
Citation: Fu, Z.-Z.; Pan, B.-C.

Electronically Temperature-

Dependent Interplay between He and

Trivacancy in Tungsten Plasma-Facing

Materials. Materials 2024, 17, 2182.

https://doi.org/10.3390/

ma17102182

Academic Editors: Alexander

N. Obraztsov and Norbert Robert

Radek

Received: 3 April 2024

Revised: 24 April 2024

Accepted: 3 May 2024

Published: 7 May 2024

Copyright: © 2024 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 (https://

creativecommons.org/licenses/by/

4.0/).

materials

Article

Electronically Temperature-Dependent Interplay between He
and Trivacancy in Tungsten Plasma-Facing Materials
Zhao-Zhong Fu 1 and Bi-Cai Pan 2,*

1 Key Laboratory of Strongly Coupled Quantum Matter Physics, Department of Physics, University of Science
and Technology of China, Hefei 230026, China; fuzhaozh@mail.ustc.edu.cn

2 Hefei National Laboratory for Physical Sciences at Microscale, University of Science and Technology of China,
Hefei 230026, China

* Correspondence: bcpan@ustc.edu.cn; Tel.: +86-0551-63607867

Abstract: Both microvoids and helium (He) impurities are widely present in tungsten (W) plasma-
facing materials (PFMs), where the interaction between microvoids and He atoms has led to the
intriguing development of microvoids. In this paper, we comprehensively investigated the interaction
between He atoms and trivacancy (V3), a fundamental microvoid in W-PFMs, at the level of tight-
binding theory. Our study showed that He atoms can catalyze the decomposition of the original V3
or facilitate its transformation into another V3 variant. We propose that a He atom near the V3 defect
induces significant changes in the distribution of d-electron charges within the W atoms lining the
inner wall of the V3 defect, making the W atom nearest to this He atom cationic and the other W atoms
anionic. The attractive interaction between them promotes the decomposition and deformation of
V3. As electronic excitation increases, the ionization of W atoms on the V3 wall gradually intensifies,
thereby enhancing the cationic characteristics of the W atoms closest to the He atom. This process
also prompts other W atoms to shift from anions to cations, leading to a transition in the electrostatic
interactions between them from attraction to repulsion. This transformation, driven by electronic
excitation, plays a significant inhibitory role in the decomposition and deformation of V3.

Keywords: trivacancy; He atom; W plasma-facing materials; electronic structures; tight-binding
potential model

1. Introduction

During the operation of a nuclear fusion reactor, high-energy neutrons and helium
(He) are produced, some of which collide with various components [1–3], such as W-PFMs
and tritium breeding blankets, creating defects [4,5]. Of various concerns, the interaction of
He with different irradiation defects in W-PFMs causes intriguing physical phenomena [6],
which has received much attention. Density functional theory (DFT) calculations have
shown that an individual He atom in perfect body-centered cubic (BCC) W prefers to
occupy tetrahedral interstitial sites (TISs) rather than octahedral interstitial sites (OISs) [7].
Once monovacancies exist in BCC W, a He atom is preferably trapped by a monovacancy
due to the lower charge density within the vacancy [8]. As the number of He atoms
increases, multiple He atoms are trapped by a single vacancy, promoting the nucleation and
growth of He bubbles [7]. In cases where these processes occur near the surface region of
the W-PFM, nanosized fuzzy structures may form on the surface [9–12]. Furthermore, the
scenario involving divacancy (V2) has also been investigated. Typically, DFT calculations
predicted three distinct configurations for divacancies, and their interactions with hydrogen
(H) or helium (He) atoms were assessed [13]. These efforts showed that the binding energy
of these three configurations shifts from negative to positive upon introducing a single H
atom within each of them, stabilizing these V2 structures. However, introducing a He atom
yields different outcomes: stabilizing two configurations while rendering the other one
less stable. Additionally, researchers have explored larger trivacancy (V3) defects within
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BCC W, where six stable configurations of V3 have been identified [14]. While V3 is a
prevalent microvoid in W-PFMs, understanding of the interaction between V3 and He
atoms in BCC-W remains limited. For example, the spatial extent to which V3 can capture
migrating He atoms is unknown, and the mechanism underlying the structural change in
the original V3 defect caused by He atoms at the quantum theory level is still unclear.

Moreover, considering the practical operating environment of W-PFMs within a Toko-
mak, the plasma inside the reactor reaches an ultrahigh temperature of approximately
109 K. This high-temperature plasma is actually a high-temperature black body that con-
tinuously emits a significant quantity of high-energy photons [15–17]. When high-energy
photons irradiate W-PFMs, they excite some of the electrons within the material, resulting
in W-PFMs entering an electronically excited state [17]. The physical behavior of materials
in such an electronically excited state can deviate significantly from that observed in the
electronic ground state [18,19]. To our knowledge, there is currently a lack of research on V3
defects and their interactions with He in electronically excited states. Undoubtedly, it is es-
sential to uncover the mechanisms behind the observed phenomena in these electronically
excited states.

Physically, changes in the microstructure of a system are accompanied by alterations
in electronic structures [20,21]. The DFT method provides insights into various physical
phenomena from the view of the electronic structure. For example, based on DFT calcula-
tions, some researchers have found that the density of states (DOS) at the Fermi level of
the He atom in the TIS is lower than that in the OIS, implying that the TIS is a more stable
occupation site relative to the OIS [22]. Similar phenomena have also been observed for
iron (Fe) [23,24]. Moreover, DFT calculations have revealed a degree of mutual attraction
between two interstitial He atoms in materials such as W and other transition metals,
leading to the formation of a He pair structure [25,26]. However, it is difficult for current
computational resources to support effective calculations of the interactions between com-
plex lattice defects (including microvoids and dislocations) and He atoms. Another widely
used theoretical computational method in the scientific community is empirical molecular
dynamics (MD). Although empirical MD simulations can handle large-scale lattice defects,
they fail to provide insights from an electronic structure perspective. Fortunately, we
have developed a tight-binding (TB) potential model for W–He interactions within the
framework of quantum theory. This model can handle W systems containing large-scale
lattice defects and provide electronic structures for in-depth understanding [27].

In this study, we conducted a thorough investigation into the interaction between He
and the most stable V3 configuration in both the electronic ground state and electronically
excited states, employing our developed W-He TB potential model [28]. Our TB calculations
reveal that the electric dipole interaction between W and He results in the W atom nearest
to the He atom on the inner wall of V3 becoming a cation, while the other W atoms on
the wall become anions. The attraction between the cation and the anions promotes either
the decomposition or conversion of the V3 defect. Furthermore, the high-energy photons
emitted from the high-temperature plasma core induce electronic excitation of the defective
W system, enhancing the cationic nature of the W atom nearest to the He atom on the V3
wall. Consequently, other W atoms on the V3 wall transition from anions to cations. This
transformation caused by electronic excitation plays, to some extent, an inhibitory role in
the decomposition and deformation of V3.

2. Computational Methods

In this paper, we utilized our developed W-He TB potential model, which has been
presented in detail in our previously published work [28], to calculate our systems of
interest. Here, we outline the basic spirit of our computational method as follows. In the
TB model, the total energy of a system is expressed as the sum of two components [28–30]:

Etot = Eband + Erep. (1)
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Here, Erep represents the energy associated with repulsion between atoms. Eband corre-
sponds to the band structure energy, which is expressed as:

Eband = 2 ∑m fmεm, (2)

where εm denotes the eigenvalue of the mth eigenstate and fm is the Fermi–Dirac distribution
function. The factor of 2 arises from two electrons with different spin states.

We assessed the reliability of our developed W-He tight-binding potential model [28].
To achieve this, we calculated the formation energies of a He atom occupying a tetrahedral
site (E f

TIS) and an octahedral site (E f
OIS) in a perfect 9 × 9 × 9 W cubic supercell in an

electronic ground state, which are summarized in Table 1. Clearly, our TB calculations
predict formation energies of 6.10 eV and 6.37 eV for He atoms at tetrahedral and octahedral
sites, respectively. Earlier DFT calculations suggested formation energies ranging from
6.16 eV to 6.32 eV for a He atom at a tetrahedral site and from 6.38 eV to 6.56 eV for
a He atom at an octahedral site [7,31–33]. In contrast, calculations based on different
classical potentials predict formation energies ranging from 5.67 eV to 6.22 eV for a He
atom at a tetrahedral site and from 5.87 eV to 6.39 eV for a He atom at an octahedral
site [34–37]. Therefore, the results from our TB calculations closely align with those from
DFT calculations for both tetrahedral and octahedral sites. Additionally, using the climbing
image nudged elastic band (CI-NEB) method, we examined the energy barrier for He
migration between neighboring tetrahedral sites at the TB level. The obtained migration
energy barrier of 0.052 eV is consistent with the 0.06 eV reported in DFT calculations [38].
These benchmarked calculations affirm the reliability of the W-He TB potential model we
employed for investigating W-He interactions in this paper.

Table 1. Formation energy of a He atom in a tetrahedral site (E f
TIS) or an octahedral site (E f

OIS).

Energy barrier of a He atom migrating between adjacent tetrahedral sites (Emig
TIS). The unit of energy

is eV.

Li a Chen b Justin c Bonny1 d Bonny2 d TB DFT

E f
TIS

6.21 6.22 6.16 5.67 5.79 6.10 6.32 e, 6.23 f,
6.16 g, 6.22 h

E f
OIS

6.39 6.34 6.31 5.87 6.03 6.37 6.56 e, 6.48 f,
6.38 g, 6.44 h

Emig
TIS

— — — — — 0.052 0.06 i

a Ref. [35]; b Ref. [34]; c Ref. [36]; d Ref. [37]; e Ref. [7]; f Ref. [31]; g Ref. [33]; h Ref. [32]; i Ref. [38].

In this paper, the electron excitation induced by high-energy photons from a high-
temperature plasma core within a fusion reactor is considered. Theoretically, intense
electronic excitation influences the Hermann–Feynman force acting on each ion within the
lattice [39]. Moreover, the relaxation time associated with photon-induced electron excita-
tion and interactions among excited electrons is on the order of femtoseconds (fs), consider-
ably shorter than the relaxation time (on the order of picoseconds (ps)) for electron–phonon
interactions. Consequently, the excited electrons reach their equilibrium state before the
entire system, including both electrons and the lattice, achieves thermal equilibrium. In an
equilibrium state of excited electrons, their distribution in the energetic landscape follows
the Fermi–Dirac distribution law [40].

fm =
1

exp
[

εm−εF
kBTe

]
+ 1

. (3)

Here, Te represents the electronic temperature, which serves as a measure of the elec-
tronic thermal equilibrium state, εF is the Fermi energy, and kB is the Boltzmann constant.
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When the system is in an electronically excited state, its free energy can be expressed
as [41]:

G = Etot − TeSe, (4)

where Se denotes the electron entropy addressed as:

Se = −2kB ∑m[ fm ln fm + (1 − fm) ln(1 − fm)]. (5)

3. Results and Discussion
3.1. Interaction of a Single He Atom with a Trivacancy Defect
3.1.1. The Spatial Range of the Effect of V3 on He

We constructed a 9 × 9 × 9 cubic supercell containing 1458 W atoms to simulate
a perfect W system. Within this supercell, we created a V3 defect marked with red in
Figure 1, which is the most stable configuration among the various V3 configurations. To
investigate the interaction between the V3 defect and a He atom, we positioned a He atom
at different tetrahedral sites within the supercell, which are denoted with orange dots
in Figure 1. These tetrahedral sites are arranged along three unequal directions, namely,
the

[
111

]
,
[
110

]
, and [110] directions, along which different distances between the He atom

and the V3 defect are considered. Then, we calculated the trapping energy of a He atom at
the different sites described in Figure 1 based on the following equation [42]:

Etrap
He@TriV = (EHe@TriV − ETriV)−

(
EHe@TIS − Eper f ectW

)
. (6)
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Figure 1. A microvoid consisting of three atomic vacancies (V3) is marked with red dots. The
tetrahedral sites at different distances from V3 in three unequal directions (namely, the

[
111

]
,
[
110

]
,

and [110] directions) are marked with orange dots. The W atoms are not shown.

Here, EHe@TriV represents the total energy of the system with a He atom located at
each site mentioned above, and ETriV represents the total energy of the system containing
V3 without He. EHe@TIS denotes the total energy of the system with a He atom located at
a tetrahedral site in the perfect W lattice, and Eper f ectW is the total energy of the perfect

W. The value of Etrap
He@TriV quantifies the degree of difficulty for a He atom positioned at a

tetrahedral site far from V3 to move to a tetrahedral site near V3. If the value of Etrap
He@TriV is

negative, the He atom prefers to stay at the tetrahedral site near V3.
Figure 2a illustrates the variation in the calculated trapping energy as a function of

the distance between the He atom and the V3 defect when the system is in the electronic
ground state. Clearly, when the He atom is distributed along the

[
111

]
,
[
110

]
, or [110] di-

rection, the trapping energies approach zero or become positive once the distance exceeds
approximately 8.20 Å, 7.98 Å, and 8.08 Å, respectively. Therefore, the radius of the region
around the V3 defect trapping the He atom is estimated to be approximately 8 Å.
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Figure 2. (a) In the electronic ground state, the variation in the trapping energy as a function
of the distance between the He atom and the V3 defect in three unequal directions (

[
111

]
,
[
110

]
,

and [110] directions). In different electronically excited states, the variation in trapping energy as
a function of the distance between the He atom and the V3 defect in the (b)

[
111

]
, (c)

[
110

]
, and

(d) [110] directions.

Furthermore, the interactions between the V3 defect and the He atom in the electron-
ically excited state were investigated. Here, three different electronically excited states
corresponding to electronic temperatures of 1000 K, 5000 K, and 10,000 K are considered.
As depicted in Figure 2b–d, when the electronic temperature increases, the region of the V3
defect trapping the He atom in each considered direction slightly expands. Moreover, the
trapping energy associated with the He atom located near the V3 defect strikingly increases.
This observation indicates that the attractive interaction of the V3 defect with the nearby
He atom weakens with increasing electronic excitation.

To gain deeper insights into the impact of electronic excitation on the ability of V3 to
trap He, we decomposed the trapping energy into three components: band structure energy,
repulsive energy, and the energy associated with electron entropy. These components
correlate with the electronic structure, atomic structure, and degree of electron disorder
distribution within the excited system [28,43]. As illustrated in Figure 3, in the specific
scenario where the He atom approaches the V3 defect, the sum of the band structure
energy and repulsive energy gradually decreases as the electronic temperature increases.
In contrast, the contribution from electron entropy shows a rapid increase. This increased
contribution from the electron entropy plays a crucial role in the increase in the V3 trapping
energy for He near the V3 defect. Conversely, when the He atom is located far from
the V3 defect, the sum of the band structure energy and repulsive energy, together with
that contributed from electron entropy, changes slightly when the electronic temperature
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varies from 0 K to 10,000 K. In these cases, the change in trapping energy arising from the
considered electronic excitation can be negligible.
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[
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nearest to or far from the V3 defect, the decomposition term of the trapping energy varies with the
electronic temperature.

3.1.2. Local Structural Features of the Trivacancy Defect Caused by the He Atom

Now, we carefully examine the local structure around the V3 defect for each case
mentioned above. Figure 4a,b shows the detailed structural features around the V3 defect
in the electronic ground state and different electronically excited states we considered. As
shown in Figure 4a, at different electronic temperatures, when a He atom is located at
the tetrahedral site nearest to the V3 defect and arranges along the

[
111

]
direction, the

nearest neighboring W atom on the V3 wall migrates into the vacant region of the V3
defect. This leads to the decomposition of the original V3 into a complex defect composed
of a monovacancy (V1) and a divacancy (V2). In this case, the He atom is finally trapped
by the produced V1. On the other hand, as depicted in Figure 4b, at different electronic
temperatures, when the He atom is located at the tetrahedral site nearest to the V3 defect
and arranges along the

[
110

]
direction, it pushes the nearest neighboring W atom on the

V3 wall toward the center of the V3 defect, causing structural deformation of the original
V3 defect.

Similar scenarios emerge when the He atom is located at other sites near V3. Therefore,
at different electronic temperatures, the introduction of a He atom near the V3 defect
can either catalyze the decomposition of the original V3 into a complex defect composed
of V1 and V2 or facilitate the spontaneous conversion of the original V3 into another
configuration.

Next, we investigated whether the decomposed or distorted V3 configurations at
different electronic temperatures could return to their original V3 configurations when
the introduced He atom was removed. To assess this, we removed the He atom from
the decomposed or converted V3 structures, followed by structural optimization for each
entire system at the corresponding electronic temperature. As illustrated in Figure 5a,b, the
structural characteristics of the decomposed and converted V3 configurations are preserved.
This observation indicates that the He-induced decomposed V3 structure and the converted
V3 structure are stable even without the presence of He in the electronic ground state and
different electronically excited states.
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converted V3 structure remained unchanged at all considered electronic temperatures.

Furthermore, we calculated the energy differences between the decomposed or dis-
torted V3 structures mentioned above and the original V3 defect structure in the electronic
ground state and different electronically excited states. As depicted in Figure 6, the calcu-
lated energy differences are all positive at different electronic temperatures, which implies
that the original V3 defect configuration is energetically more stable. Based on these anal-
yses, we believe that the He atom near the V3 defect acts as a catalyst to facilitate the
dissociation or distortion of the original V3 defect into metastable structures.
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3.1.3. Local Electronic Structure of the Trivacancy Defect Caused by the He Atom

To determine the nature underlying the decomposition and conversion of the original
V3 defect caused by the presence of He, we performed an in-depth analysis of the relevant
electronic structure of the system in its electronic ground state and various electronically ex-
cited states. Here, we calculated the d-electron charges of seventeen W atoms (labeled 1–17)
located on the V3 wall in the defective systems at different electronic temperatures. For
comparison, the d-electron charges of a W atom in a perfect tungsten system in its electronic
ground state are also computed as a baseline. Then, we determined the changes in the
d-electron charges of the seventeen W atoms relative to the baseline. If the change in the
d-electron charge of a W atom relative to the baseline is positive, it signifies an anionic
character; otherwise, it is cationic.

First, we discuss the scenario in the electronic ground state. As displayed in Figure 7a,
in the absence of the He atom, the change in the d-electron charge of the seventeen W
atoms on the V3 wall is positive, indicating anionic characteristics. However, as shown
in Figure 7b,c, when a He atom is located at a nearby tetrahedral site arranged along
the

[
111

]
or

[
110

]
direction, the changes in the d-electron charges of its nearest #2 or #3

W atoms on the V3 wall decrease to negative values, exhibiting cationic characteristics.
Nevertheless, the changes in the d-electron charges of other W atoms on the V3 wall remain
positive, showing anionic characteristics. Based on these calculations, we can infer that the
presence of the He atom induces some electron charge transfer among certain W atoms.
Consequently, electrostatic attractions occur between the #2 or #3 W cation and other W
anions on the V3 wall. This electrostatic attraction, in turn, facilitates the migration of the
#2 or #3 W atom into the vacant region of V3. Therefore, in the electronic ground state, the
change in the local electronic structure of V3 caused by the He atom, which is closest to the
V3 defect, promotes the decomposition of the original V3 or its conversion into another
configuration of V3.

Furthermore, we estimated the changes in the d-electron charges of the seventeen W
atoms on the V3 defect wall relative to the above baseline at different electronically excited
states. As shown in Figure 8a, when a He atom is located at the tetrahedral site arranged
along the

[
111

]
direction, with increasing electronic temperature, the change in the d-electron

charge of the #2 W atom remains negative and displays a downward trend. This trend
implies an increase in the cationic nature of the #2 W atom as the electronic temperature
increases. Interestingly, the change in the average d-electron charges of other W atoms on the
V3 defect wall transitions from positive to negative at an electronic temperature of 10,000 K.
This means that these W atoms exhibit anionic characteristics at electronic temperatures of 0 K
and 5000 K but transition to cationic characteristics when the electronic temperature is 10,000 K.
Accordingly, the electrostatic interaction between the #2 W atom and other W atoms on the
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V3 defect wall is attractive within the electronic temperature range of 0 K–5000 K. However,
it becomes repulsive at 10,000 K. A similar phenomenon is also observed when a He atom
is located at the tetrahedral site arranged along the

[
110

]
direction, as depicted in Figure 8b.

Therefore, the stronger the electronic excitation of the system, the stronger the ionization
characteristics of W atoms on the V3 wall. The electrostatic interactions between the W atom
on the V3 walls nearest to the He atom and other W atoms on the V3 wall gradually transition
from attraction to repulsion. The change in the electronic structure caused by electron excitation
can indeed hinder the W atom on the V3 wall closest to the He atom from entering the vacancy
region of V3. Therefore, electronic excitation plays an inhibitory role in the deformation or
dissociation of V3.
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3.2. Behavior of a Trivacancy Defect Trapping He Atoms

We sequentially introduced more He atoms into the V3 defect until the number of
He atoms inside the V3 defect reached eight. When each He atom was added, the atomic
structure of the entire system was sufficiently relaxed at each corresponding electronic
temperature. Upon careful examination of the resulting structures, we observed that
although eight He atoms are present inside the original V3 defect, the overall structural
shape of the original V3 remains almost the same.

Furthermore, we calculated the trapping energy of the He atoms as follows:

Etrap
Hen@TriV =

(
EHen@TriV − EHen−1@TriV

)
−

(
EHe@TIS − Eper f ectW

)
. (7)
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Figure 9a shows the trapping energy as a function of the number of He atoms in
the monovacancy or trivacancy state at the electronic ground state. The trapping energy
evidently increases as the number of trapped He atoms in either the V3 defect or the
monovacancy increases in the electronic ground state, where the computed trapping energy
of He within the V3 defect is significantly lower than that within a monovacancy. This
phenomenon indicates that V3 defects possess a greater capacity to trap He atoms than do
monovacancy defects. We further evaluated the trapping energy in electronically excited
states measured at different electronic temperatures of 1000 K, 5000 K, and 100,000 K. As
shown in Figure 9b, the trapping energy gradually increases with increasing electronic
temperature, except that the energy curve for 1000 K is almost the same as that for the
ground state (0 K). This observation indicates that the ability of V3 defects to trap He atoms
weakens with increasing electronic temperature.
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We also decompose the trapping energy into three components: band structure energy,
repulsion energy, and electron entropy [28,43]. As depicted in Figure 10, the sum of the
band structure energy and the repulsive energy slightly decreases with increasing electronic
temperature. In contrast, the energy associated with electron entropy increases rapidly.
This suggests that the predominant factor driving the increase in trapping energy is the
enhanced electron disorder distribution resulting from electronic excitation.
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4. Conclusions

In this paper, we propose that the radius of the region around the V3 defect trapping
the He atom is approximately 8 Å. Furthermore, we offer a comprehensive understanding
of the physical mechanism underlying He-induced decomposition and the conversion of
the original V3 by analyzing the electronic structures. We found that the presence of a
He atom near the V3 defect along the

[
111

]
or

[
110

]
direction induces significant changes

from −0.135 e to +0.025 e or from −0.135 e to +0.075 e for the W atom closest to the He.
Moreover, the other W atoms on the V3 wall transition to anions. This cationic W atom
interacts with other W anions on the inner wall of V3, promoting V3 decomposition or
conversion in its structure. Moreover, the increase in electronic excitation enhances the
cationic characteristics of the W atom closest to the He atom and prompts other W atoms
on the V3 wall to change from anions to cations. Consequently, this transition alters the
electrostatic interaction from attraction to repulsion between them, which hinders the W
atom on the V3 wall nearest to the He atom from entering the vacant region within V3.
Therefore, electronic excitation plays a certain inhibitory role in the decomposition and
deformation of V3.

We emphasize that during the working period of a nuclear fusion reactor, as neutron-
induced damage accumulates in W, more He atoms become trapped by vacancies. Simul-
taneously, the formation of neutron-induced defects enhances the retention of He and
enlarges the size of the He nanobubbles. The interaction radius between He and a vacancy
defect in W is a fundamental factor underlying these phenomena. Furthermore, under-
standing the evolution of the microstructure induced by He atoms at different electronic
excited states provides profound insights into the performance of W-PFMs in nuclear
fusion reactors.

Author Contributions: Conceptualization, Z.-Z.F. and B.-C.P.; methodology, Z.-Z.F. and B.-C.P.; soft-
ware, Z.-Z.F. and B.-C.P.; validation, Z.-Z.F. and B.-C.P.; formal analysis, Z.-Z.F.; investigation, Z.-Z.F.;
resources, B.-C.P.; data curation, Z.-Z.F.; writing—original draft preparation, Z.-Z.F.; writing—review
and editing, Z.-Z.F. and B.-C.P.; visualization, Z.-Z.F.; supervision, B.-C.P.; project administration,
B.-C.P.; funding acquisition, B.-C.P. All authors have read and agreed to the published version of
the manuscript.

Funding: This work is financially supported by the Collaborative Innovation Program of Hefei
Science Center of CAS (No. 2022HSC-CIP007).

Institutional Review Board Statement: Not applicable.

Informed Consent Statement: Not applicable.

Data Availability Statement: The raw data supporting the conclusions of this article will be made
available by the authors upon request.

Acknowledgments: The computational centers of the USTC and Hefei Advanced Computing Center
are acknowledged for their computational support.

Conflicts of Interest: The authors declare no competing interests.

References
1. Hernández, F.A.; Pereslavtsev, P. First principles review of options for tritium breeder and neutron multiplier materials for

breeding blankets in fusion reactors. Fusion Eng. Des. 2018, 137, 243–256. [CrossRef]
2. Abdou, M.; Morley, N.B.; Smolentsev, S.; Ying, A.; Malang, S.; Rowcliffe, A.; Ulrickson, M. Blanket/first wall challenges and

required R&D on the pathway to DEMO. Fusion Eng. Des. 2015, 100, 2–43.
3. Federici, G.; Boccaccini, L.; Cismondi, F.; Gasparotto, M.; Poitevin, Y.; Ricapito, I. An overview of the EU breeding blanket design

strategy as an integral part of the DEMO design effort. Fusion Eng. Des. 2019, 141, 30–42. [CrossRef]
4. Maya, P.N.; Sharma, P.; Satyaprasad, A.; Mukherjee, S.; Tyagi, A.K.; Vala, S.S.; Subhash, P.V.; Attri, A.; Kulriya, P.; Bajpai, P.K.; et al.

Evaluation of tungsten as divertor plasma-facing material: Results from ion irradiation experiments and computer simulations.
Nucl. Fusion 2019, 59, 076034. [CrossRef]

5. Yang, L.; Wirth, B.D. Energetics of silicon in the bulk and near surfaces of tungsten: A first-principles study. Nucl. Fusion 2023, 63,
126004. [CrossRef]

https://doi.org/10.1016/j.fusengdes.2018.09.014
https://doi.org/10.1016/j.fusengdes.2019.01.141
https://doi.org/10.1088/1741-4326/ab1727
https://doi.org/10.1088/1741-4326/acf4a9


Materials 2024, 17, 2182 12 of 13

6. Demir, E.; Mirzayev, M.N.; Popov, E.P.; Horodek, P.; Genov, I.G.; Siemek, K.; Mirzayeva, D.M.; Turchenko, V.A.; Bulavin, M.;
Beskrovnyi, A.I.; et al. Effects of high-energetic He-3(+) ion irradiation on tungsten-based composites. Vacuum 2020, 184, 109934.
[CrossRef]

7. Song, C.; Hou, J.; Kong, X.S.; Chen, L.; Wang, S.K.; Liu, C. Structures and energetics of multiple helium atoms in a tungsten
monovacancy. J. Nucl. Mater. 2022, 561, 153577. [CrossRef]

8. You, Y.W.; Kong, X.S.; Wu, X.B.; Liu, C.S.; Chen, J.L.; Luo, G.N. Bubble growth from clustered hydrogen and helium atoms in
tungsten under a fusion environment. Nucl. Fusion 2017, 57, 016006. [CrossRef]

9. Patino, M.I.; Nishijima, D.; Tokitani, M.; Nagata, D.; Yu, J.H.; Doerner, R.P. Material migration in W and Mo during bubble growth
and fuzz formation. Nucl. Fusion 2021, 61, 076001. [CrossRef]

10. Fan, C.C.; Katoh, Y.; Hu, X.X. Impact of helium irradiation on the crystallographic orientation change in single-crystalline tungsten
*. Nucl. Fusion 2021, 61, 076011. [CrossRef]

11. Xu, H.; He, L.L.; Pei, Y.F.; Jiang, C.Z.; Li, W.Q.; Xiao, X.H. Recent progress of radiation response in nanostructured tungsten for
nuclear application. Tungsten 2021, 3, 20–37. [CrossRef]

12. Qiao, L.; He, R.; Zhang, X.X.; Zhang, H.; Wang, P. Helium retention depth profile in plasma-facing materials measured by
glow-discharge optical emission spectroscopy. Spectrochim. Acta Part B-At. Spectrosc. 2021, 182, 106257. [CrossRef]

13. Samolyuk, G.D.; Osetsky, Y.N.; Stoller, R.E. Properties of Vacancy Complexes with Hydrogen and Helium Atoms in Tungsten
from First Principles. Fusion Sci. Technol. 2017, 71, 52–59. [CrossRef]

14. Hofmann, F.; Nguyen-Manh, D.; Gilbert, M.R.; Beck, C.E.; Eliason, J.K.; Maznev, A.A.; Liu, W.; Armstrong, D.E.J.; Nelson, K.A.;
Dudarev, S.L. Lattice swelling and modulus change in a helium-implanted tungsten alloy: X-ray micro-diffraction, surface
acoustic wave measurements, and multiscale modelling. Acta Mater. 2015, 89, 352–363. [CrossRef]

15. Akzhigitov, D.; Srymbetov, T.; Golman, B.; Spites, C.; Utegulov, Z.N. Melting of tungsten under uniaxial and shear stresses:
Molecular dynamics simulation. Model. Simul. Mater. Sci. Eng. 2020, 28, 075008. [CrossRef]

16. Hoashi, E.; Kuroyanagi, S.; Okita, T.; Maeji, T.; Ibano, K.; Ueda, Y. Study on melting and solidification behaviors of tungsten
loaded by high heat flux for divertor in tokamak fusion reactor. Fusion Eng. Des. 2018, 136, 350–356. [CrossRef]

17. Yu, P.; Pan, B. Nonthermal effects in H-doped tungsten at high electronic temperatures. J. Nucl. Mater. 2022, 568, 153896.
[CrossRef]

18. Smirnov, N.A. Copper, gold, and platinum under femtosecond irradiation: Results of first-principles calculations. Phys. Rev. B
2020, 101, 094103. [CrossRef]

19. Medvedev, N. Nonthermal phase transitions in irradiated oxides. J. Phys. Condens. Matter 2020, 32, 435401. [CrossRef]
20. Wang, C.; Sun, M.J.; Wang, H.; Zhao, G.J. Cubic Halide Double Perovskite Nanocrystals with Anisotropic Free Excitons and

Self-Trapped Exciton Photoluminescence. J. Phys. Chem. Lett. 2022, 14, 164–169. [CrossRef]
21. Wang, C.; Ma, L.L.; Wang, S.P.; Zhao, G.J. Efficient Photoluminescence of Manganese-Doped Two-Dimensional Chiral Alloyed

Perovskites. J. Phys. Chem. Lett. 2021, 12, 12129–12134. [CrossRef] [PubMed]
22. Zhang, P.B.; Zou, T.T.; Zhao, J.J. He-He and He-metal interactions in transition metals from first-principles. J. Nucl. Mater. 2015,

467, 465–471. [CrossRef]
23. Fu, C.C.; Willaime, F. Ab initio study of helium in alpha-Fe: Dissolution, migration, and clustering with vacancies. Phys. Rev. B

2005, 72, 064117. [CrossRef]
24. Seletskaia, T.; Osetsky, Y.N.; Stoller, R.E.; Stocks, G.M. Calculation of helium defect clustering properties in iron using a multi-scale

approach. J. Nucl. Mater. 2006, 351, 109–118. [CrossRef]
25. Becquart, C.S.; Domain, C. A density functional theory assessment of the clustering behaviour of He and H in tungsten. J. Nucl.

Mater. 2009, 386–388, 109–111. [CrossRef]
26. Zhang, P.B.; Zhao, J.J. Energetics and configurations of He-He pair in vacancy of :transition metals. Nucl. Instrum. Methods Phys.

Res. Sect. B-Beam Interact. Mater. At. 2014, 322, 34–40. [CrossRef]
27. Slater, J.C.; Koster, G.F. Simplified LCAO Method for the Periodic Potential Problem. Phys. Rev. 1954, 94, 1498–1524. [CrossRef]
28. Fu, Z.Z.; Wang, J.R.; Pan, B.C. Microscopic mechanism of nucleation and growth of helium bubbles in monovacancy in tungsten:

Helium regulates the charged states of tungsten atoms. Nucl. Fusion 2023, 63, 096013. [CrossRef]
29. Ding, W.Y.; He, H.Y.; Pan, B.C. Development of a tight-binding model for Cu and its application to a Cu-heat-sink under

irradiation. J. Mater. Sci. 2015, 50, 5684–5693. [CrossRef]
30. Ding, W.Y.; He, H.Y.; Pan, B.C. Structural features and thermal properties of W/Cu compounds using tight-binding potential

calculations. J. Mater. Sci. 2016, 51, 5948–5961. [CrossRef]
31. Huang, G.Y.; Juslin, N.; Wirth, B.D. First-principles study of vacancy, interstitial, noble gas atom interstitial and vacancy clusters

in bcc-W. Comput. Mater. Sci. 2016, 123, 121–130. [CrossRef]
32. Nguyen-Manh, D.; Dudarev, S.L. Trapping of He clusters by inert-gas impurities in tungsten: First-principles predictions and

experimental validation. Nucl. Instrum. Methods Phys. Res. Sect. B-Beam Interact. Mater. At. 2015, 352, 86–91. [CrossRef]
33. Becquart, C.S.; Domain, C. An object Kinetic Monte Carlo Simulation of the dynamics of helium and point defects in tungsten.

J. Nucl. Mater. 2009, 385, 223–227. [CrossRef]
34. Chen, Y.C.; Fang, J.Z.; Liao, X.C.; Gao, N.; Hu, W.Y.; Zhou, H.B.; Deng, H.Q. Energetics and diffusional properties of helium in

W-Ta systems studied by a new ternary potential. J. Nucl. Mater. 2021, 549, 152913. [CrossRef]

https://doi.org/10.1016/j.vacuum.2020.109934
https://doi.org/10.1016/j.jnucmat.2022.153577
https://doi.org/10.1088/0029-5515/57/1/016006
https://doi.org/10.1088/1741-4326/abf952
https://doi.org/10.1088/1741-4326/abff04
https://doi.org/10.1007/s42864-021-00075-9
https://doi.org/10.1016/j.sab.2021.106257
https://doi.org/10.13182/FST16-118
https://doi.org/10.1016/j.actamat.2015.01.055
https://doi.org/10.1088/1361-651X/abaf39
https://doi.org/10.1016/j.fusengdes.2018.02.028
https://doi.org/10.1016/j.jnucmat.2022.153896
https://doi.org/10.1103/PhysRevB.101.094103
https://doi.org/10.1088/1361-648X/aba389
https://doi.org/10.1021/acs.jpclett.2c03482
https://doi.org/10.1021/acs.jpclett.1c03583
https://www.ncbi.nlm.nih.gov/pubmed/34913707
https://doi.org/10.1016/j.jnucmat.2015.09.039
https://doi.org/10.1103/PhysRevB.72.064117
https://doi.org/10.1016/j.jnucmat.2006.02.016
https://doi.org/10.1016/j.jnucmat.2008.12.085
https://doi.org/10.1016/j.nimb.2013.12.030
https://doi.org/10.1103/PhysRev.94.1498
https://doi.org/10.1088/1741-4326/acea32
https://doi.org/10.1007/s10853-015-9097-7
https://doi.org/10.1007/s10853-016-9896-5
https://doi.org/10.1016/j.commatsci.2016.06.022
https://doi.org/10.1016/j.nimb.2014.11.097
https://doi.org/10.1016/j.jnucmat.2008.11.027
https://doi.org/10.1016/j.jnucmat.2021.152913


Materials 2024, 17, 2182 13 of 13

35. Li, X.C.; Shu, X.L.; Liu, Y.N.; Yu, Y.; Gao, F.; Lu, G.H. Analytical W-He and H-He interatomic potentials for a W-H-He system.
J. Nucl. Mater. 2012, 426, 31–37. [CrossRef]

36. Juslin, N.; Wirth, B.D. Interatomic potentials for simulation of He bubble formation in W. J. Nucl. Mater. 2013, 432, 61–66.
[CrossRef]

37. Bonny, G.; Grigorev, P.; Terentyev, D. On the binding of nanometric hydrogen-helium clusters in tungsten. J. Phys.-Condens. Matter
2014, 26, 485001. [CrossRef]

38. Becquart, C.S.; Domain, C. Migration energy of He in W revisited by ab initio calculations. Phys. Rev. Lett. 2006, 97, 196402.
[CrossRef] [PubMed]

39. von der Linde, D.; SokolowskiTinten, K.; Bialkowski, J. Laser-solid interaction in the femtosecond time regime. Appl. Surf. Sci.
1997, 109, 1–10. [CrossRef]

40. Giret, Y.; Daraszewicz, S.L.; Duffy, D.M.; Shluger, A.L.; Tanimura, K. Nonthermal solid-to-solid phase transitions in tungsten.
Phys. Rev. B 2014, 90, 094103. [CrossRef]

41. Ye, X.B.; He, Z.H.; Gao, F.; Pan, B.C. Non-thermal melting of tungsten under intense electronic excitations. Acta Mater. 2021, 216,
117158. [CrossRef]

42. Omori, K.; Ito, A.M.; Mun, I.; Yamashita, N.; Ibano, K.; Lee, H.T.; Ueda, Y. First principle calculations of energy of agglomerated
helium in the period 6 elements. Nucl. Mater. Energy 2018, 16, 226–229. [CrossRef]

43. Wang, J.-R.; Ye, X.-B.; Ding, W.-Y.; Wu, X.-B.; Liu, C.-S.; Pan, B.-C. Interplay between the Edge Dislocation and Hydrogen in
Tungsten at Electronically Excited States. Adv. Phys. Res. 2023, 2, 2200115. [CrossRef]

Disclaimer/Publisher’s Note: The statements, opinions and data contained in all publications are solely those of the individual
author(s) and contributor(s) and not of MDPI and/or the editor(s). MDPI and/or the editor(s) disclaim responsibility for any injury to
people or property resulting from any ideas, methods, instructions or products referred to in the content.

https://doi.org/10.1016/j.jnucmat.2012.03.039
https://doi.org/10.1016/j.jnucmat.2012.07.023
https://doi.org/10.1088/0953-8984/26/48/485001
https://doi.org/10.1103/PhysRevLett.97.196402
https://www.ncbi.nlm.nih.gov/pubmed/17155647
https://doi.org/10.1016/S0169-4332(96)00611-3
https://doi.org/10.1103/PhysRevB.90.094103
https://doi.org/10.1016/j.actamat.2021.117158
https://doi.org/10.1016/j.nme.2018.07.003
https://doi.org/10.1002/apxr.202200115

	Introduction 
	Computational Methods 
	Results and Discussion 
	Interaction of a Single He Atom with a Trivacancy Defect 
	The Spatial Range of the Effect of V3 on He 
	Local Structural Features of the Trivacancy Defect Caused by the He Atom 
	Local Electronic Structure of the Trivacancy Defect Caused by the He Atom 

	Behavior of a Trivacancy Defect Trapping He Atoms 

	Conclusions 
	References

