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Abstract: Herein, the hydrogen embrittlement of a heat-affected zone (HAZ) was examined using
slow strain rate tension in situ hydrogen charging. The influence of hydrogen on the crack path of the
HAZ sample surfaces was determined using electron back scatter diffraction analysis. The hydrogen
embrittlement susceptibility of the base metal and the HAZ samples increased with increasing current
density. The HAZ samples have lower resistance to hydrogen embrittlement than the base metal
samples in the same current density. Brittle circumferential cracks located at the HAZ sample surfaces
were perpendicular to the loading direction, and the crack propagation path indicated that five or
more cracks may join together to form a longer crack. The fracture morphologies were found to be a
mixture of intergranular and transgranular fractures. Hydrogen blisters were observed on the HAZ
sample surfaces after conducting tensile tests at a current density of 40 mA/cm2 , leading to a fracture
in the elastic deformation stage.
Keywords: heat-affected zone; hydrogen embrittlement; electron backscatter diffraction; crack
propagation path

1. Introduction
From the viewpoint of having low oil and gas resources and rich coal resources in China, the
Chinese government has chosen to develop the coal gas industry. To increase the transport efficiency
and reduce costs of natural coal gas, X80 steels with high strength and increased toughness have
been widely used for the transport of natural coal gas and cathodic is used to prevent the steel
from corrosion [1]. Hydrogen atoms enter the steels in the cathodic-protected process or from coal
gas [2–6], leading to a degradation in the mechanical properties of steel such as tensile strength,
fracture toughness, and acceleration of the fatigue crack-growth rates [5,7–9]. This process is known as
hydrogen embrittlement (HE), a topic that requires more attention.
Several studies have investigated HE and some mechanisms, such as hydrogen pressure
mechanism [10], hydrogen-induced localized plasticity (HEIP) [11–13], hydrogen-enhanced and
strain-induced vacancies [14], hydrogen-enhanced decohesion (HEDE) [15,16], and adsorption-induced
dislocation-emission [17,18], have been proposed. The HE failure process generally involves physical
adsorption, molecular dissociation, chemical adsorption, and hydrogen diffusion processes. Hydrogen
accumulates at the lattice defects, leading to the crack initiation with the combined action of stress
and hydrogen. Then, hydrogen diffuses to the tip of the cracks, leading to the acceleration of crack
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growth, resulting in the mechanical damage of the material. Our previous studies also suggested
that an increase in the HE susceptibility is always related to crack initiation and high crack-growth
rates [19,20]. To explain the effects of microstructure on the crack growth, the microstructure in the
vicinity of the cracks caused by hydrogen needs to be observed using electron backscatter diffraction
(EBSD) [21–24]. Laureys et al. found that hydrogen-assisted martensite decohesion led to the initiation
of cracks [25]. Mohtadi-Bonab et al. found crack nucleation and propagation sites caused by hydrogen
in X70 steel [26]. After crack initiation, the path of the crack propagation was found to be affected by
the grain size, grain boundaries, Taylor factor, and grain orientations. Masoumi et al. revealed that
[011] grains increased the hydrogen-induced cracking (HIC) resistance and [001] grains were highly
susceptible to HE [22]. Merson et al. determined the path of cleavage cracks by following the [100]
planes of grains in low-carbon steel after hydrogen charging [27]. Therefore, the relationship between
the microstructure and hydrogen-assisted hydrogen propagation was built in this study by conducting
EBSD measurements.
The effect of welding thermal cycles on the microstructure has attracted more attention,
since welding is widely used to construct long-distance pipeline steel [28,29]. Microstructure
heterogeneity are affected by welding thermal cycle processes, which change the hydrogen diffusion and
accumulation [30,31]. Thus, there is a great difference between the base metal and heat-affected zone
(HAZ) tested in the hydrogen environment. Zhang et al. analyzed the effects of the HAZ microstructure
on the hydrogen permeation of X80 steels, and the results showed that the coarse-grained granular
bainite and bainite ferrite in the HAZ increased the hydrogen diffusivity [32]. HAZ showed a higher
effective hydrogen diffusivity than the other regions which affected the HE susceptibility [33]. The
reduction in the mechanical properties is highly dependent on the synergistic action of microstructure
heterogeneity and local hydrogen enrichment. Grain coarsening plays an important role in HE
susceptibility [34], with a coarse-grained HAZ having the lowest resistance to HE due to coarsened
M/A constituents [28]. Alvaro et al. confirmed that the fracture toughness of the X70 HAZ decreased
by 60% in 0.6 MPa hydrogen in comparison with that in air [35]. Our previous study confirmed that
the tensile strength and elongation of HAZ samples decreased significantly during in situ hydrogen
charging [36]. Some attention has been given to the relation between microstructure evolution and
fracturing in the HAZ due to the presence of hydrogen. Nonetheless, the failure mechanism of the
HAZ samples during in situ hydrogen charging requires further investigation [28,37].
Herein, the HE susceptibility of HAZ samples prepared using a Gleeble 3500 to heat treat the X80
steel was investigated. Owing to the high diffusivity and low concentration of hydrogen in ferritic steel,
the tensile tests were conducted during continuous electrochemical hydrogen charging over a range of
current densities. Scanning electron microscopy (SEM) and EBSD measurements were conducted on
the fractured surfaces to determine the correlation between the microstructure in the vicinity of the
cracks in the HAZ samples’ surface and HE behavior.
2. Materials and Methods
2.1. Materials and Samples
X80 steel was used in this research with the chemical composition (wt.%) C 0.05, Si 0.22, Mn 1.65,
Cr 0.24, Al 0.03, Nb 0.05, Cu 0.12, and Fe balanced. High strength of the X80 steel was attributed
to thermomechanical control processing, whereas the better toughness was attributed to the low
concentration of carbon and high concentration of microalloying elements in the steel. The samples
were put on the X80 steel in transverse orientation with a diameter and thickness of 1219 mm and
22 mm, respectively. The tensile and yield strength of the as-received X80 sample was 655 MPa
and 552 MPa, respectively, and the tensile elongation was 25.4%. The surface of the steel in the
rolling-transverse direction was observed by optical microscope (OM, Leica, Wetzlar, Germany) after
being etched with 4 vol.% nital.
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Owing to its high HE susceptibility, coarse-grained HAZ was used as a representative area for the
HAZ [37]. The simulated samples were heated up to 1350 °C, held at that temperature for 5 s, and then
cooled to room temperature using a Gleeble 3500 thermomechanical simulator (Dynamic Systems, New
York, NY, USA), as shown in Figure 1a. The transformation point in the welding thermal cycles was
also measured using Gleeble 3500 apparatus (Dynamic Systems, New York, NY, USA), and the results
are shown in Figure 1b. The Ac3 was approximately 860 ◦ C, which resulted in phase transformation.

Figure 1. Schematic of the (a) welding thermal cycles and (b) transformation point.

2.2. Electrochemical Hydrogen Charging and Tensile Testing
The samples used for slow strain-rate tensile testing were machined to have a width of 4 mm
(rolling direction), length of 10 mm (transverse direction), and thickness of 1 mm (normal direction).
The entering of hydrogen atoms into the steel was induced by an electrochemical hydrogen charging
method, which caused severe damage to the steel [36]. The tensile tests were conducted in an aqueous
solution of 0.2 mol/L H2 SO4 containing 3 g/L NH4 SCN at various constant current density of 0, 5, 10,
20, and 40 mA/cm2 , respectively, with a strain rate of 10−6 s−1 . The hydrogen-charging equipment
consists of a VersaSTAT 3F Potentiostat and a three-electrode cell. The sample served as the working
electrodes, a saturated calomel electrode was used as the reference electrode, and a platinum wire was
the counter electrode. The samples were cathode by setting the current direction. The design of the
setup used for in situ tensile under hydrogen-charging was based on the reference [38]. The tensile
tests and hydrogen charging were performed simultaneously, since the hydrogen charging time was
the same as the tensile testing time. For comparison, the base metal samples were also loaded under
the same condition to the identical strain at the current density of 0, 20 and 40 mA/cm2 .
2.3. Microstructural Analysis
The microstructures of the base metal and HAZ were characterized using EBSD (Oxford
Instruments, Oxford, UK). The samples for the EBSD observations were mechanically ground using
1200 grit SiC emery paper (Changzhou KingCattle Abrasives Co., ltd., Changhou, China) and then
polished with 3 and 1 µm diamond pastes. Finally, the surfaces of the samples were electrochemically
polished to remove any residual deformations [39]. The EBSD measurements were conducted with
a step size of 0.3 µm. The nanomechanical properties of the samples were characterized using an
Agilent G200 nanoindentation system (Agilent Technologies, California, CA, USA), installed with a
Berkovich indenter tip, at room temperature. The continuous stiffness mode was used at a constant
nominal strain rate of 0.1 s−1 . The samples were cut at the half of the thickness in the rolling-transverse
direction and were electrochemically polished before the indentation measurements. To measure the
hardness of a single grain, the maximum load used was 5 mN. Tests were performed 20 times to obtain
an average hardness value.
The main objective was to find a correlation between the crystallographic texture and cracking
path; therefore, the fractured surfaces were observed by SEM (FEI Quanta 200F) and EBSD. The

Materials 2019, 12, 2575

4 of 15

samples used for the tensile tests were polished using 1 and 0.04 µm diamond paste and colloidal silica
suspension, respectively, for 4 h using a VibroMet 2 device. Then, before the EBSD observations were
conducted, the samples were prepared by ion-milling, using the Leica EM RES102 apparatus (Leica,
Wetzlar, Germany) operated at 3 kV for 10 min after conducting the tensile tests. The recording of
high quality EBSD maps requires samples that are flat with a low number of residual deformations.
However, X80 steel is a material that has excellent toughness, and mess of strains forms in the material
during plastic deformation. Observing the microstructure around the cracks is difficult, due to the
formation of necking. Therefore, the EBSD observations was performed on a hydrogen-charged sample
at constant current densities of 20 and 40 mA/cm2 , and the abundance of hydrogen atoms decreased
the plastic deformation.
3. Results
3.1. Microstructure Evolution
The microstructures of the base metal and HAZ are shown in Figure 2. The X80 steel used herein
is a dual-phase steel, wherein the base metal is comprised of polygonal ferrite (PF) with fine grains
and granular bainite (GB), which is comprised of fine lath ferrite and some island constituents [40]
(Figure 2a). The fraction of PF microstructure in the base metal was about 60 vol.% and the average
grain size was estimated to be 8 µm. The GB and PF microstructures were alternated in the steel,
which is caused by steel rolling process. The microstructure of the HAZ comprised bainite ferrite (BF),
GB, and PF (Figure 2b). Moreover, decreased and increased GB and BF contents, respectively, were
observed in the HAZ, and GB was randomly distributed in comparison with the base metal. The
fraction of PF microstructure in HAZ was about 80 vol.% and the average grain size was estimated to
be 11 µm.

Figure 2. Microstructure of the X80 steel observed by optical microscope (OM) in the rolling-transverse
direction: (a) the base metal (BM)and (b) heat-affected zone (HAZ).

The inverse pole figure (IPF) maps, corresponding image quality (IQ) maps with kernel
average micro-orientation (KAM) maps, and grain boundary misorientation distribution of the HAZ
microstructure are shown in Figure 3. The analysis results obtained from EBSD are consistent with OM
observations, and more crystallographic information was determined through EBSD measurements.
The degree of local strain in the GB zone is greater than PF zone owing to the high grain boundary
density (Figure 3c,d). A PF grain with a grain size of approximately 10 µm is present as a soft phase
due to the low local strain. The GB character has a significant effect on the cracking paths [40] and
hydrogen diffusion [41]. GBs are the preferential sites, where hydrogen atoms are trapped, due to
the high density of dislocations. Therefore, the base metal shows a lower HE susceptibility than the
HAZ [32]. Typical load-displacement curves of the base metal and HAZ are shown in Figure 4. The
nanohardness of the HAZ is 2.71 GPa, which is 32% lower than that of the base metal. Increased grain
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size and local strain, as well as the decreased GB content [42] lead to a decreased hardness of the
HAZ samples.

Figure 3. Inverse pole figure (IPF) maps of the (a) BM and (b) HAZ. image quality (IQ) maps with
kernel average micro-orientation (KAM) maps and grain boundary misorientation distribution of the
(c) BM and (d) HAZ.

Figure 4. The displacement-load curves of the X80 base metal and HAZ.
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3.2. Tensile Properties
Figure 5 shows the stress-strain curves for the HAZ samples tested at a strain rate of 10−6 s−1
over a series of current densities, which are 0, 5, 10, 20, and 40 mA/cm2 . The tensile testing and
hydrogen charging process were performed simultaneously. For comparison, base metal samples were
investigated at the current densities of 0, 20 and 40 mA/cm2 , as shown in Figure 5a. Results show that
the HAZ samples have lower strength and are more ductile than the base metal. Hydrogen decreased
the tensile strength and elongation of the base metal and HAZ sample. The HAZ samples have the
lower resistance to HE than the base metal samples in the same current density. It was noted that
breakage of the HAZ samples occurred before the stress-strain curve reached the yield strength, which
was tested at a current density of 40 mA/cm2 . The decreasing trend of the tensile strength and ductility
of the base metal and the HAZ samples with an increase in the current density is shown in Figure 6.
Hydrogen-induced degradation of steel is affected by materials, sample geometry, and hydrogen
concentration involved. Several studies have reported that the pipeline steels were susceptible to
hydrogen embrittlement [43,44]. Herein, the tensile sample used was a sheet with a thickness of 1 mm
and hydrogen atoms could easily enter the materials, due to the presence of a hydrogen recombination
poisoning agent (NH4 SCN). Nanninga et al. showed that tensile ductility decreases with an increase in
the hydrogen gas pressure, because a high hydrogen gas pressure results in an increased number of
hydrogen atoms that can form the surface cracking [45]. Surface cracking due to hydrogen is the main
factor behind the reduction in the ductility of the steel. An increase in the current density increases
the number of hydrogen atoms that enter into the base metal and the HAZ samples. After the first
crack forms in the surface, the crack tip is surrounded by a greater hydrogen concentration due to a
high-strain field. The tensile strength of the materials decreased when the hydrogen concentration
reached the critical hydrogen concentration [45,46]. A similar trend for the current density and strain
rate has been observed for steel [26,47]. Therefore, the tensile strength and ductility of the base metal
and the HAZ samples decreased with an increase density.

Figure 5. Stress-strain curves for the X80 steel: (a) the base metal samples and (b) the HAZ samples
tested during hydrogen charging at different current densities of 0, 5, 10, 20, and 40 mA/cm2 .
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Figure 6. The trend in the tensile strength and elongation of the base metal samples (a) and the HAZ
samples (b) at failure during hydrogen charging at different current densities.

Fractographic details of the tensile fracture surfaces of the hydrogen-charged HAZ samples at
different current densities can be seen in Figure 7. Typical necking was observed in the macroscopic
fracture morphologies of the samples tested in air (Figure 7a), with the dominant feature being the
ductile dimples. The observed fracture surfaces of the hydrogen-charged HAZ samples at different
charging current densities were notably different (Figure 7b–d). Hydrogen significantly reduced the
necking in the samples, and fracturing around the root of the surface comprised secondary cracks and
flat facets, which are typical HE features. The length and size of the secondary cracks increased with
an increase in the current density, which suggests a higher HE susceptibility. Ductile dimples were the
dominant feature in the center of the fracture surface.

Figure 7. The fracture surface of the HAZ samples tested in (a) air and during in situ hydrogen charging
at different current densities of (b) 5, (c) 20, and (d) 40 mA/cm2 .

Figure 8 shows the fracture lateral morphologies of the HAZ samples in the absence and presence
of hydrogen. Necking can be observed in the macroscopic fracture surface of the HAZ sample tested
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in air, as shown in Figure 8a,b. Figure 8c,d show that the surface consists of some cracks that are rather
homogeneously distributed. The important issue is the crack propagation path. Figure 8d shows that
five or more cracks may join together to yield a longer crack. The fracture features in the presence of
hydrogen prove that it induces two main damage modes. Cracks located in the bulk of the samples
were visible on the fracture surface of the samples at a constant current of 40 mA/cm2 (Figure 7c,d).
Brittle circumferential cracks located at the surface of the sample are perpendicular to the loading
direction (Figure 8d). The surface cracks in or near the surfaces are attributed to the hydrogen-induced
degradation of the steel. Therefore, the failure process of steels can be deduced by studying the paths
of the cracks in the fracture surface.

Figure 8. The morphology of the lateral morphologies of the heat-affected zone (HAZ) (a,b) in air and
(c,d) during in situ hydrogen charging at a current density of 20 mA/cm2 .

Hydrogen induced cracking (HIC) always initiates at the surface in this steel. Figure 9 shows the
typical crack propagation in the surface of the HAZ after tensile tests at a current density of 20 mA/cm2 .
The two crack paths are not linear along a direction. A small crack forms between the two cracks
where a high-strain field and two cracks are about to be connected. Figure 9b shows the IPF maps of
two cracks that may join together. The same color in IPF maps indicate the same grain orientation.
The upper crack propagates through the coarse grain and stops in this grain. The coarse grain, which
may be the ferrite grain, reduces both the hydrostatic stress and the effective stress. This increases the
tearing resistance and the crack propagation stops. The other crack is due to intergranular cracking,
the propagation path of which runs along the grain boundaries. Hydrogen-assisted crack propagation
along the special grain boundaries has been reported in many studies [26,27]. Mohtadi-Bonab et al.
investigated the crack nucleation and propagation sites of X70 due to hydrogen and showed that that
the grains that were oriented for relatively easy slip were subject to intergranular cracking, and those
grains tended to be resistant to yielding [26]. The grains that did not yield easily were more prone
to transgranular cracking. Dadfarnia et al. found that cracks without hydrogen grew by successive
growth and linked the void closest to the crack tip with the crack tip. However, several voids grew
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and coalesced simultaneously in the presence of hydrogen [48]. Those cracks grew in a stepwise
manner [40].

Figure 9. Microstructure of the lateral surface of a HAZ sample in the vicinity of the hydrogen-induced
cracking (HIC): (a) Scanning electron microscopy (SEM)image and (b) The inverse pole figure (IPF)map.

Some blisters were present in the lateral surface of the HAZ sample after tensile tests were
conducted at a current density of 40 mA/cm2 with sizes of over 0.5 mm in length, as shown in Figure 10.
Some cracks were formed at the edge of the blisters, and the corresponding IPF and IQ maps with
grain boundary misorientation distributions can be observed in Figure 10c,d, respectively. Blisters
may form in the surface after atomic hydrogen diffuses into the steel. Blisters only appear after long
hydrogen charging times or at a higher current density. Blisters appeared after the end of the tensile
tests and tensile time was approximately 5 h. Tiegel et al. evaluated the formation of cracks and
blisters in purified iron with the results showing that the hydrogen partial pressure that resulted in
blister formation was approximately 1800 MPa, with the pressure in cracks measured to be 50 MPa [10].
Therefore, the hydrogen partial pressure in the blisters generates high localized stress (Figure 10a,b),
which initiates cracking along the lines of weakness in the steel. Elboujdaini et al. showed that blisters
often occur when the crack is unable to further propagate inside the steel [49]. Figure 10c also shows a
mixture of intergranular and transgranular fractures and larger cracks formed by the coalescing of
small cracks. Therefore, the formation of hydrogen blisters leads to earlier failure prior to the plastic
yield deformation of the sample.
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Figure 10. Hydrogen blistering and a crack on the surface of the HAZ samples after tensile tests at a
current density of 40 mA/cm2 : (a,b) SEM image of the hydrogen blistering; (c) IPF map of the crack,
and (d) IQ maps with the grain boundary misorientation distribution of the cracks.

4. Discussion
The degree of HE susceptibility of materials can be quantified by measuring different parameters,
such as reduction in area, fatigue crack-growth rate, fatigue life, fracture toughness, and time to
failure [31,50]. Reduction in the tensile strength and elongation suggests that the base metal samples
and the HAZ samples of X80 steel were strongly susceptible to HE [3,51], as shown in Figure 5, with
a general trend that the HE susceptibility increases with an increase in the hydrogen concentration.
Figure 6 shows that the hydrogen concentration increases because of increasing hydrogen pressure or
current density and reaction time (fatigue frequency or strain rate) [52–56].
The HE susceptibility of the materials generally increased with an increase in the steel strength [57].
The HE susceptibility of the HAZ samples was higher than that of the base metal samples. The difference
in microstructure seemed to be the main factor that affected hydrogen trapping and diffusion [58]. The
electrochemical permeation technique was the available method to study the relationship between
hydrogen diffusion and trapping behavior and bainite microstructure. Park et al. evaluated hydrogen
trapping efficiency in different microstructures of pipeline steel and found that acicular ferrite and
bainite can act as hydrogen traps, with the trapping efficiency of acicular ferrite being higher than that
of other microstructures [59]. Arafin et al. confirmed that the bainite lath type microstructure played a
key role in causing the embrittlement compared with the GB microstructure [60]. Furthermore, GB,
which consists of fine lath ferrite and some island M/A constituents, exhibits a high trapping efficiency.
The GB microstructure has a high-angle grain boundary density and grain boundary mismatch can
also influence the hydrogen cracking behavior. Therefore, a higher fraction of granular bainite in
X80 steels increased sub-surface hydrogen concentration and exhibited the lower apparent hydrogen
diffusivity [61]. Compared with the base metal, the HAZ containing lower fraction of granular bainite
had lower concentration of reversible traps and consequent lower diffusible hydrogen, resulting in
higher diffusion kinetics of hydrogen atoms. Meanwhile, the content of the GB microstructure is
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generally associated with the strength and hardness of the X80 steel, as shown in Figures 4 and 5.
Zhao et al. showed that the hydrogen diffusivity of a simulated HAZ was higher than that of a base
metal, which indicated a higher HE susceptibility [37]. Alvaro et al. investigated the HE susceptibility
of the HAZ of X70 steel with the results confirming that the critical hydrogen pressure for the onset
of HE was between 0.1 and 0.6 MPa, which was lower than that of the base metal [35]. The above
discussion confirmed that HAZ has a low GB ratio, which increases the hydrogen diffusivity rate
in comparison with that of the base metal. The HE susceptibility of the HAZ is higher than that
of the base metal, as shown in Figure 5. Koyama et al. [62] reviewed the recent progress in the
microstructure-specific hydrogen mapping techniques and many important results were obtained. The
relation between the microstructure of the HAZ and HE susceptibility requires further study by using
those advanced techniques.
Recent studies have focused on establishing how HE mechanisms trigger a fracture, resulting
in material failure [48]. The mechanisms of HIC can be confirmed by fractographic observations;
however, each of the cracking mechanisms that have been proposed is controversial. The mechanism
is different for every individual case because of the different material, environment, and testing
conditions used. For brittle fractures, the HEDE theory governs the failure process and for ductile
fractures the hydrogen-induced localized plasticity (HELP) theory promotes the strain localization
that leads to fracturing. Neeraj et al. proposed the plasticity-generated, hydrogen-stabilized vacancy
damage accumulation and nanovoid coalescence mechanism for steels by analyzing the microstructure
of the fracture surface [63]. Combining HELP with the HEDE and hydrogen pressure theories may
lead to a better explanation of the stress-oriented HIC. Based on the HELP mechanism, hydrogen
accumulation at key microstructural features such as grain boundaries results in the localization of
enhanced dislocation mobility. Crack initiation always occurs in structural defects, but the influence of
hydrogen on crack initiation was not studied here. After crack initiation, hydrogen accumulates at the
plastic zone of the crack tip, and the crack path is notably different. Cracking can occur in a wide range
of grain orientations with detailed EBSD analysis showing that some HIC was observed, as shown
in Figures 9 and 10. The fracture mode was a mixture of intergranular and transgranular fractures.
Therefore, cracks can be bridge-linking microscopic and macroscopic failures in steel. The mechanisms
of the hydrogen-induced degradation of steel can be researched by studying the cracking path.
An increase in the HE susceptibility of HAZ can be attributed to high crack-growth rates during
tensile testing. The cracking process generally comprises three stages: (a) hydrogen causes cracks
to initiate, (b) crack initiates, and (c) crack propagates until failure occurs. Crack initiation due to
hydrogen always occurs in structural defects and nonmetallic inclusions [64]. HIC behavior was
unaffected by the applied tensile or residual stress; however, hydrogen accumulates under a high
stress field. HIC may occur in the presence of tensile stress, which is called stress-oriented HIC. The
cracks in stress-oriented HIC or HIC were notably different in terms of type and propagation path. The
crack path herein was oriented perpendicular to the principal applied stress, as shown in Figure 8d.
The fracture mode was a mixture of intergranular and transgranular fractures. Fracturing may occur
around the grain boundaries (intergranular fracture) because the grain boundaries can act as trapping
sites due to the existence of a density of dislocations [65]. The HELP mechanism for embrittlement
seems to act when the crack also propagates in the ferrite phase (Figure 9b). The void growth and
linkage cause the crack tips of developing cracks to connect. When hydrogen is present, several voids
grow and coalesce [48]. Therefore, the crack path with respect to the microstructure can be observed in
Figures 9b and 10c. In terms of intergranular cracking, large grain boundary misorientations may be
the preferred sites, which are the grains of the GB microstructure. Cracks that propagated in the ferrite
phase were transgranular cracks and stopped in the vicinity of grains, as shown in Figure 10c. Zhao et
al. also proved that ferrite-ferrite and ferrite-bainite boundaries in X80 steels can efficiently slow crack
propagation, showing that cracks grew in a stepwise manner [40]. Therefore, the stepwise cracks were
found to be the result of the comprehensive effect of hydrogen, stress, and microstructure.
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It was noted that hydrogen blisters formed on the surface and the cracks were located in the
interior of the material [10]; therefore, hydrogen blisters and hydrogen-induced cracks have always
been discussed separately. This study shows that the blisters and cracks appear concurrently in the
fracture surfaces of the HAZ samples, and that tensile stress promoted the formation of blisters and
cracks were located in the interfaces between the blister and matrix metal. The formation of blisters
was dependent on the time and current density of the hydrogen charging. Figure 10 shows that longer
time periods (over 5 h) and higher current density (40 mA/cm2 ) of hydrogen charging led to the
formation of blisters in the surface of the HAZ samples before the tensile curve reached the yield stage.
The interaction of the localized plastic deformation and the accumulation of hydrogen atoms at the
interfaces enhanced the deformation of cracking, which is in agreement with the HELP mechanism.
Therefore, the damage due to blisters and hydrogen-induced cracks was discussed herein and the
failure mechanism was found to be consistent for the HAZ samples.
5. Conclusions
The main objectives of this study were to establish the link between the crystallographic texture
and crack path of the HAZ samples. Tensile tests were performed on the HAZ samples during in situ
hydrogen charging over a series of current densities. The crack paths in the fracture surfaces of the
HAZ samples were investigated using EBSD. The following conclusions were drawn:
•

•

•
•

The HE susceptibility of the base metal samples and the HAZ samples increased with an increase
in the current density. The fracture surfaces showed that hydrogen significantly reduced necking
and the surface of the HAZ was comprised of secondary cracks and flat facets.
The HE susceptibility of the HAZ sample was higher than that of the base metal samples in the
same current density because of the lower ratio of GB microstructure in the HAZ. GBs are the
preferential trapping sites due to the high density of dislocation which affect the hardness and the
HE susceptibility.
The crack propagation path showed that five or more cracks may join together to form long cracks.
The fracture morphologies were found to be a mixture of intergranular and transgranular fractures.
The formation of hydrogen blisters in the HAZ tensile samples at a hydrogen charging current
density of 40 mA/cm2 led to early failure of the material prior to the plastic yield deformation of
the sample.
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Seita, M.; Hanson, J.P.; Gradečak, S.; Demkowicz, M.J. The dual role of coherent twin boundaries in hydrogen
embrittlement. Nat. Commun. 2015, 6, 6164. [CrossRef] [PubMed]
Borlaug Mathisen, M.; Eriksen, L.; Yu, Y.; Jensrud, O.; Hjelen, J. Characterization of microstructure and strain
response in Ti-6Al-4V plasma welding deposited material by combined EBSD and in-situ tensile test. Trans.
Nonferrous Met. Soc. China 2014, 24, 3929–3943. [CrossRef]
Chai, G.; Peng, R.L.; Johansson, S. Fatigue Behaviors in duplex stainless steel studied using in-situ SEM/EBSD
method. Procedia Mater. Sci. 2014, 3, 1748–1753. [CrossRef]
Masoumi, M.; Silva, C.C.; Béreš, M.; Ladino, D.H.; de Abreu, H.F.G. Role of crystallographic texture on the
improvement of hydrogen-induced crack resistance in API 5L X70 pipeline steel. Int. J. Hydr. Energy 2017,
42, 1318–1326. [CrossRef]
Laureys, A.; Depover, T.; Petrov, R.; Verbeken, K. Microstructural characterization of hydrogen induced
cracking in TRIP-assisted steel by EBSD. Mater. Char. 2016, 112, 169–179. [CrossRef]
Mohtadi-Bonab, M.A.; Szpunar, J.A.; Basu, R.; Eskandari, M. The mechanism of failure by hydrogen induced
cracking in an acidic environment for API 5L X70 pipeline steel. Int. J. Hydr. Energy 2015, 40, 1096–1107.
[CrossRef]
Merson, E.; Kudrya, A.V.; Trachenko, V.A.; Merson, D.; Danilov, V.; Vinogradov, A. Quantitative
characterization of cleavage and hydrogen-assisted quasi-cleavage fracture surfaces with the use of confocal
laser scanning microscopy. Mater. Sci. Eng. A 2016, 665, 35–46. [CrossRef]
Zhao, W.; Zou, Y.; Matsuda, K.; Zou, Z. Corrosion behavior of reheated CGHAZ of X80 pipeline steel in
H2 S-containing environments. Mater. Des. 2016, 99, 44–56. [CrossRef]

Materials 2019, 12, 2575

29.
30.
31.
32.

33.
34.
35.

36.
37.
38.

39.
40.
41.

42.

43.

44.
45.

46.
47.
48.
49.
50.
51.

14 of 15

Alvaro, A.; Olden, V.; Akselsen, O.M. 3D cohesive modelling of hydrogen embrittlement in the heat affected
zone of an X70 pipeline steel—Part II. Int. J. Hydr. Energy 2014, 39, 3528–3541. [CrossRef]
Zhao, W.; Yang, M.; Zhang, T.; Deng, Q.; Jiang, W.; Jiang, W. Study on hydrogen enrichment in X80 steel
spiral welded pipe. Corros. Sci. 2018, 133, 251–260. [CrossRef]
Song, Y.; Chai, M.; Wu, W.; Liu, Y.; Qin, M.; Cheng, G. Experimental Investigation of the Effect of Hydrogen on
Fracture Toughness of 2.25Cr-1Mo-0.25V Steel and Welds after Annealing. Materials 2018, 11, 499. [CrossRef]
Zhang, T.; Zhao, W.; Deng, Q.; Jiang, W.; Wang, Y.; Wang, Y.; Jiang, W. Effect of microstructure inhomogeneity
on hydrogen embrittlement susceptibility of X80 welding HAZ under pressurized gaseous hydrogen. Int. J.
Hydr. Energy 2017, 42, 25102–25113. [CrossRef]
Han, Y.D.; Jing, H.Y.; Xu, L.Y. Welding heat input effect on the hydrogen permeation in the X80 steel welded
joints. Mater. Chem. Phys. 2012, 132, 216–222. [CrossRef]
Deng, Q.; Zhao, W.; Jiang, W.; Zhang, T.; Li, T.; Zhao, Y. Hydrogen embrittlement susceptibility and safety
control of reheated CGHAZ in X80 welded pipeline. J. Mater. Eng. Perform. 2018, 27, 1654–1663. [CrossRef]
Xie, H.; Du, L.-X.; Hu, J.; Sun, G.-S.; Wu, H.-Y.; Misra, R.D.K. Effect of thermo-mechanical cycling on the
microstructure and toughness in the weld CGHAZ of a novel high strength low carbon steel. Mater. Sci. Eng.
A 2015, 639, 482–488. [CrossRef]
Peng, H.; An, T.; Zheng, S.; Luo, B.; Wang, S.; Zhang, S. Investigation of hydrogen embrittlement susceptibility
of X80 weld joints by thermal simulation. J. Mater. Eng. Perform. 2018, 27, 2513–2523. [CrossRef]
Zhao, W.; Zhang, T.; Zhao, Y.; Sun, J.; Wang, Y. Hydrogen permeation and embrittlement susceptibility of
X80 welded joint under high-pressure coal gas environment. Corros. Sci. 2016, 111, 84–97. [CrossRef]
Tarzimoghadam, Z.; Ponge, D.; Klöwer, J.; Raabe, D. Hydrogen-assisted failure in Ni-based superalloy 718
studied under in situ hydrogen charging: The role of localized deformation in crack propagation. Acta Mater.
2017, 128, 365–374. [CrossRef]
An, T.; Zheng, S.; Peng, H.; Wen, X.; Chen, L.; Zhang, L. Synergistic action of hydrogen and stress concentration
on the fatigue properties of X80 pipeline steel. Mater. Sci. Eng. A 2017, 700, 321–330. [CrossRef]
Zhao, Z.P.; Qiao, G.Y.; Tang, L.; Zhu, H.W.; Liao, B.; Xiao, F.R. Fatigue properties of X80 pipeline steels with
ferrite/bainite dual-phase microstructure. Mater. Sci. Eng. A 2016, 657, 96–103. [CrossRef]
Oudriss, A.; Le Guernic, S.; Wang, Z.; Osman Hoch, B.O.; Bouhattate, J.; Conforto, E.; Zhu, Z.; Li, D.S.;
Feaugas, X. Meso-scale anisotropic hydrogen segregation near grain-boundaries in polycrystalline nickel
characterized by EBSD/SIMS. Mater. Lett. 2016, 165, 217–222. [CrossRef]
Lan, L.; Qiu, C.; Zhao, D.; Gao, X.; Du, L. Microstructural characteristics and toughness of the simulated
coarse grained heat affected zone of high strength low carbon bainitic steel. Mater. Sci. Eng. A 2011, 529,
192–200. [CrossRef]
Liu, Z.Y.; Wang, X.Z.; Du, C.W.; Li, J.K.; Li, X.G. Effect of hydrogen-induced plasticity on the stress corrosion
cracking of X70 pipeline steel in simulated soil environments. Mater. Sci. Eng. A 2016, 658, 348–354.
[CrossRef]
Liang, P.; Li, X.; Du, C.; Chen, X. Stress corrosion cracking of X80 pipeline steel in simulated alkaline soil
solution. Mater. Des. 2009, 30, 1712–1717. [CrossRef]
Nanninga, N.E.; Levy, Y.S.; Drexler, E.S.; Condon, R.T.; Stevenson, A.E.; Slifka, A.J. Comparison of hydrogen
embrittlement in three pipeline steels in high pressure gaseous hydrogen environments. Corros. Sci. 2012, 59,
1–9. [CrossRef]
Wang, Y.; Gong, J.; Jiang, W. A quantitative description on fracture toughness of steels in hydrogen gas. Int. J.
Hydr. Energy 2013, 38, 12503–12508. [CrossRef]
Moro, I.; Briottet, L.; Lemoine, P.; Andrieu, E.; Blanc, C.; Odemer, G. Hydrogen embrittlement susceptibility
of a high strength steel X80. Mater. Sci. Eng. A 2010, 527, 7252–7260. [CrossRef]
Dadfarnia, M.; Novak, P.; Ahn, D.C.; Liu, J.B.; Sofronis, P.; Johnson, D.D.; Robertson, I.M. Recent advances in
the study of structural materials compatibility with hydrogen. Adv. Mater. 2010, 22, 1128–1135. [CrossRef]
Elboujdaini, M.; Revie, R.W. Metallurgical factors in stress corrosion cracking (SCC) and hydrogen-induced
cracking (HIC). J. Solid State Electrochem. 2009, 13, 1091–1099. [CrossRef]
Cabrini, M.; Sinigaglia, E.; Spinelli, C.; Tarenzi, M.; Testa, C.; Bolzoni, F.M. Hydrogen embrittlement
evaluation of micro alloyed steels by means of j-integral curve. Materials 2019, 12, 843. [CrossRef]
Wang, P.; Wang, J.; Zheng, S.; Qi, Y.; Xiong, M.; Zheng, Y. Effect of H2 S/CO2 partial pressure ratio on the
tensile properties of X80 pipeline steel. Int. J. Hydr. Energy 2015, 40, 11925–11930. [CrossRef]

Materials 2019, 12, 2575

52.
53.

54.

55.
56.
57.

58.

59.
60.
61.
62.

63.
64.
65.

15 of 15

Chen, X.; Zhou, C.; An, B.; Zheng, J.; Zhang, L. An apparatus for detecting hydrogen desorption from metals
during deformation. Vacuum 2016, 128, 128–132. [CrossRef]
Gaddam, R.; Hörnqvist, M.; Antti, M.-L.; Pederson, R. Influence of high-pressure gaseous hydrogen on the
low-cycle fatigue and fatigue crack-growth properties of a cast titanium alloy. Mater. Sci. Eng. A 2014, 612,
354–362. [CrossRef]
Takasawa, K.; Ikeda, R.; Ishikawa, N.; Ishigaki, R. Effects of grain size and dislocation density on the
susceptibility to high-pressure hydrogen environment embrittlement of high-strength low-alloy steels. Int. J.
Hydr. Energy 2012, 37, 2669–2675. [CrossRef]
Dmytrakh, I.M.; Leshchak, R.L.; Syrotyuk, A.M. Effect of hydrogen concentration on strain behaviour of
pipeline steel. Int. J. Hydr. Energy 2015, 40, 4011–4018. [CrossRef]
Xing, J.; Zhao, Y.; Qiu, J.; Sun, X. Microstructural and mechanical properties of alkali activated materials
from two types of blast furnace slags. Materials 2019, 12, 89. [CrossRef]
Slifka, A.J.; Drexler, E.S.; Nanninga, N.E.; Levy, Y.S.; McColskey, J.D.; Amaro, R.L.; Stevenson, A.E. Fatigue
crack growth of two pipeline steels in a pressurized hydrogen environment. Corros. Sci. 2014, 78, 313–321.
[CrossRef]
Titov, A.I.; Lun-Fu, A.V.; Gayvaronskiy, A.V.; Bubenchikov, M.A.; Bubenchikov, A.M.; Lider, A.M.;
Syrtanov, M.S.; Kudiiarov, V.N. Hydrogen accumulation and distribution in pipeline steel in intensified
corrosion conditions. Materials 2019, 12, 1409. [CrossRef]
Park, G.T.; Koh, S.U.; Jung, H.G.; Kim, K.Y. Effect of microstructure on the hydrogen trapping efficiency and
hydrogen induced cracking of linepipe steel. Corros. Sci. 2008, 50, 1865–1871. [CrossRef]
Afrafin, M.A.; Szpunar, J.A. Effect of bainitic microstructure on the susceptibility of pipeline steels to
hydrogen induced cracking. Mater. Sci. Eng. A 2011, 528, 4927–4940. [CrossRef]
Park, J.H.; Oh, M.; Kim, S.J. Effect of bainite in microstructure on hydrogen diffusion and trapping behavior
of ferritic steel used for sour service application. J. Mater. Res. 2017, 32, 1295–1303. [CrossRef]
Koyama, M.; Rohwerder, M.; Tasan, C.C.; Bashir, A.; Akiyama, E.; Takai, K.; Raabe, D.; Tsuzaki, K. Recent
progress in microstructural hydrogen mapping in steels: Quantification, kinetic analysis, and multi-scale
characterisation. Mater. Sci. Tech. 2017, 33, 1481–1496. [CrossRef]
Neeraj, T.; Srinivasan, R.; Li, J. Hydrogen embrittlement of ferritic steels: Observations on deformation
microstructure, nanoscale dimples and failure by nanovoiding. Acta Mater. 2012, 60, 5160–5171. [CrossRef]
Xue, H.B.; Cheng, Y.F. Characterization of inclusions of X80 pipeline steel and its correlation with
hydrogen-induced cracking. Corros. Sci. 2011, 53, 1201–1208. [CrossRef]
Avila, J.A.; Rodriguez, J.; Mei, P.R.; Ramirez, A.J. Microstructure and fracture toughness of multipass friction
stir welded joints of API-5L-X80 steel plates. Mater. Sci. Eng. A 2016, 673, 257–265. [CrossRef]
© 2019 by the authors. Licensee MDPI, Basel, Switzerland. This article is an open access
article distributed under the terms and conditions of the Creative Commons Attribution
(CC BY) license (http://creativecommons.org/licenses/by/4.0/).

