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Abstract: This work evaluates the permeation curve characteristics for four quenched and tempered
generic, ternary alloys, each containing one specific carbide. The different carbides (W2C, Cr23C6,
TiC, and V4C3, respectively) are induced by a quench and tempering treatment. The correlation is
made between the different microstructural characteristics, including the carbides and the martensitic
matrix, and the observed hydrogen diffusivity and thus the permeation transient. The permeation
curves, obtained via the Devanathan and Stachurski method, are therefore compared with thermal
desorption spectroscopy and hot extraction results. The delay of the permeation transient can be
associated with the overall trap density, while the slope is related to the amount of reversible trapping
sites. Generally, the obtained hydrogen permeation transient of the different ternary or Fe–C–X
materials correlates with the hydrogen trapping ability. The following order of hydrogen diffusion
is determined, i.e., Fe–C–V < Fe–C–Ti << Fe–C–Cr < Fe–C–W. The hydrogen trapping ability of the
tempered induced carbides plays a decisive role in the value of the hydrogen diffusion coefficient.

Keywords: hydrogen diffusion; hydrogen permeation; hydrogen trapping; thermal desorption
spectroscopy; carbides

1. Introduction

The detrimental effect of hydrogen was already discussed by Johnson [1] in 1875 and still,
a complete understanding of the exact damaging mechanism has not been achieved. As hydrogen is
able to deteriorate the materials mechanical properties, research on this topic is of high importance in
order to avoid unforeseen failure. The phenomenon of the ductility loss due to hydrogen is generally
called hydrogen embrittlement (HE), and steels with high stresses and a large number of potential
fracture initiation sites show high susceptibility [2–5]. This raises questions concerning the promising
advanced high-strength steels for many types of applications. Therefore, during the last decade,
much research has been done on the hydrogen interaction with these high-strength steels [4,6–10].
Depover et al. [4] examined the hydrogen induced ductility loss of four different high-strength steels,
i.e., a Transformation Induced Plasticity (TRIP), Dual Phase (DP), Ferritic Bainitic (FB), and High
Strength Low Alloy (HSLA) steel. All materials showed a considerable degree of HE except for the
HSLA steel, which was almost unaffected by hydrogen. This satisfying result was attributed to the
beneficial effect of Ti- and Nb-carbonitrides and led to the conclusion that the investigation of the
hydrogen interaction with different carbides in a metal matrix is of crucial importance to comprehend
the hydrogen related issues. However, as a result of the complex microstructure of the abovementioned
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commercial steel grades, simplified microstructures are required as they allow a more straightforward
interpretation of the hydrogen related phenomena.

Alongside precipitation hardening increasing the strength of the material, precipitates are
indeed also considered to be beneficial hydrogen trapping sites. Since they lower the amount of
harmful highly diffusible hydrogen, the susceptibility of the material to HE is decreased [11,12].
However, when trapping sites have irreversible hydrogen trapping characteristics, they lose their
effectiveness once they are filled [13]. Consequently, deep trapping sites are only beneficial when the
hydrogen charging is not continuous but only a one-off event such as in welding, material processing,
or electroplating. TiC and NbC precipitates in low alloy steels are examples of particles that act as
deep trapping sites capturing hydrogen with a very low release rate. Hence, the time for hydrogen
to reach possible cracking initiation places is drastically reduced. The ideal trap site for decreasing
the susceptibility to HE has a very large hydrogen desorption activation energy together with a small
activation energy for hydrogen to enter the trap site [14].

Hydrogen diffusion through a metal is one of the main factors that determines the HE behavior.
Therefore, permeation experiments have been used to study hydrogen diffusion properties and the
corresponding HE phenomenon [15,16]. Although electrochemical charging changes the surface
conditions of the metallic specimen and the measured hydrogen diffusivity does perhaps not fully
reflect the actual diffusion taking place in the substrate, permeation tests can provide valuable
information concerning trapping sites, for instance when materials with different microstructural
features are compared. It should be noted that a comparative study is only valid when the materials
are tested in one set of experimental conditions as the apparent diffusion coefficient (Dapp) may depend
on the applied experimental parameters of the permeation test set-up.

Grain boundaries, dislocations, precipitates, and vacancies are among the microstructural features
which affect the hydrogen diffusivity. On the basis of their hydrogen desorption activation energy,
these traps are commonly classified as reversible or irreversible ones. Carbides like TiC and NbC are
examples of potential irreversible traps in contrast with dislocations and grain boundaries, which are
considered to be reversible ones [17–19]. It is generally known that all of these trapping sites
decrease the diffusion of hydrogen, as evaluated by the permeation technique [20,21]. Sakamoto and
Hanada [22] observed a decrease of the Dapp by tempering a martensitic stainless steel in the
tempering range of 300–550 ◦C. This decrease was correlated to the precipitation of Cr containing
carbides which were coherent with the ferritic matrix. As such, micro strains, i.e., dislocations,
were introduced acting predominantly as trapping sites for hydrogen and decreasing the hydrogen
diffusivity. When tempering at higher temperatures, coherency was lost and the diffusion rate through
the microstructure increased again.

Whether a certain trap is beneficial for the HE susceptibility depends on the trap release rate,
residual stresses in the metal matrix, and hydrogen concentration [23]. V4C3 carbides, for example,
contain an empty carbon site which may act as a hydrogen trap next to traps at the interface between the
matrix and precipitates. However, in the work of Depover et al. [24], their presence increased the HE
susceptibility. This observation was attributed to the higher hydrogen concentration, upon saturation
level, in the carbide containing material compared to the as-quenched condition where no V-based
carbides were present. Nevertheless, Nagao et al. [13] showed that a high density of nanosized
(Ti,Mo)C precipitates had the ability to trap hydrogen and as such improved the hydrogen resistance
of a high-strength tempered lath martensitic steel. Moreover, Spencer and Duquette [25] stated that
Mo2C is a beneficial hydrogen trap with respect to decreasing the HE susceptibility. Their findings
were confirmed by Depover and Verbeken [26].

The present work discusses the influence of W2C, Cr23C6, TiC, and V4C3, respectively,
together with other potential trapping features in the microstructure, on the permeation transient
and hydrogen diffusivity. Therefore, input was beneficially used from earlier extensive work on the
trapping ability of the different carbide containing materials via thermal desorption spectroscopy
(TDS) and hot extraction results [24,26–30]. The permeation transients were compared with those
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results to thoroughly evaluate the hydrogen diffusivity in the different materials. It is very relevant
to indicate the fact that the alloy processing as well as all experimental analyses were executed in an
identical and systematic way to allow a fair comparison of the different materials.

2. Experimental Procedure

2.1. Materials

Four laboratory Fe–C–X alloys with a stoichiometric amount of a ternary alloying element (=X)
were cast and processed. The chemical composition is given in Table 1. To avoid nitride formation,
Al was added. The different steel grades were produced in a Pfeiffer VSG100 (Pfeiffer, Asslar, Hessen,
Germany) vacuum melting and casting unit, operating under an argon gas atmosphere. After hot
rolling until 1.5 mm, an appropriate heat treatment was applied to obtain a quenched and tempered
(Q&T) microstructure into which carbides were introduced. At first, an austenitizing treatment at
1250 ◦C for 10 min was performed and was followed by brine water quenching. This procedure
was carried out to obtain a complete martensitic structure and to dissolve as much as possible of the
existing carbides from the materials processing. The Q&T state of all materials, except for the Cr-alloy,
was obtained by a tempering treatment of 1 h at 600 ◦C, followed by brine quenching. For the Fe–C–Cr
alloy, the tempering was carried out at 550 ◦C. These temperatures were chosen based on the most
outspoken secondary hardening effect due to carbide formation. The hardness profiles versus different
tempering temperatures illustrating this behavior can be found elsewhere [24,27,28,30]. Transmission
electron microscopy (TEM) (JEOL JEM-2200FS, JEOL, Tokyo, Japan) was carried out to characterize the
carbides in terms of their size, distribution, and morphology. Diffraction patterns were further taken to
identify the tempered induced precipitates, for which we refer to the corresponding works [24,27,28,30].
The carbides were identified as W2C, Cr23C6, TiC, and V4C3, respectively.

Table 1. Chemical composition of the different alloys in wt%.

Alloy Fe–C–X C X Other

Fe–C–W 0.277 8.700

200–300 ppm AlFe–C–Cr 0.184 2.200
Fe–C–Ti 0.313 1.340
Fe–C–V 0.286 1.670

2.2. Determination of the Hydrogen Diffusion Coefficient

To determine the diffusion coefficient, all alloys were subjected to a permeation test based on
the Devanathan and Stachurski technique [31]. A schematic representation of the set-up is given in
Figure 1. In both cell compartments, the electrolyte (0.1 M NaOH) was stirred using a nitrogen flow
and as such, the amount of dissolved oxygen was minimized. Throughout the experiment, the ambient
temperature was kept constant at 25 ◦C. The polished sample was polarized in a cathodic manner at
the left side of the set-up by applying a constant cathodic current density of 3 mA/cm2. In this way,
a hydrogen flux was produced by following reaction:

H2O + e− → OH− + Hads (1)

The subsequently absorbed hydrogen diffused through the sample to the anodic cell, illustrated
on the right hand side of Figure 1. There, the hydrogen was oxidized, producing an external
current recorded by a Versastat 3F potentiostat. In order to accomplish this oxidation reaction, i.e.,
the reversed reaction of Equation (1), the sample was anodically polarized by applying a constant
potential of −500 mV with respect to the reference electrode (Hg/Hg2SO4 + 650 mV vs. Standard
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Hydrogen Electrode). Dapp was calculated using the hydrogen oxidation current in combination with
following formula:

Dapp =
L2

7.7t
[m2 s−1] (2)

where Dapp is the apparent diffusion coefficient (m2/s), t the time (s) when the normalized steady-state
value has reached a value of 0.1 and L the specimen thickness (m), which was about 1 mm.
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Figure 1. Schematic representation of the permeation set-up where hydrogen is produced at the
cathodic side of the cell (left) and after diffusion through the working electrode (WE) is oxidized at
the anodic side of the cell (right). Reference electrode and counter electrode are labeled as RE and
CE, respectively.

2.3. Hot Extraction

Hot extraction experiments were performed to determine the diffusible hydrogen (Hdiff) content.
Hydrogen was introduced in the specimen by electrochemical pre-charging for one hour using a 0.5 M
H2SO4 electrolyte containing 1 g/L thiourea at a current density of 0.8 mA/cm2. During the charging
step, no internal damage was detected and no blisters appeared at the surface [32,33]. Subsequently,
the sample was rinsed and dried with water and ethanol, respectively, and was placed in a pre-heated
oven at 300 ◦C for 15 min. As such, the effusing hydrogen was measured by a thermal conductivity
detector [30].

2.4. Thermal Desorption Spectroscopy

Thermal desorption spectroscopy analysis was executed on all materials to characterize the
hydrogen trapping sites and their corresponding activation energies. Samples were charged with
hydrogen by electrochemical pre-charging for one hour using a 1 g/L thiourea in a 0.5 M H2SO4

electrolyte at a current density of 0.8 mA/cm2. Three different heating rates (200 ◦C/h, 600 ◦C/h,
and 1200 ◦C/h) were used. The desorption activation energy Ea of the hydrogen traps was calculated
by Equation (3) which is a simplification of the original Kissinger formula [34]:

d
(

ln φ

T2
max

)
d
(

1
Tmax

) = −Ea

R
(3)

where φ is the heating rate (K/min), Tmax (K) the TDS peak temperature, R (J·K−1·mol−1) the universal
gas constant, and Ea (J/mol) the detrapping activation energy for the hydrogen trap associated with
Tmax. The peak temperatures were determined by deconvolution of the TDS results and ln(φ/T2

max) vs.
(1/Tmax) was plotted in order to calculate the corresponding Ea.
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Although the hydrogen charging conditions for hot extraction and TDS experiments differ from
permeation tests, the resulting trends can be compared as the relative behavior of the different alloys
with respect to each other is of main importance. In permeation tests, where long charging times are
required, a sulphuric acid based electrolyte is too severe affecting the entrance side of the specimen in
a way that can lead to inaccurate measurements. In contrast with the hydrogen charging conditions
for hot extraction and TDS experiments, a higher amount of hydrogen could be obtained upon
saturation level when using an electrolyte having a higher activity. This higher H concentration allows
a straightforward analysis and subsequent evaluation of the available hydrogen trapping sites present
in the material.

3. Results and Discussion

Structures, sizes, and size distributions of the carbides present in the different alloys were
determined. The hydrogen diffusivity of the different materials was measured by the permeation
technique and the permeation transient was analyzed. Hot extraction results were given to evaluate
the slope of the permeation curve. TDS spectra are shown, and in order to attain more information
concerning the overall trapping ability of the different carbides, permeation and TDS results
were compared.

3.1. Material Characterization

Tempered martensitic materials were studied in which precipitates were induced during
tempering. A martensitic matrix was observed for all different alloys. The four types of carbides were
W2C, Cr23C6, TiC, and V4C3 which are presented in Figure 2. Their corresponding size distribution
maps are shown in Figure 3. Particles with sizes less than 10 nm were observed in all alloys, except for
Fe–C–W, where the particles were between 20 and 50 nm. In Fe–C–Cr, a broad variety of carbides
with sizes ranging from 0 to 200 nm were identified. Alongside large (>100 nm) incoherent carbides
remaining from the material processing and undissolved during austenitizing, Fe–C–Ti also showed
tempered induced carbides having a maximum size of 30 nm. Finally, Fe–C–V only contained
nanosized carbides smaller than 20 nm.
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3.2. Determination of the Hydrogen Diffusion Coefficient

The permeation test results are represented in Figure 4. The normalized current is plotted vs.
time/L2 in order to eliminate the dependence of experimental data on the maximum current and minor
variations in sample thickness. Apparent diffusion coefficients are given in Table 2. The hydrogen
diffusion slowed down in following order: Fe–C–W, Fe–C–Cr, Fe–C–Ti, Fe–C–V. A delay in the
permeation curve was caused by a higher trap density, which could be associated with a higher
hydrogen break through time [35]. As such, Figure 4 indicates that the W containing alloy contained
the lowest trap density, whereas the V containing alloy showed the highest. As mentioned in the
introduction, two different kinds of trapping sites may be present in the material: reversible and/or
irreversible ones. Microstructural defects such as dislocations, grain boundaries, and vacancies in the
Fe-matrix are examples of reversible trapping sites. At those sites, the residence time of hydrogen at
room temperature is relatively low. Reversible traps, also called weak traps, are characterized by their
low activation energies (Ea) with hydrogen. In this research, the Ea boundary between reversible and
irreversible sites was selected to be 60 kJ/mol, based on the work of Dadfarnia et al. [36] and Depover
and Verbeken [30]. Strong trapping sites, with higher activation desorption energies, are quickly
saturated when hydrogen enters the material as hydrogen is attracted to regions having a large
chemical potential well. This was confirmed by Dadfarnia et al. [36], who showed that diffusible
hydrogen is consumed from the matrix to saturate the strongest traps first before it is available to fill
up the weak traps and before it continues to diffuse to other locations. Hence, it is believed that the
overall trap density shifts the permeation curve by increasing the delay of the curve, i.e., the hydrogen
breakthrough time. In addition, the presence of strong traps will have a higher impact on the decrease
in hydrogen diffusivity compared to the reversible ones [37].

Alongside the delay of the permeation curve, the slope is influenced by the material’s trapping
sites. It is clear from Figure 4 that the slope of Fe–C–W and Fe–C–Cr is much steeper compared to
the other two alloys. In other words, from hydrogen breakthrough, it takes less time to reach the
steady state value. Several authors claim this is due to a lower hydrogen trap density [35,36,38–41].
As mentioned in the previous paragraph, strong traps will be saturated quickly once hydrogen enters
the material and in combination with a very low hydrogen release rate at room temperature, they will
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not necessarily affect the shape of the permeation transient [42]. Reversible trapping sites are thus
considered to be the main features affecting the slope of the curve. The time, from hydrogen break
through, needed to reach the normalized or experimental steady state value increases in the following
order: Fe–C–W, Fe–C–Cr, Fe–C–Ti, Fe–C–V. Therefore, the Fe–C–V alloy is assumed to contain the
highest reversible trap density. This statement will be evaluated in the next section on the interaction
between hydrogen and the materials, as evaluated by hot extraction and TDS, to assess the influence
of the tempered induced carbides on the obtained Dapp.
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Table 2. Hydrogen diffusion coefficients of the different materials.

Alloy Dapp [m2/s]

Fe–C–W 7.21 × 10−11

Fe–C–Cr 5.78 × 10−11

Fe–C–Ti 3.02 × 10−12

Fe–C–V 1.16 × 10−12

3.3. Evaluation of the Hydrogen Trapping Ability

The diffusible hydrogen (Hdiff) amount measured by the hot extraction technique represents
mainly reversibly trapped hydrogen. Figure 5 presents this amount of diffusible hydrogen plotted
together with the time between the breakthrough time and the moment the steady state condition
is reached. This time makes it possible to evaluate the slope of the permeation transient. The Hdiff
amount increases in the alloys as follows: Fe–C–W, Fe–C–Cr, Fe–C–Ti, Fe–C–V and a good correlation
was observed with the transient slope. This confirms the high influence of weak traps on the slope of
the permeation transient.

To determine the trapping characteristics of the tempered induced carbides, TDS analysis was
performed for the different alloys. The TDS spectra together with their deconvoluted peaks are shown
in Figure 6. Every peak corresponds with a specific activation energy and can be attributed to different
trapping sites in the material matrix. These energies are also incorporated in Figure 6. The first peak of
all spectra can be correlated to dislocations or martensitic lath boundaries, as both show similar value
of Ea. Nevertheless, based on the work of Pérez Escobar et al. [43], the first peak may be attributed to
hydrogen trapped solely at the martensitic lath boundaries. The author demonstrated that hydrogen
trapped by dislocations in pure iron was released from the sample during the 1 h needed to obtain
the required vacuum before the start of the TDS measurement. However, the diffusion of hydrogen
in pure iron is much faster compared to the quenched and tempered structure investigated in this
work. It may thus be possible that there is still some hydrogen remaining at the dislocation trapping
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sites. Therefore, Depover and Verbeken [44] further evaluated this hypothesis by increasing the
dislocation density in alloys having a martensitic structure. The higher dislocation density could not be
detected by the TDS equipment which needed 1 h to attain the required vacuum, while an increase of
hydrogen was observed by hot/melt extraction, which was carried out only one minute after charging.
Hence, the first peak of the TDS spectra was attributed to the martensitic lath boundaries, whereas the
hydrogen trapped at dislocations was already released before the start of the TDS measurement.
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The Fe–C–W alloy only showed one peak, attributed to the martensitic lath boundaries,
as described in previous paragraph. The W2C precipitates, formed during the tempering process,
were not able to trap hydrogen and permeation test results confirm the relatively higher diffusivity of
this alloy compared to the other alloys. In addition to the first peak, two extra peaks were observed
in the deconvoluted TDS spectrum of Fe–C–Cr. Both peaks were due to the present Cr-carbides [28].
The second peak of about 50 kJ/mol was attributed to hydrogen trapped at precipitates having a size
between 50 and 100 nm, which were also present before the temper treatment. The third peak was
attributed to the tempered induced particles smaller than 50 nm. This was confirmed by modifying
the carbide size distribution by extra tempering treatments and evaluation of the corresponding
TDS spectra [28]. All trapping sites related to the Cr-carbides were assumed to be reversible as the
desorption activation energy was lower than 60 kJ/mol. Particles larger than 100 nm were no longer
able to trap hydrogen and were therefore believed not to influence the hydrogen permeation results
significantly. Compared to the Fe–C–W alloy, the tempered induced Cr23C6 particles were able to
trap hydrogen, but only causing a small decrease in diffusivity (Figure 4). In addition, the hydrogen
amount released during the TDS measurement is calculated from the experimental TDS curve and is
given in Figure 6. This, together with hot extraction results (Figure 5), showed clearly that the Fe–C–Cr
alloy had a higher trapping ability, but only hindering the hydrogen diffusion through the material to
a minimal degree when compared with Fe–C–W.

Besides the effect of hydrogen trapping by the carbides, the matrix in which they were embedded
may also affect hydrogen diffusion. As such, the rather small difference in diffusivity between the two
alloys may be ascribed to differences related to the martensitic matrix. When comparing both alloys,
the Cr-based one has a lower carbon and Cr content (Table 1) leading to a less distorted martensitic
matrix. In addition, since Cr carbides dissolve fast, they could not pin the grain boundaries during
austenitization [44]. Therefore, a larger prior austenite grain size and thus increased block and packet
size in the martensitic matrix was obtained for Fe–C–Cr compared to Fe–C–W. This implied a lower
density of high angle grain boundaries in Fe–C–Cr [45,46] which compensated for the retarding
effect of the Cr carbides on the hydrogen diffusivity. As such, quite similar permeation transients
for these two alloys were observed. Permeation experiments were also performed on both alloys in
their as-quenched state [27,28]. The corresponding diffusion coefficients of 5.11 × 10−11 m2/s and
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1.71 × 10−10 m2/s for Fe–C–W and Fe–C–Cr, respectively, demonstrated a lower diffusion for Fe–C–W
as a result of its more distorted martensitic structure. In conclusion, the different characteristics of the
martensitic structure accounts for the small observed difference in diffusivity when comparing both
materials in their Q&T state.
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Alongside the small carbides, precipitates larger than 100 nm were also observed in the Fe–C–Cr
alloy. However, these were demonstrated not to be able to trap hydrogen [28]. Nevertheless, they can
be seen as diffusion obstacles surrounded by a very high potential barrier. When these obstacles would
occupy a volume inaccessible to hydrogen, they are able to lower the hydrogen solubility and diffusivity
of the material. Leblond and Dubois [47] proposed an equation where the lowering of diffusion due
to the presence of obstacles is incorporated. They stated that the influence of these obstacles should
be negligible, except in some special cases where there is a localized high obstacle concentration.
However, in the present material, the concentration of these large particles is rather limited. Hence,
it is believed that the low amount of large Cr-carbides will not affect the diffusion significantly.
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The TDS spectrum of the Fe–C–Ti alloy showed three additional peaks next to the one attributed
to the martensitic lath boundaries. As a result of the tempering treatment, a high amount of carbides
with a maximum size of 30 nm was introduced, which was assumed to be responsible for those three
additional peaks [30]. The second and third peak of the TDS spectrum represent reversible trapping
sites having an Ea of about 45–55 kJ/mol. On the basis of the work of Depover and Verbeken [30],
these trapping sites were related with hydrogen trapped at the interface between a coherent TiC and
the matrix. This was also demonstrated earlier by Wei et al. [48].

The fourth peak with a corresponding Ea of 60 kJ/mol was first associated with semi-coherent
carbides [48–50]. The irreversible nature of this trapping site was considered in the already published
work of Depover and Verbeken [30]. A sample charged with hydrogen was put in vacuum for 72 h.
In this time period, reversibly trapped hydrogen had the ability to effuse out of the sample before TDS
measurements were performed. The obtained spectra designated that the first three peaks attributed to
reversible trapping sites disappeared, while the fourth peak was still present, yet a small decrease was
observed. This indicated that the trapping sites, corresponding to an Ea of 60 kJ/mol, were indeed more
irreversible in nature compared to the trapping sites with lower energies. Recently, Drexler et al. [51]
accomplished a model-based interpretation of the very same Fe–C–Ti TDS spectrum using finite
element modeling. In their study, the fourth peak could be attributed to the carbon vacancies in the
TiC precipitates. In addition, the authors confirmed the aforementioned conclusions: i.e., the first peak
was associated to the martensitic lath boundaries, while the second and third peak were attributed to
the matrix/carbide interface.

Compared to the Fe–C–Cr alloy, an important decrease in diffusivity was observed for the Fe–C–Ti
alloy. This lower diffusivity is notable in Figure 4 by the pronounced delay in the permeation transient
of the Ti containing alloy. On the one hand, the increased delay could be related to a higher amount
of hydrogen traps. More small carbides were observed in the Fe–C–Ti alloy leading to an increased
surface to volume ratio. This resulted in a higher amount of available traps for hydrogen at the
matrix/carbide interface which is also reflected in a larger peak area for peak 2 and 3 in the Fe–C–Ti
TDS spectrum as compared to the Fe–C–Cr spectrum (Figure 6). On the other hand, in the Fe–C–Ti
alloy, traps with higher desorption activation energies were detected (Figure 6). As already stated,
traps with higher activation energies have a larger impact on the decrease in hydrogen diffusivity
compared to those with lower energies [37].

The TiC carbides larger than 100 nm, also present in the microstructure, were unable to trap
hydrogen. These were not fully dissolved during the austenitizing treatment due to the slow
dissolution process of Ti-based carbides. Hence, a large volume of carbides, which were not able to
trap hydrogen, were present in the Fe–C–Ti alloy. As mentioned previously, when obstacles occupy a
volume inaccessible to hydrogen, they will lower the hydrogen diffusivity of the material [47]. Whether,
in the Fe–C–Ti alloy, these large carbides significantly affect the diffusion cannot be established
conclusively. Their amount is larger than for the Fe–C–Cr case but not necessarily sufficient to
hinder diffusion.

Additionally, the Fe–C–V alloy showed three extra peaks, which could be attributed to the
tempered induced carbides. The small V4C3 particles were able to trap a significant amount of
hydrogen. Both the matrix/carbide interface and vacancies available in the V4C3 could act as trapping
site [52]. Those trapping sites were associated with the second and third peak of the TDS spectrum.
The fourth peak (62 kJ/mol) can be linked with carbides smaller than 5 nm. Performing the TDS
measurement after 72 h of hydrogen desorption time, hydrogen could still be detected in the second,
third, and fourth peak indicating the more irreversible nature of the trapping sites. Carbides larger
than 20 nm did not play a significant role in hydrogen trapping [24]. The lower diffusivity of the
V-containing alloy compared to the Ti-based material is explained by the higher amount of V-based
carbides due to the higher amount of C in solid solution after the quenching process. This higher C
content results from the faster and complete dissolution of the V carbides compared to the Ti-based
precipitates during the austenitization annealing treatment.
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The difference in hydrogen diffusivity or trapping ability between all alloys can also be explained
by the released hydrogen amount during the TDS measurement. The calculated hydrogen amounts are
given in Figure 6. The Fe–C–V alloy contained the highest amount of trapped hydrogen, followed by
the Fe–C–Ti, the Fe–C–Cr, and the Fe–C–W material. The measured hydrogen could be located at
martensitic lath boundaries, at the interface between carbide and matrix, at stress fields surrounding
the carbides, or in vacancies present in a carbide. All trapping sites, both reversible and irreversible,
lowered the hydrogen diffusivity. Consequently, an increased hydrogen amount measured with the
TDS equipment resulted in a higher hydrogen trapping ability of the material, as was reflected in the
obtained permeation transients (Figure 4).

4. Conclusions

This work correlates the microstructural characteristics with the permeation curves and hydrogen
diffusivity for four carbide containing quenched and tempered Fe–C–X alloys, with X = W, Cr, Ti, or V.
The delay of the permeation transient was associated with the overall trap density, while the slope of
the transient was related to the amount of reversible trapping sites. The highest trapping ability was
observed for the V-based alloy followed in decreasing order by the Fe–C–Ti, Fe–C–Cr, and the Fe–C–W
material. All carbides, except for the W-based ones, had the ability to lower the hydrogen diffusion in
the material. Alongside the carbide amount and size, the martensitic matrix characteristics and Ea of
the trapping sites played a crucial role in the hydrogen diffusivity of the material.
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