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Abstract: The interaction between fatigue damage and hydrogen in TC4 welded joints was analyzed
considering specimens with different pre-cycles. The fracture failure caused by hydrogen-induced
fatigue damage was investigated using tensile testing and microstructural observations. The re-
sults indicate that increasing the number of pre-cycles increases the specimens’ initial dislocation
density, enhancing the severity of the hydrogen-induced embrittlement phenomenon. The hydrogen-
enhanced local plasticity mechanism, manifested by fracture along the grain boundary, dominates the
tensile process in fatigue-damaged hydrogen-filled welded joints after 10,000 and 20,000 pre-cycles.
After 30,000 pre-cycles, the hydrogen-enhanced decohesion mechanism dominates the tensile process,
manifesting as a transgranular cleavage decoupling fracture.
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1. Introduction

TC4 titanium alloys are increasingly used in aerospace, offshore, and petrochemical
industries owing to their high strength-to-weight ratio, excellent thermal stability, and
corrosion resistance [1-3]. However, the inevitable presence of hydrogen atoms in the
marine and petrochemical industries has made hydrogen embrittlement a major safety
concern for titanium alloys in hydrogen-containing environments [4,5]. Over the last
few decades, researchers have proposed several theories to explain the effect of hydro-
gen on the failure of engineering alloys. These include hydrogen-enhanced local plastic-
ity (HELP) [6,7], hydrogen-enhanced decohesion (HEDE) [8], hydrogen-enhanced strain-
induced vacancy [9,10], and adsorption-induced dislocation emission [11] mechanisms.
Among them, the HELP and HEDE mechanisms have been increasingly researched. The
HEDE model assumes that hydrogen atoms reduce the atomic bond strength of the alloy,
lowering the grain boundary or decoupling potential at the decoupling surface. In the
HELP mechanism, reducing the interaction of hydrogen with the elastic barrier decreases
the shear stress of dislocation movement. However, these theories are not subject to con-
sensus, and hydrogen failure is generally accepted to be the result of multiple mechanisms
acting in concert.

Welding is the most common processing method used in the production of complex
structural parts of titanium alloys. As titanium is highly active, the welding process is
prone to local stress concentrations, inhomogeneities, and inclusions [12-14]. Therefore,
the integrity of welded joints is crucial for evaluating the quality of structural compo-
nents [15], and the analysis of resistance to hydrogen embrittlement is a prominent aspect
in determining the integrity of welded joints. Previous studies have reported that the
effect of hydrogen on welded joints is dependent on the microstructure and type of welded
joint area [16,17] and that hydrogen also affects cracking. Hydrogen-induced embrittle-
ment is a critical risk present in the application of titanium alloys [18-20]. Titanium alloy
components are often subjected to cyclic stresses below the yield strength, and fatigue
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failure is a significant type of failure observed in welded components [21]. However, unlike
the hydrogen embrittlement mechanism that typically occurs under static loading, the
role of hydrogen under cyclic dynamic loading becomes unclear and complex [22,23]. As
hydrogen is known to accumulate in areas of high stress and strain [24], localized strain
zones caused by fatigue loading in the elastic range lead to high concentrations of localized
hydrogen in welded joints. This, in turn, is more likely to generate cracks [25]. Additionally,
the non-homogeneity of the microstructure in welded joints increases the complexity of the
deformation mechanism. Therefore, the interaction between hydrogen and fatigue damage
in welded TC4 alloy joints should be systematically analyzed.

The interaction between hydrogen and fatigue damage can be manifested as an effect
on the fatigue life of steel [26,27]. Hydrogen atoms can internally diffuse at a faster rate
through dislocation migration. Moreover, they tend to concentrate in localized defect areas,
such as dislocations, grain boundaries, and semi-coherent phase boundaries [28]. This
increases the fragility of defects and causes cracking. The mechanism of the hydrogen
effect includes two aspects, namely the hydrogen-induced hardening and softening ef-
fects [29,30]. In the hardening effect, hydrogen atoms inhibit the dislocation movement
by clustering around dislocations to generate the known Cottrell atmosphere. Further-
more, hydrogen impedes the movement of dislocations by forming hydrogen—vacancy
complexes [31]. Conversely, in the softening effect, hydrogen reduces slip resistance and in-
creases dislocation mobility, thereby promoting regions with highly localized plasticity [32].
Hydrogen is known to promote dislocation movement by reducing long-range elastic
interactions between dislocations [33]. Consequently, the mechanism of hydrogen action
on dislocations remains controversial, and the conclusions are not consistent. This is intrin-
sically responsible for the complex effects of hydrogen on the fatigue properties of steels
and alloys.

Existing research on the structural integrity of welded joints of titanium alloys is
primarily focused on the welding process with respect to the tensile properties, fatigue
properties, impact toughness, and hydrogen embrittlement sensitivity of welded joints.
However, the effect of hydrogen on the mechanical properties of titanium alloy welded
joints with fatigue damage has not yet been reported. In this study, we used the TIP-
TIG welding method to obtain high-quality welded TC4 alloy joints with a thickness of
20 mm. Furthermore, fatigue-damaged specimens were prepared using a fatigue test
machine. The mechanical properties and microstructures of the hydrogenated fatigue-
damaged specimens were analyzed, and the failure mechanism of the hydrogen-induced
fatigue-damaged welded joints was explored based on the fracture characteristics and
microstructural evolution analysis.

2. Material and Methods
2.1. Test Material and Welded Joint Preparation

Welded TC4 alloy joints were prepared using the TIP-TIG welding method based on
the multi-layer single-pass welding process, with Ti-6Al-4VA as the filler wire. The weld
material was a 20 mm thick TC4 alloy rolled plate with Al and V as the primary added
elements; Table 1 presents the complete chemical composition of the test material.

Table 1. Chemical composition (wt.%) of the Ti-6Al-4V alloy.

Ti Al \'% Fe C N H (0]
Bal. 6.25 4.05 0.20 0.01 0.01 0.001 0.12

Figure 1a shows the macroscopic shape of the prepared welded joint surface. The joint
was designed as a narrow-gap U-shaped bevel to ensure low heat input (Figure 1c). The
weld was aesthetically pleasing with a uniform, fine, silvery-white fish-scale pattern. No
apparent defects, such as oxidation or edge galling, were observed. Figure 1b depicts the
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cross-sectional shape of the welded joint. The interface of the weld layer was clear and
distinct, and the joint was well formed and over-rounded with the base material.

Figure 1. Macro-morphology of the welded joint: (a) surface morphology, (b) section morphology,
and (c) welding groove.

2.2. Sample Design and Preparation

To ensure the reliability and validity of the test results, the fatigue specimens were
cut perpendicular to the welded joint. The upper surface of the specimen was parallel
to the joint cross-section, and the welded area was contained within the specimen scale
distance. All specimens were parallel to each other and were maintained in the same area
as the center of the weld. Figure 2a shows the cut sample design of the specimens used for
the analysis. Figure 2b illustrates the specimen dimensions used to evaluate the fatigue
properties and generate fatigue damage. Fatigue tests were performed using a fatigue
tester (Instron 8808) at 25 °C under a constant amplitude tensile load with a stress ratio of
R =0.1. To obtain different levels of fatigue damage, all fatigue specimens were cyclically
loaded to a maximum stress of 500 MPa (50% of the yield strength of the welded joint), and
the specimens were subjected to 10,000, 20,000, and 30,000 fatigue cycles.

@

Welded joint

Metallographic specimen

Figure 2. Test specimen of (a) the cut sample design and (b) the corresponding dimensions.
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2.3. Cathodic Hydrogen Charging and Tensile Tests

All fatigue-damaged samples were mechanically ground and polished to a grit size of
2000 to remove the surface oxide film. The specimens were then washed with distilled water
and ethanol. To prevent oxide film regeneration, the samples were experimentally subjected
to 24 h electrochemical hydrogen charging in a 0.5 mol/L H»SO4 + 3 g/L NH4SCN solution
at a current density of 50 mA /cm? immediately after washing [34]. The wire connection
and clamping ends of the specimens were sealed with epoxy resin to ensure experimental
reliability; only the spar section was exposed to the electrolyte by completely immersing it
in the electrolyte during hydrogen charging. Figure 3 depicts the hydrogen-filled system.
The tensile properties of the fatigue-damaged specimens with and without hydrogen were
obtained using a universal tensile testing machine (AGS-X 300 kN). All tensile tests were
performed at a constant strain rate of 0.01 s~ ! at 25 °C.

Pt

Specimen

0.5 mol/L H,SO4 + 3 ¢/ NH,SCN

Figure 3. Schematic of the hydrogen charging system.

2.4. Microstructural Characterization and Fracture Surface Analysis

The microstructure of the base material (BM) and weld metal (WM) areas were ob-
served using an optical microscope (OM, Axio vert. Al, Zeiss). After mechanical polishing,
the metallographic specimens were chemically etched using Kroll’s reagent (95 vol.% H,O,
2 vol.% HNOS, and 3 vol.% HF) for 20 s. Subsequently, the specimens were washed with
distilled ethanol and dried. Scanning electron microscopy (SEM, TESCAN MIRA-4) was
used to analyze the tensile fracture morphology and microstructure of the specimens with
and without hydrogen filling. The samples were characterized using transmission elec-
tron microscopy (TEM, JEOL JEM-F200) at 200 kV to investigate the interaction between
hydrogen and damage. The mechanism involved in the effect of hydrogen on the tensile
properties of fatigue-damaged specimens was examined. TEM foils were prepared using
the focused ion beam (FIB, Helios G4 PFIB) lift-out technique with a Ga* beam source at
30 kV in a dual beam (FEI Helios NanoLab 600). Initially, a platinum-containing layer was
deposited on the surface to minimize damage during ion milling. Subsequently, the foils
were thinned to approximately 50 nm to generate electron transparency.

3. Results
3.1. Microstructural Analysis

Figure 4a shows the optical microstructure of the welded TC4 alloy joint with the o-
and {3-phases in the BM region arranged in parallel. Figure 4b indicates that under the
influence of the welding thermal cycle, the x-phase was transformed from strip to granular
owing to partial tempering in the heat-affected zone (HAZ). Therefore, an isometric and
needle-like bimorph organization was observed in the HAZ. The center of the weld exhib-
ited two different tissue distributions, namely the basket mesh and uniform distributions
(Figure 4c), with the grain inside the x- and (3-phases. A coarse feathery organization
comprising the coarse Widmanstétten and grain boundary «-phases appeared at the grain
boundaries. This coarse feathery organization was significantly different from the basket
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mesh organization distribution (Figure 4d), which was attributed to the local accumulation
of heat caused by the reciprocal pendulum arc.
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Figure 4. Microstructures of the (a) BM, (b) HAZ, and (c,d) fusion zone (FZ).

3.2. Mechanical Properties

Before testing the fatigue property, the tensile property of the welded joint was tested
by tensile test to ensure the rationality of stress setting during the fatigue test. The measured
tensile property of the welded joint is shown in Table 2.

Table 2. Tensile properties of welded joints.

Sample Tensile Strength (MPa) Yield Strength (MPa)
Welded joint 1063.4 944.0

Figure 5 illustrates the results of the high circumference fatigue performance of welded
TC4 alloy joints under different stress states. The fatigue performance of the joints gradually
decreased with the increase in the applied stress. When the applied stress was 500 MPa
(50% of the yield strength), the welded joint exhibited 62,522 cycles to failure fracture. In
practice, welded joints are subjected to cyclic stresses substantially lower than 500 MPa.
Therefore, the stress intensity of 500 MPa was applied at 10,000, 20,000, and 30,000 cycles
to minimize the impact of fatigue damage on mechanical properties. Thus, three groups
of fatigue-damaged specimens of welded joints were obtained with different degrees of
damage. To ensure the accuracy of the experiment, each group of samples was composed
of three parallel samples.

All specimens were fractured at the weld metal during the tensile test. Figure 6
depicts the engineering stress—strain curves of the TC4 welded joints with and without the
hydrogen filling at different levels of fatigue damage. We observed that the difference in
tensile properties of the welded joints despite the variations in pre-fatigue cycles was not
significant in the absence of hydrogen filling. Additionally, the strength of hydrogen-filled
welded joints was lower than that of welded joints without hydrogen regardless of the
number of loading cycles. However, after 10,000 pre-cycles, the plasticity in the hydrogen-
filled fatigue-damaged specimens exhibited nearly no change, whereas, after 20,000 and
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30,000 pre-cycles, the plasticity reduced slightly and significantly, respectively. In other
words, the increase in the number of fatigue cycles decreased the plasticity of the welded
joint after the specimens were filled with hydrogen, whereas the reduction in strength did
not follow this rule.

70,000
60,000
50,000
40,000
30,000
20,000

10,000 f

Number of cycles to fracture

0

500 600 700 800
Stress amplitude (MPa)

Figure 5. High cycle fatigue properties of welded TC4 alloy joints under different stress states.
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Figure 6. Engineering stress—strain curves of the TC4 welded joints with and without hydrogen

filling at varying levels of fatigue damage.

3.3. Fracture Analysis

Figures 7-9 depict the fracture morphology of the specimens with and without hydro-
gen filling at 10,000, 20,000, and 30,000 cycles of fatigue damage, respectively. The fracture
morphology of the 10,000 pre-cycles specimens without hydrogen exhibited typical tough-
ness fracture characteristics with uniformly distributed tough nests (Figure 7a,b). Similar
characteristics of ductile fracture were observed in the specimen after hydrogen charging;
however, unlike the fracture of an uncharged specimen, the fracture of the charged speci-
men exhibited a feathery distribution of tough nests. Figure 7c indicates that the shape of
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this distribution was identical to that of the feathery grain boundary a-phase (Figure 4c).
This implied that cracking occurred along the grain boundary o-phase after hydrogen
charging. The high-magnification image (Figure 7d) indicates that the edges of the tough
nests were smooth and flat, and the nests were deep.

Figure 7. Fracture morphology of the fatigue-damaged samples after 10,000 pre-cycles: (a) Low-
power and (b) high-magnification images of the H-charged sample. (c) Low-power and (d) high-
magnification images of uncharged samples.

Figure 8. Fracture morphology of the fatigue-damaged samples after 20,000 pre-cycles: (a) Low-
power and (b) high-magnification images of the H-charged sample. (c) Low-power and (d) high-
magnification images of uncharged samples.
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Figure 9. Fracture morphology of the fatigue-damaged samples after 30,000 pre-cycles: (a) Low-
power and (b) high-magnification images of the H-charged sample. (c) Low-power and (d) high-
magnification images of uncharged samples.

The fatigue-damaged specimens without hydrogen filling continued to exhibit typical
ductile fracture after 20,000 pre-cycles. However, the distribution of the tough nests was
disorganized compared to that of the specimens subjected to 10,000 pre-cycles (Figure 8a).
In comparison with the ligamentous fossa observed in Figure 7b, the fossa in Figure 8b was
shallower with a smoother base. The hydrogen-filled specimens exhibited ductile fracture
characteristics and a feathery distribution of tough nests after fracture (Figure 8c). However,
the signs of a feathery distribution of the tough fossa (Figure 8c) were not as clearly visible
as that observed in Figure 7c. The examination of high-magnification images, namely,
Figures 7d and 8d, indicated that the ligamentous fossa in the former was shallower and
more disorganized than that in the latter.

Figure 9 illustrates the fracture morphology of the fatigue-damaged specimens af-
ter 30,000 cycles. We observed that the fracture morphology of the uncharged specimen
continued to indicate the characteristics of ductile fracture (Figure 9a), whereas the tough
nest morphology exhibited a clear difference in comparison with the morphologies of
the uncharged specimen subjected to 10,000 and 20,000 cycles; moreover, signs of quasi-
dissociative fracture were observed. As indicated in Figure 9b, the tough fossa was ex-
tremely shallow under high magnification. Furthermore, an examination of the fracture
morphology of the hydrogen-filled specimens exhibited clear quasi-dissolution fracture
characteristics after 30,000 pre-cycles (Figure 9d). The fracture continued to exhibit signs
of a-phase fracture along the feathery grain boundary (Figure 9c¢), except the distribution
significantly differed from the feathery distribution of the tough fracture morphology
observed in the hydrogen-filled specimens subjected to 10,000 and 20,000 pre-cycles.

3.4. Microstructures

A comparison of the tensile properties and fracture morphology determined that simi-
lar results of fatigue damage were observed in the case of both hydrogen-filled and unfilled
specimens after 10,000 and 20,000 pre-cycles. However, both types of specimens exhibited
significant differences with respect to fatigue damage when subjected to 30,000 pre-cycles.
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Therefore, to further analyze the reasons for this difference in results under varying pre-
cycles, TEM was used to observe the microstructure of fatigue-damaged welded joints
considering different pre-cycles. Additionally, the microstructures of fatigue-damaged
welded joints with and without hydrogen were examined after a tensile fracture consid-
ering 10,000 and 30,000 pre-cycles. Figure 10 shows the process of preparing the TEM
specimens using FIB. Initially, an area of interest was selected near the fracture of the
specimen (Figure 10a). Subsequently, a Pt layer of 100-200 nm was deposited on the se-
lected surface area using FIB electron beam deposition to protect the crack tip from Ga ion
sputtering. Approximately 5 um deep trigonal notches were then created on either side of
the Pt deposited area (Figure 10b). The sheet was cut from the substrate and welded onto
the TEM sample grid and thinned to 50 nm using Ga ion sputtering (Figure 10c,d).

Figure 10. Preparation of TEM samples using FIB: (a) determination of cutting position, (b) sample
cutting, and (c,d) sample reduction.

Figure 11 shows the microstructure of the fatigue-damaged welded joints considering
different pre-cycles. After 10,000 pre-cycles, numerous dislocations were observed in
the a-phase. Primarily, linear dislocations and dislocation walls were observed at the
interface between the two phases (Figure 11a). After 20,000 pre-cycles, the dislocation
walls outside the phase interface thickened, and the dislocations in the x-phase began to
entangle (Figure 11b). The microstructure of the specimens after 30,000 pre-cycles exhibited
a significant increase in dislocations compared to those observed in the case of 10,000 and
20,000 pre-cycles. Figure 11c indicates that the dislocations in the a-phase were more tightly
entangled.

Figure 12 shows the TEM images of fatigue-damaged welded joints with and with-
out hydrogen after tensile fracture when subjected to 10,000 and 30,000 pre-cycles. After
10,000 pre-cycles, unfilled specimens with tensile fracture appeared to comprise numer-
ous dislocations concentrated in the o-phase. Additionally, only a few dislocations were
observed in the (3-phase, and dislocation build-up was demonstrated in local areas of
the a-phase (Figure 12a). The examination of the hydrogen-filled specimens indicated
the same concentration of dislocations in the «-phase as that observed in the specimens
without hydrogen (Figure 12b). However, several slippages were observed at the interface
between the two phases of the hydrogen-filled specimens (Figure 12c), which did not occur
in the interior of the two phases. Similar to the samples subjected to 10,000 pre-cycles, the
microstructure of the specimens without hydrogen exhibited numerous dislocations after
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30,000 pre-cycles; these dislocations were concentrated in the x-phase with only a few in
the B-phase. Figure 12e shows the microstructure of the specimen after 30,000 cycles of
hydrogen charging. We observed that numerous dislocations appeared in both the - and
-phases of the specimen, with most of the dislocations accumulating at the phase bound-
aries. The high-magnification micrograph (Figure 12f) further indicated that hydrogen-filled
specimens experienced slip within both phases after 30,000 pre-cycles. The deformation
within the x-phase was significantly more severe than that in the 3-phase. These phenom-
ena corresponded to those observed in Figures 7-9.

Figure 12. TEM images of the TC4 welded joint after the tensile fracture: (a) Uncharged sample
after 10,000 cycles. (b) H-charged sample after 10,000 cycles. (c) Enlarged view of the area within
the red wireframe in (b). (d) Uncharged sample after 30,000 cycles. (e f) H-charged sample after
30,000 cycles.

4. Discussion

In this study, we investigated the tensile fracture behavior of fatigue-damaged TC4
welded joint specimens subjected to three different pre-cycles considering both hydrogen-
filled and unfilled conditions. The mechanism and effect of hydrogen on the tensile
properties of welded joints were analyzed considering different degrees of damage. Typi-
cally, susceptibility to hydrogen embrittlement is closely associated with the interaction
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between hydrogen and the trapping sites in the material [35]. Therefore, understanding
these interactions can aid in predicting safe conditions of use.

The engineering stress—strain curves of the welded joint specimens without hydrogen
were compared considering different pre-cycles. We determined that the difference in ten-
sile properties of the specimens subjected to three different degrees of pre-cycling was not
significant; only the strength of the specimens was slightly reduced after 30,000 pre-cycles
(Figure 6). SEM analysis of the fracture morphology indicated that specimens subjected
to varying pre-cycles exhibited ductile fractures. Although the ductile fossa gradually
turned shallow with the increase in the number of cycles, the change was not apparent
(Figure 7a, Figure 8a, and Figure 9a); this corresponded to the tensile test results. TEM
analysis revealed that the dislocation density in the fatigue-damaged specimens increased
with the increase in the number of pre-cycles. Moreover, the dislocation entanglement
phenomenon was enhanced (Figure 11). This was because TC4 titanium alloys with dif-
ferent crystal structures in the a- and 3-phases exhibited different mechanical properties
and were considerably sensitive to slip transfer at the non-co-grained «/ 3 phase interface
during plastic deformation. Typically, misalignment between the prismatic x-plane and the
adjacent 3-plane causes interfacial dislocations with a tendency to nucleate [36]. Therefore,
a high degree of mismatch between the two phases during pre-cycling under the influ-
ence of cyclic loading led to the accumulation of dislocations at the ot/ 3 phase boundary.
This accumulation of dislocations increased with the number of cycles. Additionally, as
the x-phase of the dense hexagonal structure contained less plastic deformation at room
temperature than the 3-phase [37], the dislocations were transferred into the x-phase when
the number of pre-cycles was increased to 30,000, resulting in entanglement (Figure 11).
During the tensile test, dislocations began to slip and interact with each other, increasing the
severity of dislocation entanglement in the «-phase. As the number of initial dislocations
and dislocation entanglement structures varied between the specimens subjected to dif-
ferent pre-cycles, more dislocation entanglement structures appeared in the x-phase after
30,000 cycles of tensile fracture (Figure 12). At this point, the specimen was plastically
deformed, and the dislocation entanglement structure prevented the movement of dis-
locations. This resulted in localized work hardening to ensure a shallower tensile frac-
ture tough nest compared to that observed in the specimens subjected to 10,000 and
20,000 pre-cycles.

The microstructural analysis revealed that the types of dislocations present in the
specimens after different pre-cycles and the location of dislocations differed significantly
(Figure 11). Typically, the 3-phase, the a/3-phase boundary, and dislocations in duplex
titanium alloys are the primary locations for hydrogen capture and the main pathways for
hydrogen transport in titanium alloys [38,39]. Therefore, in this study, the effect of hydrogen
on the mechanical properties of specimens with different levels of fatigue damage was
investigated based on the 24 h electrochemical hydrogen charging of specimens at different
levels of pre-cycling. The comparison of the fracture morphologies of the hydrogen-
filled specimens (Figures 7-9) indicated that the fatigue-damaged specimens from 10,000
and 20,000 pre-cycles exhibited a tough nest-like fracture, indicating apparent signs of
plastic deformation and fracture at the feathery grain boundary «. Conversely, after
30,000 pre-cycles, fatigue-damaged specimens exhibited a typical brittle fracture, which
occurred as a transganular fracture. This was because the specimens subjected to 10,000
and 20,000 pre-cycles exhibited significant dislocation accumulation only at the «/3 phase
boundary, with a few dislocations within the «- and-f3 phases and several at concentrated
hydrogen capture sites. After hydrogen charging, hydrogen atoms diffused along the
-phase and o/ 3 phase boundaries to accumulate at the phase boundaries. The hydrogen
accumulated at the «/3 phase boundaries reduced the resistance to the movement of
dislocations, increasing their mobility and serving as carriers of plastic deformation in
the metal lattice [40,41]. Consequently, slippage occurred at the phase boundary during
stretching (Figure 12c), and nanovoids were created when the stress exceeded the bond
strength at the interface. This resulted in crack formation, indicating that the higher the
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number of phase boundary dislocations, the lower the critical external stress for crack
extension. Owing to the large size of the phase boundary near the coarse feathery grain
boundary in the x-phase, dislocation generation and hydrogen enrichment were more likely
to occur during hydrogen charging. Consequently, the fractures that occurred after the
10,000 and 20,000 pre-cycled specimens were charged with hydrogen, exhibiting the results
of fracture along the feathery grain boundary (Figures 7c and 8c); this was dominated by
the HELP mechanism.

Specimens subjected to 30,000 pre-cycles exhibited dislocation accumulation at the
o/ phase boundary along with dislocation entanglement in both the «- and 3-phases.
Moreover, severe dislocation entanglement structures within the o-phase provided more
favorable locations for hydrogen transport and adsorption. After hydrogen charging,
hydrogen was enriched at the «/f3 phase boundary with a large amount of hydrogen
being diffused in the «- and f-phases. A previous study has reported that hydrogen
reduces the resistance to dislocation movement and promotes mobility [42], leading to
a significant increase in dislocations in both phases. We observed that this in turn re-
sulted in the accumulation of dislocations at the phase boundary (Figure 12e). The HEDE
mechanism indicated that when hydrogen atoms surround the material, a certain type
of stress acts on the material, causing the hydrogen atoms to diffuse within the material.
The interatomic or bond strength of the material was reduced at the crack tip, where the
decoupling-like fracture occurred [43]. Therefore, hydrogen simultaneously promoted
dislocation movement and reduced the interatomic or bond strength in the «- and f3-
phases. The reduction in the bond strength decreased the surface energy, which in turn
reduced the fracture stress. This implied that fractures were more likely to occur within
the phase [44]. As the plasticity of the x-phase was lower than that of the 3-phase in the
absence of hydrogen action, the a-phase experienced severe hardening after hydrogen fill-
ing and deformed less than that observed in the 3-phase under tension (Figure 12f). Local
plastic enhancement occurred at the o/ 3 phase boundary owing to the presence of disloca-
tion build-up and mismatch gaps. Therefore, the hydrogen-filled specimens subjected to
30,000 pre-cycles fractured, owing to the crystal under tension, and exhibited a disintegrat-
ing fracture (Figure 9d).

5. Conclusions

In this study, we analyzed the hydrogen failure mechanism of fatigue-damaged welded
TC4 alloy joints considering 10,000, 20,000, and 30,000 pre-cycles. The specimens were
subjected to 24 h of electrochemical hydrogen charging, and the failure mechanism was
investigated using mechanical tests and microstructural analysis based on SEM and TEM.
The results indicated that the number of dislocations increased with the increase in the
number of pre-cycles in welded joints. Furthermore, dislocations were first generated
and aggregated at the ot/ 3 phase boundary when the pre-cycles exceeded a critical value.
Subsequently, they were transmitted into the interior of the phase to form a dislocation
entanglement structure. However, the difference in performance was not significant even
when the specimens were stretched owing to the higher number of pre-cycles. Conse-
quently, the dislocation entanglement area inside the welded joint occurred in the local
processing phenomenon, and the fracture tough nest depth gradually became shallower
with the increase in the number of pre-cycles. The fatigue-damaged specimens subjected to
10,000 and 20,000 pre-cycles exhibited fewer dislocations, which were concentrated at the
o/ phase boundary and certain hydrogen capture sites. The hydrogen at the phase bound-
ary promoted dislocation movement, resulting in local plasticity enhancement at the phase
boundary and plastic fracture along the grain. This was attributed to the synergistic effect
of the HELP and HEDE mechanisms, with the HELP mechanism being dominant. After
30,000 pre-cycles, dislocation build-up and entanglement occurred both at the phase bound-
ary and within the phase, with more hydrogen capture sites. This, in turn, resulted in local
plasticity enhancement at the phase boundary and debonding within the phase, exhibit-
ing penetrating crystalline disintegration fracture. This phenomenon was attributed to
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the synergistic action of the HELP and HEDE mechanisms, with the HEDE mechanism
being dominant.
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