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First-principles study of He trapping in η-Fe2C∗
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The distribution of He in η-Fe2C has been studied by first-principles calculations. The formation energies of intersti-
tial He and substitutional He (replacing Fe) are 3.76 eV and 3.49 eV, respectively, which are remarkably smaller than those
in bcc Fe, indicating that He is more soluble in η-Fe2C than in bcc Fe. The binding potencies of both a substitutional-
interstitial He pair (1.28 eV) and a substitutional-substitutional He pair (0.76 eV) are significantly weaker than those in bcc
Fe. The binding energy between the two He atoms in an interstitial–interstitial He pair (0.31 eV) is the same as that in bcc
Fe, but the diffusion barrier of interstitial He (0.35 eV) is much larger than that in bcc Fe, suggesting that it is more difficult
for the interstitial He atom to agglomerate in η-Fe2C than in bcc Fe. Thus, self-trapping of He in η-Fe2C is less powerful
than that in bcc Fe. As a consequence, small and dense η-Fe2C particles in ferritic steels might serve as scattered trapping
centers for He, slow down He bubble growth at the initial stage, and make the steel more swelling resistant.
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1. Introduction

Reduced-activation ferritic/martensitic (RAFM) steels
are one of the most important candidates for the first-wall
structural materials in fusion reactors,[1] partly due to their low
swelling rates.[2] However, in a fusion reactor the energetic He
atoms enter the first-wall structural material, while at the same
time large amounts of He are produced from transmutation re-
actions. Due to the strong self-trapping,[3] and strong bind-
ing to vacancies,[4] hydrogen,[5] grain boundaries,[6–8] and
dislocations,[9] high concentration He will form He bubble
and induce void swelling.[10,11] Thus these steels still suffer
He-induced embrittlement.[12]

Great effort has been made to suppress He bubble for-
mation to improve the mechanical properties of the materi-
als, and some alloying additions appear to work this way. For
example, an experiment has demonstrated that the segregated
Cr at the He bubble surface in a Fe-9Cr% steel slows down
the Brownian motion of a small He bubble.[13] Hao et al.,
using first-principles density functional theory (DFT) calcu-
lations, revealed that the segregated Cr increases the charge
density at the bubble/Fe interface which prevents further He
atoms passing through, and thus slows down the growth of He
bubbles.[14] DFT calculations also demonstrated that Au[15]

and Ce[16] have a more pronounced effect than Cr. C is one of
the elementary chemical elements in ferritic steels, whose ef-
fect on the He migration and agglomeration in bcc Fe have also

been investigated.[17] It is found that C inhibits the formation
of higher order clusters composed of He and vacancies, i.e.,
HenVm, and thus increases the amount of He at substitutional
positions at room temperature.

Due to its low solubility in ferritic steels, the excess
carbon will precipitate in the form of carbides in quenched
steels.[18,19] In the very initial stage, the C atoms occupied the
octahedral sites in bcc Fe.[20] When the C content exceeds the
equilibrium solubility, the cementite, θ -Fe3C, is formed. A
further increase of the C content, the η-Fe2C and χ-Fe5C2 will
also appear. Recently, the structure and stabilization of the iron
carbides, especially, θ -Fe3C, η-Fe2C, and χ-Fe5C2, have been
investigated by first-principles studies.[21–26] Faraoun et al.[23]

using DFT calculation pointed out that the energy needed for
the formation of the χ-Fe5C2 is three times larger than that
to form η-Fe2C. Denisov et al. studied the influence of heat
treatment on the interaction between hydrogen and RUSFER-
EK-181 Russian ferritic–martensitic steel, using the method of
thermodesorption mass spectrometry, and they found that af-
ter soaking of martensitic steels at low-temperature tempering,
clusters of carbon atoms are observed and metastable carbides
(Fe2C) appear.[27] Despite this, η-Fe2C is not stable at any
temperature and has been scarcely investigated experimen-
tally in the modified martensitic steel.[28] However, previous
investigations have showed that it may be stabilized by im-
purity elements[22,29] and may be produced by the irradiation
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in extreme conditions in connection with realization of inter-
national projects ITER.[30] Furthermore, Mazumder et al.[31]

examined He implantation of an F82H tempered martensitic
steel at different temperatures, and suggested that the carbide
precipitates prevent He bubbles formation by trapping the dif-
fusing He at low temperature. Our previous studies have de-
clared that θ -Fe3C in ferritic steels might mitigate He bubble
growth[32] just as dispersed oxide particles[33,34] and smaller
grains do.[35] Thus, η-Fe2C is one of the most frequently
observed carbide-precipitate phases, its effect on He bubble
growth in bcc iron is in urgent need to understand. Due to the
lattice mismatch at the interface leaves abundant free volumes
(low electron density region) which are strong traps for He,
the carbide/Fe interface will be as crucial as, if not more than,
the inside of the carbide particles. As a first step to tackle the
η-Fe2C effect on He accumulation, in this work, we focus on
the properties of He inside the grain of a η-Fe2C particle in
micro-meter scale, which can be well represented by a bulk
system. Our calculations demonstrate that He is more soluble
in η-Fe2C than in bcc Fe and the He self-trapping in η-Fe2C
is less powerful than that in bcc Fe, indicating that η-Fe2C
particles in ferritic steels will trap more He atoms and might
slow down He bubble growth at the initial stage, which may
make the steel more swelling resistant.

2. Computational details
2.1. Electronic structure calculations

Our spin-polarized first-principles calculations were
performed by the Vienna ab initio simulation package
(VASP).[36–38] The electron–ion interaction was described us-
ing the projector augmented wave (PAW) method.[39,40] The
electron exchange and correlation were treated within the gen-
eralized gradient approximation (GGA), using the Perdew
Burke Ernzerhof (PBE) functional.[41] The cutoff energy for
the plane wave basis set was taken as 400 eV. The stopping
criterion for ionic relaxations was convergence of the total en-
ergy to within 10−4 eV.

2.2. Model system and properties calculated

In the primitive cell of η-Fe2C, there are four Fe4g and
two C2a atoms. The optimized lattice parameters are a =

4.71 Å, b = 4.28 Å, and c = 2.82 Å, which are consistent with
the experimental results.[42] The calculated magnetic moments
on Fe and C atoms are 1.66µB and −0.14µB, respectively,
which is in agreement with the previous previous theoretical
values.[23]

A 2×2×3 supercell with the fixed cell axes based on the
optimized lattice parameter was used to trap the He atom. The
sketch map for He at different interstitial sites is shown in

Fig. 1. The Brillouin-zone integration was performed within
Monkhorst–Pack scheme[43] using a uniform (3×3×3) mesh.
The volume and shape of the system with the He atom were
fixed but all the internal freedoms were fully relaxed. The
formation energy of He at an interstitial site is defined as the
energy needed to put it into that position from the free gas state
as

Eint = E(He/carbide)−E(carbide)−E(He), (1)

where E(He/carbide) and E(carbide) are the total energies of
the η-Fe2C systems with and without a He atom at the inter-
stitial site, respectively, and E(He) is the energy of a He atom
in gas. Since the interaction of He in free gas is negligibly
small, we here take E(He) as zero. The formation energy of a
He atom substituting a Fe or C atom is

Esub = E(He/carbidevac)−E(carbide)+E(atom), (2)

where E(He/carbidevac) is the total energy of the supercell
with a He atom at a Fe or a C vacancy, E(atom) is the energy of
a Fe atom in the bulk Fe or the energy of a C atom embedded in
the 4×4×4 bulk Fe. The calculated Fe or C vacancy formation
energy follows: Evac =E(carbidevac)−E(carbide)+E(atom),
in which E(carbidevac) is the total energy of the supercell with
a Fe or a C vacancy.
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Fig. 1. (color online) The sketch map for He at different interstitial sites
in η-Fe2C. Green and red spheres represent the Fe and C atoms, respec-
tively. The blue spheres denote different interstitial sites. Here, T1, T2,
and T3 represent the tetrahedral interstices and O1 and O2 represent the
octahedral interstices. The Fe atoms are distinguished by A, B, C, D, E,
F, G, H, I, J, K, and L. The primitive cell of η-Fe2C is enclosed by the
black lines.

The binding energies between the two He atoms in
an interstitial–interstitial (int–int) He pair, a substitutional–
substitutional (sub–sub) He pair and a substitutional-
interstitial (sub–int) He pair are defined as

Eint−int = Eint−{E(He2/carbide)

−E(He/carbide)}, (3)

Esub−sub = Esub−{E(He2/carbidevac2)
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−E(He/carbidevac)}, (4)

Esub−int = Eint−{E(He2/carbidevac)

−E(He/carbidevac)}, (5)

where E(He2/carbide) and E(He2/carbidevac2) are the total en-
ergies of the systems with two interstitial He atoms and two
substitutional He atoms, respectively, and E(He2/carbidevac)

is the total energy of the system with one interstitial He atom
and one substitutional He atom. According to the definitions
above, the binding energy of a He pair is the lowering of the to-
tal energy of the whole system when two He atoms are brought
near from afar. We should note that positive formation en-
ergies correspond to endothermic processes for the He atom
inserted at the interstitial or substitutional site, while positive
binding energy of a He pair represents the attraction between
the two He atoms.

In order to make a comparison, a 4×4×4 supercell of the
bcc Fe was used to calculate the formation energy of the in-
terstitial and substitutional He atoms, as well as the binding
energy of a He pair.

3. Results and discussion
Due to its closed 1s shell, He can only interact repul-

sively with other elements under compression, thus He almost
always prefers larger free volume, i.e., low electron density
space. In the unit cell of η-Fe2C, two octahedral (O1 and O2)
and three tetrahedral interstices (T1, T2, and T3) have been
investigated (Fig. 1). The O1 site is embraced by six Fe atoms
“A”, “B”, “C”, “D”, “E”, and “F” and the O2 site is also em-
braced by six Fe atoms “D”, “H”, “I”, “J”, “K”, and “L”. The
two octahedral interstices have the same volume (9.5 Å3), 26%
larger than that in bcc Fe. The T1 and T2 sites are inside the
O1 and O2 octahedrons, respectively, while the T3 site is sur-
rounded by four Fe atoms “D”, “E”, “F”, and “G”.

The formation energies of the He atoms at different in-
terstices were calculated according to Eq. (1) and listed in Ta-
ble 1. Interstitial He at T1 and T2 sites are not stable, and
they both slide to the neighboring octahedral interstices after
full optimization. The formation energy of the He atom at T3
site is 4.22 eV. Although the two octahedral interstices have
the same volume, the formation energies of the He atoms at
the two sites are very different. The octahedral interstice O2
is the most favorable site for He with the formation energy of
3.76 eV, while the structure with the He atom at O1 site has a
much larger formation energy of 4.25 eV. In order to find the
underlying reason for the discrepancy, we provided the initial
and optimized structures with He at O1 and O2 sites and the
charge densities of the octahedral planes in Fig. 2. The rele-
vant structural parameters are given in Table 2. From Table 2

and Fig. 2, we can see that, for the initial structure of He at
O1 site, the distances between the He atom and its surround-
ing Fe atoms are between 1.91 Å and 1.95 Å, while for the
optimized structure, the corresponding distances are increased
to 2.09 Å and 2.18 Å, respectively. For He at O2 site, the dis-
tances of He–D and He–J are increased to 1.78 Å from 1.29 Å,
and the other four bond lengths are increased to 2.53 Å from
2.40 Å. The volume of the optimized O1 interstice with He
is 12.7 Å3, while that of O2 is 14.4 Å3. Thus, much larger
volume change for O2 interstice (4.9 Å3) than O1 interstice
(3.2 Å3) may be responsible for the lower formation energy of
He at O2 than at O1 site. Due to the great difference between
the bond lengths of He and its surrounding Fe atoms in inter-
stice O2, we provided the charge densities of two octahedral
planes in Figs. 2(f) and 2(g). The charge density of the plane
composed by Fe atoms “A”, “C”, “D”, and “F” in O1 is shown
in Fig. 2(e). It is found that the charge densities near the He
atom at O2 site are much lower than those at O1 site, which is
in accordance with the smaller formation energy for He at O2
than O1 site.

Table 1. The formation energies (in eV) of He at interstitial and substi-
tutional sites in η-Fe2C, as well as the formation energies of He at the
tetrahedral interstice (T) and the substitutional site (Fe) in bcc Fe. For
an explanation of He positions in η-Fe2C, please see Fig. 1.

Interstitial He at Substitutional He for
bcc Fe η-Fe2C bcc Fe η-Fe2C

T O1 O2 T3 Fe Fe C
4.61 4.25 3.76 4.22 4.38 3.49 5.09

We have also calculated the spin magnetic moments of
the systems with He at O1 or O2 sites, as shown in Table 2.
The induced magnetic moments on the He atoms are less than
0.03µB, and the magnetic moments on the C atoms have no
change compared with the pure η-Fe2C. By contrast, because
He behaves as a bonding insulator leading to the d-orbital hy-
bridization reduction of its neighboring Fe atoms from one an-
other, all the spin magnetic moments on Fe atoms surrounding
the He atom are increased.[32,44]

The formation energies for He substitution of a Fe and a
C atoms were calculated according to Eq. (2), and the corre-
sponding formation energies are 3.49 eV and 5.09 eV, respec-
tively. The He atom at the substitutional Fe site is 0.27 eV
more stable than that at the interstitial site and it is much
smaller than that in bcc Fe (4.38 eV). The formation energy of
substitutional He can be decomposed into two events, form-
ing a vacancy and trapping an interstitial He atom into a va-
cancy. The Fe and C vacancy formation energies are 1.80 eV
and 0.94 eV, respectively, and the attraction between an in-
terstitial He atom and the Fe vacancy is 2.07 eV, which is a
little smaller than that in bcc iron, 2.49 eV. Thus, the smaller
formation energy of substitutional He in η-Fe2C is due to the
smaller formation energies of Fe vacancy and interstitial He.
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Fig. 2. (color online) The local configurations for He at O1 site before (a) and after (b) optimization, and at O2 site before (c) and after (d)
optimization. Panel (e) is the calculated total valence charge densities for the octahedral planes of O1, and panels (f) and (g) are for O2. Lines
start from 0.01 e/a.u.3, and increase successively by a factor of 101/5.

Table 2. Spin magnetic moments (M) of Fe atoms neighboring the He atom implanted into η-Fe2C and their distances (dO1−X and dO2−X )
away from the He atom, which is located at interstitial site O1 or O2, before and after relaxation. For an explanation of lattice sites A–L, and
the interstitial sites O1 and O2, see Fig. 1.

Site X
dO1−X /Å M/µB Site X

dO2−X /Å M/µB

No He He@O1 He@O1 No He He@O2 He@O2
A 1.95 2.18 1.82 D 1.29 1.78 1.84
B 1.91 2.09 1.71 H 2.40 2.53 1.76
C 1.91 2.09 1.71 I 2.40 2.53 1.76
D 1.95 2.18 1.82 J 1.29 1.78 1.84
E 1.91 2.09 1.71 K 2.40 2.53 1.76
F 1.91 2.09 1.71 L 2.40 2.53 1.76

O2
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1.76 O2

D

1.59

D

J1.67

(a) (b) (c)

Fig. 3. (color online) The optimized structures of He pairs with two interstitial He atoms (a), one He atom at the substitutional site and
the other at the interstitial site (b) and two He atoms at the substitutional sites (c).

The formation of a He pair is the initial stage of He bub-

ble growth. Our objective in the present work is to elucidate

the accumulation of He at the very initial state, i.e., pairing of

He, and compare its easiness with that in the bcc Fe matrix.

The binding energies between the two He atoms of a He pair

can be considered as the reduction of the total energy when

the two favorable interstitial (or substitutional), as well as one

substitutional and one interstitial He atoms come nearby. The

calculated binding energies are listed in Table 3, according to

Eqs. (3)–(5). We have investigated four int–int, five sub–sub

and three sub–int He pairs. The most stable int–int He pair is

shown in Fig. 3(a). The two He atoms are at the neighboring

O2 sites with the binding energy of 0.31 eV, as large as that

in bcc Fe. The calculated diffusion barrier of interstitial He is

0.35 eV, much larger than that in bcc Fe (0.06 eV), indicating

that it is more difficult for two interstitial He atoms to form a

He pair in η-Fe2C than in bcc Fe. The most stable sub–sub

He pair is formed by two He atoms replacing two Fe atoms

“D” and “J” with a binding energy of 0.76 eV, which is much

smaller than that in bcc Fe (1.18 eV), shown in Fig. 3(c). The
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formation energies for the three investigated sub–int He pairs
are the same, 1.28 eV. All of them are much smaller than the
binding energy of the sub–int He pair in bcc Fe (1.86 eV). Fig-
ure 3(b) is the optimized structure of the sub–int He pair with
one He atom replacing Fe atom “D” and one He atom at O2

site. From Fig. 3, we can see that the distances between the
two He atoms in the int–int, sub–sub, and sub–int He pairs are
1.76 Å, 1.67 Å, and 1.59 Å, respectively, indicating stronger
binding corresponding to smaller distance between the two He
atoms in a He pair.

Table 3. The binding energies (in eV) of int–int, sub–int, and sub–sub He pairs in η-Fe2C. The values in the parentheses are the binding
energies of the most stable int–int, sub–int, and sub–sub He pairs in bcc Fe. For an explanation of He positions, please see Fig. 1.

Int-int Sub-int Sub-sub
He@ Eint−int He@ Esub−int He@ Esub−sub

O2 and O2 0.31(0.31) D and O2 1.28(1.86) D and B 0.03
O2 and O1 –0.07 D and O1 1.28 D and H 0.1
O2 and T2 –0.64 D and T3 1.28 D and J 0.76(1.18)
O2 and T3 –0.11 B and C –0.02

B and H –0.06

From the numerical results above, we know that the for-
mation energies of substitutional He are smaller than those of
the interstitial He in both η-Fe2C and bcc Fe. The occupation
probabilities of He at the interstitial and substitutional sites in
η-Fe2C and bcc Fe could be estimated by McLean’s equation
as

C =
Cbulk exp(−∆E/kBT )

1+Cbulk exp(−∆E/kBT )
,

where ∆E is the energy difference between the formation en-
ergies for He at the two compared sites, i.e., the formation
energy for He at the more stable site minus that of the less
stable site, Cbulk is the He concentration and kB is the Boltz-
mann’s constant. In fusion reactors, the production of He in
ferritic/martensitic steels due to the fusion neutrons amounts
to 200–500 appm (atomic parts per million) per year,[45] thus
we chose 200 appm and 500 appm as the He concentrations in
Fig. 4. Furthermore, due to that the Curie temperature of η-
Fe2C is around 653 K,[46] we chose 600 K as the high temper-
ature. From our calculations, we know that the energy differ-
ences between the formation energies of He at the interstitial
and substitutional sites are−0.27 eV and−0.23 eV in η-Fe2C
and in bcc Fe, respectively. From Fig. 4, we can see that He
mainly occupies the substitutional site at 300 K, and will oc-
cupy either the interstitial or the substitutional sites at 600 K
both in η-Fe2C and bcc Fe. The energy difference between
the formation energies of the interstitial He in η-Fe2C and bcc
Fe is −0.85 eV, and that of the substitutional He is −0.89 eV.
Thus, He mainly preferred to stay in η-Fe2C both at low and
high temperature, compared with bcc Fe.

From the calculations of the He pairs, we know that the
binding energies between the two He atoms of a sub–sub He
pair (0.76 eV) and a sub–int He pair (1.28 eV) are much
smaller than those in bcc Fe (1.18 eV and 1.86 eV). In order
to find the reason for this, we provided the charge densities of
He at the substitutional site, a sub–int He pair and a sub–sub

He pair in η-Fe2C in Fig. 5. From Fig. 5(a), we can see that
there is a high charge density area near He. This is because
in η-Fe2C, one C atom bonded with two Fe atoms and when
one Fe atom substituted by the He atom, one C–Fe bond broke,
which will create higher electron density area near the C atom.
This may explain why the attraction between an interstitial He
atom and the Fe vacancy in η-Fe2C (2.07 eV) is much smaller
(0.42 eV) than that in bcc Fe (2.49 eV). From Figs. 5(b) and
5(c), we can see that there are one and two C atoms near the
sub–int He pair and the sub–sub He pair, respectively, due to
one C–Fe bond and two C–Fe bonds breaking. Furthermore,
the charge densities for the transition state of He diffusion in
Fig. 5(d) shows that the densities of the area near the C–Fe
bonds are much higher than those of the other areas encircling
the inserted He atoms. Thus, we attribute the less powerful
self-trapping of He in η-Fe2C than in bcc Fe to the repulsive
interaction between He and C. Our results are in good agree-
ment with the previous research, in which, it is suggested that
C inhibits the formation of higher order clusters composed of
He and vacancies, i.e., HenVm, and thus increases the number
of He at substitutional positions at room temperature.[17]
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Fig. 4. (color online) The calculated occupation probability of He as
a function of the energy difference at different temperatures and bulk
concentrations based on the McLean’s equation.
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Fig. 5. (color online) The calculated total valence charge densities for (a) the (001) plane with He at the substitutional site, (b) the
plane with a sub–int He pair, (c) the plane with a sub–sub He pair and (d) the (001) plane of the transition state of He diffusion. Lines
start from 0.01e/a.u.3, and increase successively by a factor of 101/5.

4. Conclusions
In summary, we have systematically investigated the sta-

bility of He inside the η-Fe2C bulk by first-principles calcu-
lations based on the density functional theory. The formation
energies of the He atoms at the substitutional and interstitial
sites in η-Fe2C are 3.49 eV and 3.76 eV, respectively, which
is much smaller than those in bcc Fe. The binding energies
between two interstitial He atoms is as large as that in bcc Fe,
0.31 eV. However, the diffusion barrier of the interstitial He
is 0.35 eV, which is much larger than that in bcc Fe. Fur-
thermore, the binding potencies between two substitutional
He atoms and one substitutional and one interstitial He atoms
(0.76 eV and 1.28 eV) are much weaker than those in bcc Fe.
The larger solubility of a He atom and weaker binding potency
between two He atoms in η-Fe2C than in bcc Fe might may
make the small and dense η-Fe2C particles in ferritic steels
serve as scattered trapping centers for He and mitigate He bub-
ble growth at the initial stage. We hope that this study will
promote further experimental and theoretical efforts to design
more swelling resistant steels taking advantage of carbides.
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