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INTRODUCTION
uplex stainless steels (DSS) are a family of stainless steel grades characterised by a mixed microstructure of
D austenite (y, FCC crystal structure) and ferrite (o, BCC crystal structure). They combine high mechanical strength
with excellent corrosion resistance. DSS are therefore attractive materials for application in a diverse range of
industries, such as energy, marine, petrochemical, paper and oil & gas industry. Their use has largely increased during the
last decade.
However, DSS have an important drawback: they are vulnerable to hydrogen embrittlement (HE) and hydrogen induced
stress cracking (HISC) [1, 2]. Hydrogen embrittlement is used to refer to a degradation of mechanical properties due to the
presence of hydrogen. This phenomenon is mostly reported as a decrease in material ductility and toughness, which can
lead to unexpected and premature failure. Hydrogen can enter the DSS during production and processing, for example
during welding, or during in-service conditions, such as for cathodically over-protected offshore structures or because of
general corrosion that can be aggravated in environments where HoS is present [3-5].
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Several possible theories for hydrogen embrittlement have been proposed, with the operational mechanism depending on
the material, the hydrogen charging condition and the load type [6, 7]. No single mechanism can comprehensively describe
the HE phenomena and different combinations of mechanisms have also been described [8]. For non-hydride forming
materials, hydrogen enhanced decohesion (HEDE), hydrogen enhanced localised plasticity (HELP) and hydrogen enhanced
strain-induced vacancies (HESIV) are most commonly cited. HEDE is the oldest proposed mechanism and proposes
hydrogen induced weakening of interatomic bonds, as such promoting decohesion in the lattice [9-11]. The HELP model
is based on atomic hydrogen enhancing dislocation mobility through an elastic shielding effect. This locally reduces the
shear strength, leading to premature fracture [12—14]. Finally, according to the HESIV theory, hydrogen stabilises vacancies
and reduces their mobility, increasing the strain-induced creation of vacancies and reducing the material ductility [15, 16].
Hydrogen induced ductility loss of DSS under cathodic protection in artificial seawater or NaCl-containing solutions has
been reported in several studies [4,17—21]. The hydrogen susceptibility was found to be more pronounced for welded DSS
because of microstructural changes and a higher ferrite content in the heat affected zone as compared to the base metal
[22]. The hydrogen properties of the two phases in DSS are very different. In ferrite, the hydrogen diffusion is relatively
high but the hydrogen solubility is low, while for austenite the reverse is true [23]. Usually, « and y are present in equal
fractions in commercial DSS to obtain an optimal combination of mechanical properties. An austenite phase fraction that
differs from this ideal 50% is relevant for example in the heat affected zone of welded DSS structures. This work aims to
study the influence of the austenite phase fraction on the hydrogen embrittlement sensitivity of DSS. First, two heat
treatments were devised in order to create DSS samples with a different austenite phase fraction. Thereafter, tensile tests
were performed both with and without the presence of hydrogen. The tests without hydrogen were performed in air and
tests with hydrogen were performed in-situ, i.e. with continuous electrochemical hydrogen charging during the tensile test,
using pre-charged specimens.

MATERIALS AND EXPERIMENTAL PROCEDURE

composition is given in Tab. 1. The as-received material contained 53% ferrite as determined via magnetic

measurements (Feritscope® FMP30). The steel was subjected to two different heat treatments in order to create
materials with a differing austenite fraction: one with equal fractions of ferrite and austenite, and another with approximately
40% austenite. The samples were heated to a temperature were the desired phase balance was present, followed by
quenching in a brine solution (7 wt% NaCl). The required annealing temperatures were chosen based on Thermocalc®
calculations as 1190 °C and
1110 °C for the 40% y and 50% vy samples, respectively. Annealing times were selected to ensure similar grain sizes in both
heat treated materials, since grain size influences both the hydrogen behaviour of a material, as well as its mechanical
properties. 10 min was selected for the samples annealed at 1190 °C and 30 min was chosen for the samples annealed at
1110 °C. The resulting two heat treated materials will be referred to as HT 1190 and HT 1110 in the following sections.

T he material used was UNS 532205 duplex stainless steel, hot rolled to plates of 0.8 mm thickness. The chemical

wt% C Cr Ni Mo Mn Si Other

UNS 832205 0.022 22850 5.500 3.070 1.810 0.320 Cu 0.200, P 0.027, Co 0.162, N 0.173, A1 0.022

Table 1: Chemical composition of UNS $32205

The heat treated materials were etched with Carpenter stainless steel etchant (8.5 g Ferric Chloride, 2.4 g Cupric Chloride,
122 ml ethanol, 122 ml hydrochloric acid and 6 ml nitric acid) and investigated using light optical microscopy (Keyence
VHX-2000), scanning electron microscopy (Quanta FEG 450, accelerating voltage 20 kV, spot size 5 nm) in combination
with energy-dispersive X-ray analysis (EDX), and electron backscatter diffraction (EBSD). Phase fractions were determined
using a Feritscope® FMP30.

Tensile tests were performed on non-notched samples. The sample geometry is given in Fig. 1. Samples were heat treated
in a resistance furnace (Nabertherm®) and subsequently ground and polished to remove oxides. Both materials were tested
in uncharged condition in air, as well as in hydrogen charged condition, to evaluate the impact of hydrogen on the mechanical
properties. The hydrogen charged condition consisted of pre-charging for one day followed by in-situ charging during the
tensile test. Hydrogen charging was done electrochemically in a 0.5 M HoSO4 solution containing 1g/1 thiourea with an
applied constant current density of 0.8 mA/cm?2. Continuous in-situ hydrogen charging ensured that hydrogen did not
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diffuse out of the sample during testing. The tests were performed at a constant cross-head displacement speed of
0.6 mm/min, which corresponded to a strain rate of 1-10- s-. Fracture surfaces were investigated using SEM. Tensile tests
were also interrupted before fracture (stopped at an elongation where the ultimate tensile strength (UTS) was just reached)
to study hydrogen-assisted cracking on the sample surfaces.
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Figure 1: Geometry of tensile samples

RESULTS AND DISCUSSION

Material characterization

ptical microscopy (Fig. 2) revealed a strongly oriented microstructure as a result of hot rolling. On the longitudinal

section (TD plane) elongated austenite ‘rods’ (light coloured phase on Fig. 2) were observed parallel with the

rolling direction, embedded in a ferrite ‘matrix’ (darker coloured phase on Fig. 2). The samples were free of
intermetallic sigma phase, which may precipitate during heat treatment of DSS [24]. The average grain diameter on the TD
plane was determined using the linear intercept method until a relative accuracy (YoRA) lower than 10 % at a confidence
level of 95% was reached. This resulted in 5.18 = 0.51 um for HT 1190 and 4.42 + 0.34 pm for HT 1110. The phase balance
in both heat treated samples, determined by EBSD and Feritscope® measurements, is given in Tab. 2. Magnetic
measurements (Feritscope®) were considered to be more reliable since they analyze a relatively large volume of material
compared to EBSD, which is a local 2D technique and might therefore not be representative for the entire sample. The HT
1110 sample had an austenite phase fraction close to the intended 50%, while the HT 1190 sample had an austenite content
close to 44%.

% HT 1190 HT 1110
EBSD 39.20 £ 240  46.10 £ 1.09
Feritscope® 4391 +1.15 49.83+0.95

Table 2: Average austenite fraction y% for the different heat treatments, as determined by EBSD and Feritscope®.
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Figure 2: Optical microscopy images of the TD plane of (a) HT 1190 and (b) HT 1110.
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Hydrogen induced mechanical degradation

Fig. 3 shows the engineering stress-strain curves for the samples tested in air (full lines) and for those tested in hydrogen
charged condition (dotted lines). Although some experimental variation can be detected on the mechanical data, trends are
still reproducible and valid for further evaluation. A possible explanation for the experimental spread is the microstructural
nature of heat treated DSS material, while the tested samples were only between 0.600 and 0.700 mm thick, increasing the
possibility of having different amounts of austenite at the edges where hydrogen is entering the material. Additionally,
because of the quenching procedure after the heat treatment, the tensile specimens were geometrically distorted, influencing
the reproducibility of the results. Nevertheless, the averaged results are still reliable with clear differences between both
material conditions.
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Figure 3: Stress-strain curves of samples tested in air (full lines) and with in-situ hydrogen charging after 1 day of hydrogen pre-charging
(dotted line) for both heat treated materials (HT 1190 and HT 1110)

For the tensile tests performed in air, the elongation at fracture increased with an increased austenite phase fraction. This is
to be expected since austenite is more ductile compared to ferrite. The ultimate tensile strength of both heat treated materials
was similar.

Hydrogen charging has a clear effect on the tensile behaviour of the material. For both heat treatments, there is an evident
loss of ductility, seen in the reduction of the total elongation at fracture. Based on the elongation at fracture in air and in
hydrogen charged condition, an embrittlement index (EI) was calculated according to the following formula [25]:

_ clongation in air - elongation when charged

EI (1)

clongation in air

This resulted in a value of 43.3% for HT 1190 and 36.5% for HT 1110. This is in agreement with other findings in literature
since ferrite is considered more susceptible to hydrogen embrittlement than austenite [18,26—28]. Moreover, Ornek et al.
[29] found that DSS microstructures with a large austenite spacing were more sensitive to HE. The spacing of the austenite
ribbons was larger in the HT 1990 sample, both on account of it having a lower austenite fraction and a slightly larger grain
size, as mentioned in the previous section and as seen in Fig. 2. HT 1190 also had a higher hydrogen content than HT 1110
after one day of hydrogen charging and Zakrocymski et al. [26] found that the severity of HE in DSS increased with higher
hydrogen concentrations. Additionally, the diffusion of hydrogen was faster in HT 1190 samples which contributed to its
higher sensitivity to hydrogen [30]. The decrease in ductility is significant, even though the sample was not saturated with
hydrogen after one day of hydrogen pre-charging and thus hydrogen is not present throughout the entire thickness of the
specimen. Additionally, the yield stress of the material increased in hydrogen charged condition. This effect was more
pronounced for HT 1190. The increase of the yield strength after hydrogen charging was also observed in other works, such
as in [26, 31] for DSS, and in [32, 33] for austenitic stainless steels. The strengthening effect of hydrogen can be attributed
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to a combination of effects. First, the pinning of dislocations by hydrogen, impeding cross-slip and dislocation movement,
leading to solid solution strengthening [34]. Secondly, Barnoush et al. [35] found that when the hydrogen concentration is
high enough, the shear modulus of the austenite is reduced locally. Dislocation sources such as Frank-Read sources, that
were previously inactive will then generate new dislocations under the high internal stresses inherently present in the DSS
due to the differing thermal expansion coefficients of ferrite and austenite. The generation of new dislocations increases the
dislocation density, which in turn increases the stress required to move dislocations, and thus increases the yield strength.
Both effects may be increased in the HT 1190 samples compated to the HT 1110 samples due to the higher hydrogen
content in those samples.

Evalnation of the fractography and hydrogen-assisted cracks by SEM

The fracture surface of both materials tested in air showed dimples. A lot of necking occurred for both samples, resulting
in a very thin fracture surface due to the large reduction in area. Fig. 4a shows the fracture surface delineated by white lines.
The fractured specimens also had a cup-and-cone-like appearance. This, as well as the presence of dimples on the fracture
surface indicates a ductile fracture behaviour in air.

TD

Figure 4: Fracture surface for a HT 1190 sample tested (a) in air, (b) and (c) in hydrogen charged condition. (c) shows the depth of the
brittle zone (white dotted line) and the direction of hydrogen entry (white arrows).

Figure 5: SEM images of the embrittled zone in sample (a) HT 1190 and (b) HT 1110. Arrows indicate examples of river markings.
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In the presence of hydrogen (Fig. 4b), the appearance of the fracture surface is clearly different. Near the edges of the
sample, brittle fracture features were observed. In the centre, still ductile fracture features such as dimples were observed.
In between, a transition shear zone was observed. On Fig. 4c, the dashed line indicates the size of the brittle zone. This
distinct fracture surface is a consequence of hydrogen not being present throughout the entire thickness of the sample after
one day of pre-charging, considering the relatively slow diffusion of hydrogen in DSS. The side (ND) surfaces of the
hydrogen charged samples showed secondary cracks which were not present when specimens were tested in uncharged
condition.

Fig. 5 shows the embrittled zone in detail for both heat treatments. These images show a combination of (quasi-)cleavage
and intergranular fracture features. Quasi-cleavage is used to refer to features on a fracture surface that exhibits
characteristics of both plastic deformation and cleavage. For quasi-cleavage, the fracture surface has the appearance of a
cleavage fracture, but is not along a known cleavage plane [36, 37]. This is an often observed feature for fracture of ferrous
alloys which are susceptible to HE [38]. Quasi cleavage is often characterised by fine lines that follow the crack propagation
direction called ‘river markings’ (Fig. 5a). A smaller part of the brittle features for both heat treated samples was intergranular.
There was some indication that intergranular fracture was more common for the HT 1110 sample than the HT 1190 sample.
After one day of hydrogen pre-charging, the samples are not saturated with hydrogen. The depth of the area affected by
hydrogen was measured on several SEM images and averaged out resulting in a depth of embrittlement of 66.78 £ 1.8 ym
for HT 1190 and 56.43 £ 0.8 pm for HT 1110. The hydrogen concentration Cy throughout the sample can be modelled by
solving Fick’s second law for uniaxial diffusion in a thin plate [23]. A qualitative representation of the hydrogen profiles in
HT 1190 and HT 1110 tensile samples with a thickness of 0.650 mm after one day of hydrogen charging is given in Fig. 6.
As HT 1190 has a higher ferrite fraction, hydrogen can diffuse further into the material due to a higher average diffusion
coefficient [39]. The average diffusion coefficient of hydrogen in DSS depends on austenite fraction, as well as the shape,
size and spacing of the austenite and its orientation in relation to the direction of hydrogen entry into the material. The
lower austenite fraction and larger grain size of the HT 1190 sample contribute to a less tortuous path for hydrogen diffusion
and less opportunity for hydrogen to get trapped at the o/y interface. The diffusion coefficients used for this calculation
were 1.14:10-1% m2s! for HT 1190 and 3.37-10-15 m?s'! for HT 1110 These coefficients were determined by fitting Fick’s
diffusion law to a saturation curve for each respective material following the procedure established by Claeys et al. in [40].
Also based on Fick’s diffusion law, the distance x hydrogen can theoretically diffuse into the material in a given time t is
given by the formula:

x =Dt @)

Fick’s laws for diffusion, however, assume a homogeneous microstructure, which is certainly not the case for DSS.
Application of Eqn. (2) using the experimentally determined diffusion coefficients mentioned above, results in
31.4 pm and 17.07 pm for HT 1190 and HT 1110, respectively. This is a considerable underestimation of the diffusion
depth compared to the values measured on SEM images. In DSS, hydrogen will not be distributed uniformly over austenite
and ferrite. Since the diffusion coefficient of hydrogen in ferrite is much larger than the one in austenite, hydrogen will
diffuse deeper into the material following ferrite ‘paths’, where diffusion is faster than the overall, effective diffusion speed,
while diffusion in austenite contributes little to the overall hydrogen transport [39]
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Figure 6: Simulated normalised hydrogen concentration profile through the thickness of a tensile sample after one day of hydrogen
charging for HT 1190 and HT 1110
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Secondary cracks on the ND surface were further examined on tensile samples that were stopped at an intermediate
elongation at which ultimate tensile strength was just reached. These cracks were primarily transgranular. Crack growth is
reported to occur preferentially in ferrite [17, 18] and Zheng and Hardie [41] report that austenite acts as an obstacle to
crack propagation since it is both more ductile and less susceptible to HE. For both HT 1190 and HT 1110, cracks across
the austenite-ferrite interface were often present (Fig. 7a) as well as cracks that were seemingly unconnected to any ferrite
grains (Fig. 7b). Oltra et al. [42] proposed a mechanism for hydrogen cracks in the austenitic phase of a DSS that cross a
phase boundary. Cracking starts with brittle cleavage in ferrite, which induces a micro-crack in the adjacent austenite grain
when it reaches the o/y boundary. This allows a supply of hydrogen from the ferrite to the austenite at the crack tip, and
particularly along slip planes. Local hydrogen accumulation increases dislocation mobility, as per the HELP mechanism,
leading to pile-ups ahead of the enhanced plasticity zone [43]. At a critical stress, a new crack is formed at the pile-up and
the hydrogen crack can begin to propagate from the initial micro-crack. The sequence can then start again at the new crack,
and this process can be expected to lead to regular changes in crack plane. The crack in Fig. 7c, and some of the cracks in
Fig. 7b are examples of cracks that most likely propagated via this proposed mechanism. Claeys [44] also noted that when
charging in H>SO4, probably there is sufficient hydrogen accumulation in austenite to initiate cracks as an alternative starting
point for this mechanism in DSS, and cleavage in ferrite is not strictly necessary.

“Zigzag® cracks were also observed in austenite. An example of such a crack in an austenite grain in HT 1190 is indicated on
Fig. 8a with a white arrow. The shape of this crack can be a consequence of the micro-cracks alternating different slip planes
while it propagates [42]. Alternatively, Koyama et al. [45] described hydrogen-assisted cracks in an austenitic steel occurring
along primary and secondary twins also resulting in a zigzag pattern. Finally, Fig. 8b shows cracking around inclusions. The
inclusions were identified as alumina by EDX, which can originate from the desoxidation step in the steel production
process, when Al is added. Laureys et al. [46] found that hydrogen-induced crack initiation was linked to alumina particles
in ultra-low carbon steel, and a mechanism for this phenomenon was proposed by Tiegel et al. [47]: as hydrogen accumulates
at incoherent particle interfaces leading to interface debonding and vacancy stabilisation, leading to crack initiation.

Figure 8: Secondary cracks on the ND surface of tensile samples: (a) zigzag crack (indicated by the white arrow) in an austenite grain in
HT 1190 (b) Hydrogen cracks around alumina inclusions in HT 1110
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CONCLUSION

work. Heat treatments were performed to create DSS with an austenite fraction of 50% and 44%. Tensile tests in
uncharged and hydrogen-charged condition were performed on these materials, based on which the following
conclusions can be made:

- Both heat treated samples suffered a considerable loss in ductility after hydrogen charging. For the sample with a
50% v fraction, the elongation at fracture was reduced by 36.5%. For the specimens with 44% v this was 43.3%.

- Loss of ductility, as quantified by the embrittlement index, was larger for the sample with a higher ferrite content.
The sample had a higher hydrogen content and a higher hydrogen diffusion coefficient, contributing to its increased
sensitivity.

- Fracture surfaces of specimens tested under the presence of hydrogen showed brittle fracture features on the edges.
The depth of the zone with brittle features was related to the diffusion speed of hydrogen. The hydrogen
distribution after one day of hydrogen pre-charging, simulated using the thin-plate solutions of Fick’s second law,
showed that hydrogen was not present throughout the thickness of the sample. The sample with 44% y, which had
a higher overall diffusion coefficient for hydrogen, had a larger embrittled zone since hydrogen could diffuse over
a greater distance in the given pre-charging time.

- Secondary cracking as hydrogen-assisted cracking was observed on the side surfaces of specimens tested with
hydrogen and appeared to be primarily transgranular. Tensile specimens tested in air did not show this secondary
cracking.

T he influence of austenite phase fraction on the hydrogen sensitivity of duplex stainless steel was investigated in this
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