume fraction of
reverted austenite were determined by the refinement program in the different tempering process.

The metallographic specimens were mechanically ground and polished for microstructural
observation. The microstructure was immersion corroded by Villella’s etchant containing 5 mL hydrochloric
+ 4 g picric acid + 100 mL ethyl alcohol and observed using an FE NANO430 SEM (FEI, Hillsboro, OR,
USA). The sample was electrolytically polished by 10% perchloric acid ethyl alcohol solution, and the
electrolytic current density was about 30 Ajem?2. The EBSD (Oxford Instruments, London, UK) was
operated at 25 kV and with a 0.5 um step size for acquiring the orientation data. The crystallographic
orientation relationship of the reverted austenite can be obtained in one prior austenite grain, and
meanwhile the distribution of martensite variant in the pole figures with HKL Channel 5.

The microstructure of reverted austenite was observed by JEOL 2100 TEM (JEOL, Tokyo, Japan)
operation at 200 kV. The thin foil samples were prepared for using a twin-jet polishing technique
in a 6% HCIO4 + 94% CH3COOH electrolyte solution. The TEM morphology of reverted austenite
was characterized by the bright and dark field. The element partition in the reverted austenite was
detected by an energy dispersive spectroscopy (EDS) system (X-Max, Oxford Instruments, London,
UK) equipped with TEM instrument. The scanning transmission electron microscopy (STEM, JEOL,
Tokyo, Japan) equipped with line EDS was occupied to explain austenite reversion process and the
discipline of the elemental distribution in the phase interface.

3. Results and Discussion

3.1. Tempered Microstructure Characterization

Figure 2 shows the microstructure characterization of 13Cr supermartensitic stainless steel
tempered at 580 °C for 1h,2h,4 h, 8 h, 16 h and 32 h, respectively. The SEM photos show that the
microstructure was tempered martensite and reverted austenite. The microstructure was reverted
austenite that looked like precipitates with a bright white color, while the matrix was tempered
martensite in gray color. It was evident that the tempered time had a crucial influence on the content
of reverted austenite. The longer the sample was tempered, the more reverted austenite content
was obtained. The result was consistent with our previous work that the reverted austenite content
increased with the tempering time [23]. The reverted austenite particles were found to be uniformly
distributed along with the laths, blocks and the prior austenite grain boundaries. The reverted austenite
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nucleated position is caused by the defects in the martensite microstructure, such as dislocation and
element segregation, which provide the driving forces for the reverted austenite phase transformation
from the martensite [24].

Figure 2. SEM microstructure of the samples tempered at 580 °C for different time (a) 1 h, (b) 2 h,
(c)4h,(d)8h, (e) 16 hand (f) 32 h.

Figure 3 shows thin foil TEM microstructural analysis of the specimen tempering at 620 °C for 32 h
of 13Cr supermartensitic stainless steel. As shown, the microstructure consisted of reverted austenite and
martensite laths. The reverted austenite was easily detected by the TEM since the amount of reverted
austenite reached maximal value, which was more than 20% at the tempering temperature according to
our previous work [17,23]. The plate-shape of reverted austenite grows in thickness that formed along
with the laths or the block boundaries in a bright field image. The reverted austenite activation energy of
nucleation reduced when it formed on the martensite laths, blocks and grain boundaries [25]. Figure 3b
displays the dark field image of the reverted austenite that formed as the strips and platelets in the matrix.
According to the selected area electronic diffraction pattern shown in Figure 3¢, the darker strip-like
regions in the dark field image was reverted austenite, and the crystallographic zone axis was [100].
The selected area electron diffraction (SAED) patterns indicated that the reverted austenite became broad
with increasing tempering time and formed along with the martensite laths.

Lr(a y o ". 4 ./T,- 57 ; i [001]“{

Figure 3. TEM micrographs of reverted austenite in the sample tempered at 620 °C for 32 h, (a) bright
field image; (b) dark field image and (c) SAED pattern of the reverted austenite.
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3.2. Variations in Amounts of Reverted Austenite with Tempering Time

XRD analysis was performed on all of the tempered specimens to determine phase constituents
and the volume fraction of reverted austenite. Figure 4 shows X-ray diffraction patterns of the samples
tempering at 600 °C for different holding times. Only y-Fe and a-Fe peaks were detected in the XRD
patterns; there are variations of integrated intensity in the peak of (111),, indicating that the reverted
austenite contents were different. It was evident that the reverted austenite content increased significantly
with increasing tempering time from 1 h to 32 h, through the integrated intensities of reverted austenite
diffraction lines (111),. According to the Rietveld refinement of the XRD pattern for the sample tempering
at 600 °C for 32 h, the volume of the reverted austenite arrived to the highest value. It can be seen that
there was no extensive amounts of carbide precipitates were produced during tempering treatment from
Figure 4, because there were no other peaks detected in the XRD patterns. The result was consistent with
our previous work about the maximum value of the reverted austenite [23].
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Figure 4. XRD pattern of the samples tempered at 600 °C for different tempering times (a) and (b) the
Rietveld refinement of the sample tempered at 600 °C for 32 h.

Figure 5 shows the volume fraction of reverted austenite at different tempering temperature
combined with tempering times. For tempering temperature in the range 580620 °C, the content of
reverted austenite increased rapidly with the tempering time from 1 h to 32 h. However, the reverted
austenite content had a decreasing trend after tempering at 650 °C whatever the tempering time
was. After that, higher tempering temperature produced less content of reverted austenite when the
tempering temperature was more than 620 °C. It indicated that fresh martensite partially re-transformed
from austenite during the higher temperature tempering process [24].
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Figure 5. The volume fraction of reverted austenite tempered at different tempering temperatures and times.
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The reverted austenite content did not reach the highest value when the samples tempered at
650 °C with increasing tempering time. The content of the reverted austenite was mainly determined
by the amount of austenite transformation at high temperatures and its stability during tempering and
cooling. The driving force of martensite transformation to austenite was larger when the tempering
temperature increased to 650 °C. However, thermal diffusion plays a leading role in the steel at the
same time. The composition gradually became uniform and the concentration fluctuation was reduced.
The nickel atom enrichment region was eliminated, resulting in a decrease in the thermal stability of the
high-temperature reverted austenite, which led to an increase in the Ms point. It was suggesting that the
reverted austenite transformed into fresh martensite after cooling to room temperature. Additionally,
the increased concentration of quenched in vacancies owing to an increase in tempering temperature would
also decrease austenite stability. It was indicated that the reverted austenite stability became poor and the
reverted austenite retransformed into martensite again, and the thermal stability of reversed austenite
and tempering temperature affected the change of reverted austenite in the tempering process [26,27].
The reverted austenite re-transformed into martensite under high tempering temperature conditions,
which corresponds to the result reported recently in the literature [28,29].

4. Discussion

4.1. The Transformation Kinetic Parameters and Tansformation Activation Energy

The phase transformation kinetics describes the relationship between the progress of phase
transition and transformation temperature and time. Kinetics in phase transformation study means
how fast a transformation will proceed. For the analysis of solid-state transformation kinetics,
the reverted austenite volume of the materials can be outlined as a function of tempering time and
temperature [30]. In the present work, presuming all of the reverted austenite formed on tempering
and remained at room temperature. The equilibrium reverted austenite fraction increased within the
temperature range from 580 to 620 °C at various tempering times. The results were used to build
up the kinetics model of austenite reversion in the commercial 13Cr supermartensitic stainless steel.
The phase transformation theory based on the classical Johnson-Mehl-Avrami (JMA) equation was
analyzed. The Johnson-Mehl-Avrami type kinetics of the reverted austenite isothermal transformation
is can be expressed by the following equation [31,32]:

f=1-exp(—kt"), (1)

where f is the volume fraction of equilibrium reverted austenite, which was produced during the
tempering process, f is the tempering holding time, k is the constant of reaction rate and empirically
evaluated for temperature and the Avrami exponent 7 is time-independent, which especially depends on
the phase transformation of the nucleation mechanism and growth mechanism. The Avrami exponent 1
can be extracted from experimental data by the following equation. Taking the Johnson-Mehl-Avrami
equation double logarithm on both sides of the Equation (1) that changed as follows:

In(In (1-f)7") = Ink+nlnt )

It is noticeable that the In(In (1 - f)~') have a line relationship with Int according to the above
equation. It is a straight-line relationship with the slope 7 and the intercept of the In k. Combined with
the volume of equilibrium reverted austenite in Section 3.2, the constant #n and Ink can be calculated
by plotting the relationship In(In (1 — £)™!) against In £. The slope can be obtained by the amount of
reverted austenite and tempering time of the straight lines in Figure 6. According to calculation and
fitting, the Avrami exponent 1 was close to 0.5, which is the average value of the slope by the three
straight lines.
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Figure 6. Relationship between In(In (1 - f )"} and Int for the samples tempered at (a) 580 °C (b) 600 °C
and (c) 620 °C.

The Arrhenius-type equation is generally accepted for rate constants, but lack theoretical
justification for the practical applicability, and only depending on the compatible analysis of
transformation kinetics about the experimental data [30]. It was very important that if k and n
were determined from the composition of steel and transformation temperature, the volume fraction
of the product phase could be estimated. The reaction rate constant k can be expressed as following the
equation, and which is temperature-dependent of the transformation kinetics:

k(T) = ko exp(-Q/RT), ®)

where kj is constant that represented the pre-exponential factor, Q is the activation energy, R is the gas
constant and T is the Kelvin temperature. Taking logarithmically on both sides of the Equation (3),
it can be transformed the followed equation:

Ink(T) = Inkg — Q/RT, @)

where the Ink and 1/T have the linear relationship, the slope —Q/R can be obtained by the fitting
line in Figure 7. It can acquire the Arrhenius plot by using the Ink values in Figure 6, showing that
Ink increased linearly with decreasing 1/T. The activation energy Q is obtained from the slope of
the line. The activation energy of the reverted austenite transformed from martensite in the 13Cr
supermartensitic stainless steel was calculated to be 369 k]J/mol. The activation energy is close to the
substitution atoms Ni and Mo in «-Fe for diffusion of the energy [31].
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Figure 7. Arrhenius plot for formation of austenite in the 13Cr supermartensitic stainless steel tempered
at the range of 580-620 °C.

4.2. The Transformation Mechanism of Reverted Austenite During Tempering

Reverted austenite was detected at the tempered martensite laths, blocks and prior austenite grain
boundaries in the Super 13Cr martensitic stainless steel. However, the transformation mechanism
of the reverted austenite was ambiguous. There are different opinions about the reverted austenite
transformation mechanism in previous works. S. Rajasekhara reported that the austenite reverse
transformation from o-Fe to y-Fe occurs by diffusion at a given aging temperature in metastable
austenitic stainless steel [33]. However, D.S. Leem thinks that the transformation mechanism of the
reverted austenite is a diffusionless shear mechanism at certain conditions [28,29]. It is widely accepted
that the austenite reversed from martensite is a diffusion mechanism of the phase transformation
during tempering in super 13Cr martensitic stainless steel [34,35], because it is the time-dependent
diffusion transformation. The various instabilities in the microstructure, such as dislocations, vacancies
and grain boundaries, provide the thermodynamic driving forces for phase transformation and give a
favorable nucleation position for the reverted austenite. As the tempering time increased, the phase
transformation from martensite to austenite gradually reached thermodynamic equilibrium conditions.

In order to make a thorough inquiry of the mechanism of the reverted austenite transformation,
the Avrami exponent n was obtained from Johnson-Mehl-Avrami equation. The experimental data was
the volume fraction of equilibrium reverted austenite tempering at the range from 580 °C to 620 °C for
different times. It was manifested that Avrami exponent n depends principally on the transformation
characteristics, principally its nucleation and growth mechanism. The average value of the fitting
parameters Avrami exponent n was close to 0.5, as shown in Figure 6. The value of Avrami exponent n
was less than 1. Actually, the phase transformation occurs after a period of time under heterogeneous
nucleation. The nucleation positions were limited and further nucleation will not proceed due to the
absence of the nucleation site, the nucleation rate rapidly declined to zero, which resulting in the phase
transformation just only has the mechanism of grain growth. Therefore, the reverted austenite nucleated
at defects positions, such as dislocation, vacancies, phase interfaces and grain boundaries. The result is
consistent with many references [26,36], demonstrating that the reverted austenite nucleated at the prior
austenite grain boundary and phase interface, as shown in Figures 2 and 3.

The speed of nucleation growth under thermal activation conditions of interfacial controlled
is substantially independent of time. The growth of reverted austenite grows with the increase of
tempering time in our work. Therefore, it belongs to the mechanism of nucleation growth under
long-range diffusion conditions, and its growth velocity decreases with time. Therefore, it will lead
to a decrease in the time exponent in the phase transformation kinetic equation. Through the result
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of the Avrami exponent n was equal to 0.5, it inferred that the reverted austenite belonged to the
diffusion-controlled growth mechanism during the tempering process.

The Arrhenius-type equation based on experimental data analysis for the rate constant is
universally accepted in the transformation kinetics [30]. The activation energy depended on the degree
of phase transformation for the martensite to austenite during tempering, the governing mechanism
could be revealed from the experiment data. The value of the activation energy could be obtained
from the slope of the Arrhenius plot of Ink vs. 1/T curve. The activation energy Q was 369 kJ/mol,
which was required for the formation of austenite from martensite during tempering. The activation
energy is close to the Ni element diffusion in x-Fe, and the value of Q obtained is greater than the
grain boundary diffusion of solid-solution elements [32,37]. The activation energy calculated for
the formation of reverted austenite in our work was in agreement with other reference reported for
different steels [5,20,31,38]. It is apparent that there is general acceptance of the diffusion-controlled of
the reverted austenite in 13Cr supermartensitic stainless steel [32,39].

Figure 8 shows the morphology of reverted austenite and tempered martensite on the specimen
tempered at 620 °C for 16 h. The bright field (BF) STEM in combination with EDS line scanning, provided
the microstructure morphology and chemical elements distribution within 13Cr supermartensitic
stainless steel. It manifested that the microstructure had different contrast in the picture, where the
reverted austenite had a deep contrast. The distributions of the elements along with the scanning
line were exhibited through the reverted austenite and the martensite. The variation of Ni content
demonstrated the presence of reversed austenite in the darker region. Therefore, it demonstrated that
the reverted austenite was produced by the enrichment of the Ni element and creates ideal nucleation
positions from the matrix in super 13Cr martensitic stainless steel [40]. The Ni element was partitioned
into reverted austenite from surrounding martensite, and it has the action to decline the Ms point and
improve the stability of reverted austenite [36,41]. When the tempering temperature was lower than
650 °C, due to the thermal motion or the carbide precipitated, the componential of Ni atom produced
a concentration fluctuation, which formed a Ni-rich region and a Ni-depleted region. It caused a
decrease in the Ms point, and the Ms temperature was even lower than room temperature. Therefore,
the austenite was retained as a stable reverted austenite when it was cooled to room temperature.
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Figure 8. Scanning transmission electron microscopy (STEM) morphology and energy dispersive
spectroscopy (EDS) line scanning spectrum of the sample tempered at 620 °C for 16 h. The blue line
marks the position of the EDS line scanning in the STEM image.

The reverted austenite exhibited a film or stripe shape in the matrix, which was one-dimensionally
grown in the thickness direction, and the growth of the needle-like was a two-dimensional growth in the
radial direction. The way of reverted austenite growing low-dimensionally was determined by diffusion
controlled. Aswe all know that the Avrami exponentnis a fairly important parameter, it mainly depends
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on the phase transformation type, especially its nucleation and growth mechanism in the kinetic
equation. The growth of new phases is due to the morphology or the limited nucleation position during
the solid phase transitions process. The limitation of the nucleation position causes to one-dimensional
growth during the phase transformation process. It indirectly proved that reverted austenite formed at
the laths or grain boundaries as plate morphology by diffusion-controlled mechanism. It proved that
the growth of reverted austenite closely relied on the diffusion of Ni element from the result of line EDS
in Figure 8. It was considered that the reverted austenite is a diffusion-controlled phase transformation
according to the nucleation position and growing mechanism.

4.3. EBSD Analysis of the Orientation Relationship

The orientation relationship between the reverted austenite and martensite matrix was studied by
EBSD technology on the experimental steel tempered at 600 °C for 16 h. Figure 9a is the diagram of
the Kikuchi band contrast of the microstructure. Figure 9b shows the inverse pole figure (IPF) color
maps of the martensite and reverted austenite. The crystallography and morphology of the reverted
austenite are visualized in the IPF figure. The each crystal misorientation of indexed diffraction pattern
represents for a unique color. It can be easily recognized that the same orientations are indicated by
the same color gradients [42]. Figure 9c is the low and high-angle grain boundary maps. The blue lines
represent for the high angle boundaries whose misorientation angle was more than 15°. It usually
consisted of the packets and block boundaries in the microstructure. The green lines were known as
sub-block boundaries, which the misorientation angle ranged from 5° to 15°, whereas red lines marked
the low angle boundaries and the misorientation angle was less than 5°. The low angle grain boundaries
have usually been considered as a series of dislocations [43]. It is evident that the dislocations provide
the nucleation position of the reverted austenite in the tempered microstructure [44]. The distribution
of the phases was identified where the reverted austenite was colored red and the tempered martensite
was green in the Figure 9d. Meanwhile, it revealed that reverted austenite not only formed at the
martensite laths, blocks and packet boundaries, but also formed on prior austenite grain boundaries.
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Figure 9. Crystallographic orientation maps of the experimental steel tempered at 600 °C for 16 h.
(a) The band contrast map; (b) the colored inverse pole figure of the map; (¢) boundary map; (d) the
phase distribution map and (e) standard (100) pole projections of a 24 possible K-S martensite variants
originating from single (001) [100] austenite orientation. (f) (100) Pole figure of the martensite in the
selected one prior austenite grain; (g) (100) pole figure of the reverted austenite in the selected one
prior austenite grain and (h) (100) pole figure combining the martensite with reverted austenite in the
selected one prior austenite grain.

The selected one prior austenite grain was gathered for investigating the orientation relationship
analysis by the EBSD data. The corresponding crystal planes and crystal directions facilitated a more
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detailed analysis of the orientation relationship between reverted austenite and tempered martensite
matrix, as shown in the pole figures. Figure e is the (100) standard pole figure of martensite variant
orientation, which had 24 possible crystallographic orientations from a given austenite orientation by
computing using the one selected variant as the reference [42,45]. The red diamond-shaped box reverted
austenite represents the identical orientation relationship where it met to the Kurdjumov-Sachs (K-S)
orientation relationship with the surrounding martensite matrix. Figure 9f,g is a (100) pole figure that
was constructed according to the EBSD data, it represents the orientations distribution of the martensite
and reverted austenite, respectively. Figure 9h is the (100) pole figure that combined the martensite and
reverted austenite, in which red color represents the pole point of the reverted austenite and the pole point
of martensite was marked with black color. The reflexes of reverted austenite inside circles of martensite
are a characteristic of (100) pole figures showing the K-S orientation relationship [46,47]. It implies that
the reversed austenite had the same orientation with the surrounding martensite variants. The orientation
relationships minimize the strain energy of the phase transformation by reducing the crystallographic
mismatch between phases [48]. The K-S orientation relationship provided a fair representation of the
experimental data. The grain grew with their crystallographic orientation and finally coalesced with each
other to form a large reverted austenite grain. It was indirectly proved that the reverted austenite formed
within the prior austenite grain uniformly with a nucleation and growth mechanism.

5. Conclusions

In summary, the evidence presented above demonstrated a clear correlation between tempered
temperature and time in the volume fraction of reverted austenite in the 13Cr supermartensitic stainless
steel. The model kinetics transformation of the equilibrium reverted austenite was constructed by the
Johnson-Mehl-Avrami method. The microstructure evolution and orientation relationship between
the reverted austenite and martensite was investigated on the present work. The main results of the
work can be drawn as follows:

1. The microstructure was tempered martensite and reverted austenite in the 13Cr supermartensitic
stainless steel, and the reverted austenite as a plate-like precipitated at the blocks, sub-blocks, laths
and prior austenite grain boundaries. The amount of the reverted austenite increased with the
tempering time at the same tempering temperature. Due to the stability of reverted austenite, the
amount of the reverted austenite was decreased when the tempering temperature was above 620 °C.

2. The model of the kinetics transformation of the reverted austenite was explored by the formula
of Johnson-Mehl-Avrami. The value of Avrami exponent 1 was 0.5, and the activation energy
Q was 369 kJ/mol. The Avrami exponent shows that the reverted austenite grew in thickness
through the diffusion of Ni austenization element. The reverted austenite precipitated within the
prior austenite grain uniformly. The morphologies of the reverted austenite proved the above
kinetics model. It was determined that the growth of reverted austenite was controlled by the
diffusion of substitution Ni elements during tempering process.

3. The result shows that reverted austenite and martensite met the K-S orientation relationship
from the (100) pole figure. The martensite reverted to austenite with the same crystallographic
orientation as that of the prior austenite. The orientation relationships minimized the strain
energy of the phase transformation by reducing the crystallographic mismatch between phases.
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