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Asymmetrical regulation of thermal transport in BAs/MoSSe van der Waals
heterostructures with applied electric field
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As a nondestructive regulation method, applying external electric field to regulate thermal transport has
become one of the most effective reversible strategies. However, to date, using external electric fields to regulate
thermal transport in van der Waals (vdW) heterostructures has been rarely reported, despite the great significance
to engineering heat-transfer applications in electronics. Herein, based on the state-of-the-art first-principles
calculations, we investigate the external electric field engineered thermal transport in BAs/MoSSe vdW twins
heterostructures (i.e., BAs/MoSSe-I and BAs/MoSSe-II), which are constructed from monolayer BAs and
Janus MoSSe. The thermal conductivity of different stacked BAs/MoSSe shows similar response to positive
electric field. However, with negative electric field applied, the thermal conductivity of BAs/MoSSe-II is 22.4
times higher than that of BAs/MoSSe-I under the strength of —0.2V A~!. Detailed analysis reveals that the
renormalization of phonons driven by the electric field mainly affects the phonon anharmonicity, which is
induced by the electric field enhanced or weakened interlayer interaction, finally leading to the different response
of the thermal conductivity for the two stacked BAs/MoSSe. The highly effective regulation of thermal transport
in vdW heterostructures driven by the external electric fields as shown in this study is valuable for physical and

engineering applications in electronics, thermoelectric, and thermal management.

DOLI: 10.1103/PhysRevB.109.205408

I. INTRODUCTION

Two-dimensional (2D) van der Waals (vdW) heterostruc-
tures have shown great appeal for the novel physical and
chemical properties beyond original monolayer structures,
which have been widely promoted in optoelectronics [1-3],
nanoelectronics [4,5], catalysis [6,7], and also extended
to the fundamental photodetectors [8,9], tunneling devices
[1,10,11], memory device [8,12,13], etc. Undoubtedly, reg-
ulating the thermal transport properties of heterostructures
induced by the weak vdW interface is of great physical
significance and engineering application values. Generally,
enhancing the in-plane thermal transport properties can ef-
fectively mitigate the Joule heat generated during the carrier
transport process, which ultimately improves the lifetime
and reliability of electronic devices. Conversely, the reduc-
tion in thermal transport properties can significantly improve
the energy conversion efficiency of thermoelectric materials
and extend industrial applications in the thermal insulating
equipment [14,15].

Previous studies have shown that the intrinsic thermal con-
ductivity of materials can be effectively regulated by structural
engineering, such as strain, doping, defects, etc. [16-23].
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However, the traditional structural modulation strategies usu-
ally rely on the modification of the material itself, which
undoubtedly places a noticeable burden on the materials.
Besides, the actual service lifetime of the materials under
the structural modulation strategies also suffers from great
challenges. Compared to the structural modulation strategy
as mentioned above, the external electric field modulation
method, distinguished by its reversibility and nondestructive-
ness, has been widely explored for improving the electronic,
optical, and phononic performances of 2D materials in recent
years [24-30]. For instance, Wang et al. reported that the
type-II band alignment of the ZnO/MoSSe heterostructures
can be tuned to type-I and type-III band alignment by applying
the external electric fields [31]. Specifically, the regulation of
electric field applied to thermal transport can be traced back to
the group of Hopkins and co-workers in 2015. By manipulat-
ing the ferroelastic domain of the Pb(Zr(3Tip7)O3 thin films
with electric field, its thermal conductivity lowered by 11%
compared with the pristine one [32], which experimentally
verifies the effectiveness of electric field on heat-transport
regulation. Additionally, our previous work theoretically pre-
dicted the regulation of electric field on the thermal transport
with silicene as a study case [33], whereafter, the electric
field is widely applied in the research of 2D borophene, InSe,
GaN, germanene, bilayer graphene, etc. [34-38]. However,
the regulation of electric field on thermal transport properties
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is currently limited to single-species materials. As a matter of
fact, interfacial thermal transport induced by different mate-
rials is a practical problem that cannot be negligible. Thus,
exploring the effect of external electric field on the thermal
transport properties of heterostructures is of great practical
application value, especially for 2D vdW heterostructures.

Janus monolayer group-VI chalcogenides XMN (X = Mo,
W, Cr, Zr, etc.; M and N =S, Se, Te) with MoSSe as a
representative have attracted much attention for their unique
asymmetric sandwich structure and fantastic properties. Previ-
ous studies confirm that these 2D Janus materials demonstrate
excellent band adjustability [39,40], piezoelectricity [41-43],
ferroelectricity [44], Rashba effect [45-47], etc. Additionally,
BAs as a representative direct semiconductor with high ther-
mal conductivity [48,49], ultrahigh carrier mobility, as well as
the dynamical stability, has also received enormous attention
[50-52]. Thus, it would be of great significance to physical
and engineering applications to explore the thermal transport
properties together with the response to the external electric
fields of twins’ vdW heterostructures result from the differ-
ent arrangements derived from monolayer BAs and Janus
MoSSe.

In this paper, combining the superior physical and chemical
properties of monolayer BAs and Janus MoSSe, we con-
struct two types of twins’ heterostructures (BAs/MoSSe-I and
BAs/MoSSe-II), where the thermal transport properties are
investigated systematically by applying external electric field.
The result shows that the response of the thermal conductivity
to the external electric field is different for different stacking
sequences of the twins’ heterostructures. Detailed analysis is
conducted from the interlayer charge distribution driven by
the external electric field, followed by the modulated inter-
atomic interaction, which leads to the phonon renormalization
and finally affects the phonon anharmonicity, resulting in the
regulated thermal transport properties. The modulated thermal
transport properties of BAs/MoSSe twins’ heterostructures by
external electric field shown in this paper provide an effective
method for tuning the thermal conductivity of the 2D vdW
heterostructures and greatly expand the application prospects
of 2D materials.

II. METHODS

All the density-functional theory (DFT) calculations are
performed using projector augmented-wave method in the
Vienna Ab initio Simulation Package (VASP) [53-55]; the
Perdew-Burke-Ernzerhof (PBE) of the generalized gradient
approximation [56] is selected for describing exchange-
correlation functional with the energy and forces converged
to 107 % eV and 108 eV A‘l, respectively. A Monkhorst-Pack
[57] kK mesh of 15 x 15 x 1 is used to sample the first Bril-
louin zone. Dipole sheets are set in the middle of the vacuum
regions in the VASP package to simulate the out-of-plane elec-
tric field. Herein, the vacuum layer along the out of plane is set
as 25 A to avoid the interaction being affected by periodicity.
The dipole moment correction is also considered with each
external electric field during the geometry optimization as
well as the following calculations. The optB86b is adopted
to accurately describe the vdW interactions between BAs and
MosSSe layers.

The harmonic and anharmonic interatomic force constants
(IFCs) can be obtained by the finite displacement differ-
ence method applied in PHONOPY [58] and THIRDORDER.PY
[59] package, respectively. A 4 x 4 x 1 supercell including
100 atoms and a 2 x 2 x 1 k mesh is adopted based on the
optimized configurations. The phonon dispersions can be ex-
tracted after diagonalizing the harmonic dynamical matrix.
Considering the sensibility of the thermal conductivity to
the atom neighbors, the sixth-nearest neighboring atoms of
anharmonic IFCs are adopted after the fine test of the ther-
mal conductivity for the two stackings. Combining with the
harmonic, anharmonic IFCs, and the essential control files
including the Born effective charge and dielectric constant
to take into account the long-range electrostatic interaction,
the SHENGBTE [59] package is employed to obtain the ther-
mal conductivity of the materials by solving the phonon
Boltzmann transport equation (BTE). To evaluate the size-
dependent thermal transport properties, the phonon boundary
scattering due to finite size is considered, which can be
estimated by the equation

(i) = 1=plul )
T / boundary l+p L ’

where p is the specularity parameter, which means the fraction
of specularly scattered phonons depending on the roughness
of the edge, ranging from O to 1, where the p is set to O for
a completely rough edge to consider the boundary scattering,
v;, is the phonon group velocity of the phonon mode A, and
L is the sample size usually ranging from nanometers to mi-
crometers. The temperature gradient is assumed to be along
the direction of the finite sample length. Then, the scattering
rate of each phonon mode is calculated by the Matthiessen
rule:

1 1 1 1
—=(= +(= +(= )
T T/ anharmonic Tr isotopic Tr boundary

In this work, considering the relative intrinsic low thermal
conductivity of the BAs/MoSSe twins’ heterostructures, only
three-phonon scattering interactions are considered for the
total calculations. Thus, the data in the study can be obtained
through the postprocessing script.

III. RESULTS

In consideration of the unique out-of-plane asymmetric
monolayer structure of Janus-MoSSe, twins’ heterostruc-
tures based on monolayer BAs and MoSSe are theoretically
constructed as shown in Figs. 1(a) and 1(b) named as
BAs/MoSSe-I and BAs/MoSSe-11, respectively. The S atoms
are close to the BAs plane in BAs/MoSSe-1, while Se atoms
for BAs/MoSSe-II. The direction of the external electric field
is shown by the yellow gradient arrow inset in Figs. 1(a) and
1(b). The planar average of the electrostatic potential along
the out-of-plane direction is shown in Supplemental Mate-
rial, Fig. S1 [60]. The electrostatic potential gradient from
BAs layer to the MoSSe layer further confirms the structural
differences for BAs/MoSSe-I and BAs/MoSSe-II. The elec-
trostatic potential-energy difference can be found on the side
of the S (Se) atom layer and B atom layer, which result from
the different charge accumulation, caused by the different
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FIG. 1. The phonon spectrum along the high-symmetry path of ' — M — K —I" and the partial density of states (pDOS) of (a)
BAs/MoSSe-I and (b) BAs/MoSSe-II under the representative external electric fields (E, = 0, £0.2V A=), (Inset: three views of the crystal
structure; the large pale green, small bottle green, yellow, purple, and grass-green balls represent B, As, S, Mo, and Se atoms, respectively, and
the external electric fields are marked by the yellow gradient arrow along the out of plane.)

electronegativity between S and Se atoms, and finally lead to
the different work functions of BAs/MoSSe-1 (A¢ = 0.47eV)
and BAs/MoSSe-II (A¢ = 0.93 eV). Additionally, the result
of the work function, which illustrates a proportional rela-
tionship with the dipole moment according to the Helmholtz
equation, is in good agreement with the discussion of the
dipole moment to be analyzed as follows.

The dynamic stability under the representative electric
fields along the out-of-plane is confirmed by the phonon dis-
persions of the BAs/MoSSe-I and BAs/MoSSe-II, as shown
in Fig. 1. Interestingly, the ZA phonon branch exhibits an
almost flat phonon band, primarily due to the significant
mass difference between the B and As, Mo atoms, which
widely exists in boron-based compounds #-BX (X = N, P, As,
and Sb), as previously reported in literature [52,61]. Mean-
while, as illustrated by the magnified low-frequency phonon
spectrum (Supplemental Material, Fig. S2 [60]), phonon soft-
ening happens at the electric field strength of 0.2V A~!,
while phonon hardening occurs for the reversed electric field
for BAs/MoSSe-I. This phenomenon of phonon softening

or hardening in BAs/MoSSe-II is not as pronounced as in
BAs/MoSSe-I, which demonstrates the subtle modification
of the phonon spectra by the external electric field. Addi-
tionally, the thermodynamic stability of BAs/MoSSe-I and
BAs/MoSSe-II is also verified by the Ab-Initio Molecular
Dynamics (AIMD) simulations at 500 K as shown in Supple-
mental Material, Fig. S3 [60]. When considering the LO-TO
splitting, only the high-frequency optical phonon branches
change slightly, as shown in Supplemental Material, Fig. S4
[60]. Some changes can be found near the center of the
Brillouin zone for the low-frequency optical phonon branches
under the electric fields. Besides, the changes with the elec-
tric field can also be verified by the partial density of states
(pDOS), as depicted in Fig. 1. For BAs/MoSSe-I, the peak
strength of the S atoms decreases with the increasing of
the electric fields from —0.2 to + 0.2V 10\’1, while for the
BAs/MoSSe-II, the pDOS of S and Se atoms without electric
field stays higher than that under the electric field strength
of £0.2V A~'. The higher phonon density of state means
more phonon aggregation and smoother phonon branches,
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FIG. 2. The (a) distance of B and Se (S) atoms to S(Se) atoms, (b) dipole moment, and (c) band gap as the function of representative

electric fields for BAs/MoSSe-I and BAs/MoSSe-II.

which eventually leads to lower phonon group velocities and
lower thermal conductivity. The above analysis of the pDOS
is in good agreement with the change of thermal conductivity
under external electric field.

The in-plane lattice constants of both BAs/MoSSe-I and
BAs/MoSSe-II are 3.31 A, and the interlayer distance for B-
S (B-Se) and S-Se (Se-S) planes are 3.29 (3.41) and 3.18
(3.18) A, respectively. Compared with the hardly changed dis-
tance of S and Se atoms’ plane, the variation of interlayer
distance for B-S (BAs/MoSSe-I) and B-Se (BAs/MoSSe-II)
is considerable, which is mainly attributed to the electronega-
tivity difference between S (2.58) and Se (2.55) atoms. With
the increasing electric field strength, the interlayer distance
between BAs and S(Se) atoms’ plane (dp_sse)) is modified
more obviously than that of S and Se atoms plane (ds—_s.) as
shown in Fig. 2(a). Additionally, the asymmetry of MoSSe
induced the charge center to deviate from the BAs plane with
the positive electric field applied, resulting in the enlarged
interlayer distance. On the contrary, the interlayer distance is
shortened with the negative electric field applied. Besides, the
dipole moment increases monotonically with the increasing
electric fields for both BAs/MoSSe-I and BAs/MoSSe-II, and
the direction is overturned with the revised external electric
field applied as shown in Fig. 2(b). As a vector, the result of
the dipole moment is calculated by the following formula:

P=q=xd, )

where the p is the dipole moment vector, ¢ is the magnitude of
the charge distribution, and d is the vector pointing from the
negative to the positive charge. In conjunction with the charge
distribution and direction of vector, the changes for interlayer
distance and dipole moment exhibit a monotonic trend with
the variation of the electric field, which is in good agree-
ment with previous studies [33,35]. It is worth noting that
a slight difference in dipole moment can be found (depicted
by the dashed-dotted line) between the twins’ heterostruc-
tures without electric field, which is mainly attributed to the
electronegativity difference between S and Se atoms and the
different arrangements of BAs and MoSSe.

Benefiting from the different arrangements of
BAs/MoSSe-I and BAs/MoSSe-II, the band gap can

be modulated effectively by external electric field as
demonstrated in Fig. 2(c). In detail, the gradient difference
between the conduction-band minimum (CBM) and
valence-band maximum (VBM) consistently increases with
the growing electric field strength in BAs/MoSSe-I, which
locate at the high-symmetry K point, maintaining a direct
band gap all the time, as shown in Supplemental Material,
Fig. S5 and Fig. S6 [60]. In the case of BAs/MoSSe-II, this
upward trend is only sustained within the range of —0.4 to
0V A~'. As the electric field strength further increases, the
gradient difference diminishes, and a shift of the VBM from
the K point to the I" point occurs, as depicted in Supplemental
Material, Fig. S7 [60].

To further explore the underlying physical mechanisms
of the different changes of the band gap for the two
configurations, the density of states (DOS) of each element as
well as the atomic orbital projected density of states (pDOS)
are presented in Supplemental Material, Fig. S8 [60] and
Fig. 3. Notably, the influencers of the VBM and CBM are
mainly focused on the As and Mo elements. Detailed anal-
ysis shows that the dz2 orbital of the Mo element noticeably
shifts upward with increasing electric field strength in BAs/
MoSSe-I, ultimately leading to a continuous enlargement of
the band gap [Fig. 3(a)]. For BAs/MoSSe-II, the p, orbital
of As atom dominates the VBM under the range of —0.4 to
oV A-! [Fig. 3(d)]. However, with the sustained enhance-
ment of the electric field, the dz2 orbital of the Mo element
gradually shifts upward. Eventually, the VBM transitions
from the p, orbital of the As element to the dz2 orbital of
the Mo element. Simultaneously, the VBM also transforms
from K to I' point, completing the direct to indirect band-
gap conversion [Fig. 3(c)]. This variation’s trend with the
external electric field as well as the transition between di-
rect and indirect band gap has also been well validated in
previous studies [62—65]. While it is known that the PBE
functional tends to underestimate the band gaps, this does not
affect the research of the regulation trend of the band gap by
the electric field. Here, we mainly focus on the regulation
of thermal conductivity by the electric field of the different
stacking configurations of BAs/MoSSe-I and BAs/MoSSe-II.
Undoubtedly, the broad regulatory capabilities of the twins’
heterostructures (BAs/MoSSe-I and BAs/MoSSe-II) bring

205408-4



ASYMMETRICAL REGULATION OF THERMAL TRANSPORT ..

PHYSICAL REVIEW B 109, 205408 (2024)

@) s

(b) s

E,=-0.2 VA Moud
_ -1 0-d:
25- E,=0VA
E,=02 VA" ‘
0 . t
79 Mo-d,.
Q 2.54
a
= !
0 . t
2.5 BAs/MoSSe-I Mo-d,
(© o L ——
0.6 -
E,=-0.2 VA" E,=0VA" E,=02 VA"
L 0.41 :
a 0.2 As-p,
] ;
0.0 11— - :
-5 0 5
Energy (eV)

E,=-0.2 VA! Mond
_ -1 0-a;
25 E,=0VA
E,=0.2 VA" .
0 . 1
8 ' Mo-d,,
2.5
a
= |
0 : i
2.5 BAs/MoSSe-1 Mo-d,:
d o —
1.0 ;
0.75 E,=-0.2 VA" E,=0VA’ E,=0.2 VA
wn V197 !
8 0.5 1 As-p,
R0.251 !
0 — E
-5 0 5
Energy (eV)

FIG. 3. The major pDOS of As and Mo atoms under the external electric field of —0.2, 0, and 0.2V A" for (a), (c) BAs/MoSSe-1 and (b),

(d) BAs/MoSSe-II

wide range and multidomain applications such as optoelec-
tronic devices, solar cells, energy storage field, etc. [66,67].
As shown in Fig. 4(a), the evolution of the back-
ground’s edges illustrates the relationship between the thermal
conductivity of twin heterostructures and their dependence on
the external electric field, which is much like half of a Tai chi
pattern. In detail, the thermal conductivity of BAs/MoSSe-I
is 1470 Wm~! K~! without electric field, which is slightly
higher than that of BAs/MoSSe-II (11.48Wm~! K~!). The
slight difference between the twins’ heterostructures can be
attributed to the different stacking arrangements. The con-
vergence test of cutoff radius and Q grid for the twin
heterostructures are carried out to ensure the accuracy of
the calculations of thermal conductivity, as shown in Sup-
plemental Material, Fig. S9 and Supplemental Material, Fig.
S10 [60]. Based on convergence test results, the sixth-nearest
neighbor cutoff radius as well as the 101 x 101 x 1 Q grids
are set along with the following calculations under electric
fields. Interestingly, the thermal conductivity of BAs/MoSSe-
II is almost 22.4 times that of BAs/MoSSe-I when
E, = —0.2V A~'. Further analysis suggests that the huge
differential response comes from the large low-frequency
phonons’ contribution to thermal conductivity, which mainly
focus on the range of 2 ~ 4 THz as shown in Fig. 4(b). Ad-
ditionally, under the electronic field strength of —0.2V A‘l,
the thermal conductivity of optical phonon branches is
largely inhibited for BAs/MoSSe-I, while greatly enhanced
for BAs/MoSSe-II [Fig. 4(c)]. This optical-branch depen-
dent thermal conductivity comparing with the low acoustic
phonon branch contribution is consistent with the variation
of the phonon dispersion under the external electric fields.
Meanwhile, the variation of the thermal conductivity and dif-
ferent phonon branches under the external electric field with
respect to temperature is confirmed in Fig. 4(d) and Supple-

mental Material, Fig. S11 [60], respectively. Obviously, the
percentage contribution of optical phonon branches is much
lower than 50% for BAs/MoSSe-II at —0.2V A~! (Supple-
mental Material, Fig. S11(e) [60]). Consequently, the low
thermal conductivity together with the low percentage con-
tribution of optical phonon branches finally lead to the low
thermal conductivity of BAs/MoSSe-I at the electronic field
of —0.2V A~

The phonon mean-free path (MFP) is employed to evaluate
the influence of phonon characteristic length on total thermal
conductivity, which is of great significance to the thermal
management system design based on nanostructures. Consid-
ering the high contribution of the optical phonon branches as
well as the steep change trend of the thermal conductivity at
about 2 ~ 4 THz, the optical phonon branches dominate the
MFP undoubtedly, which is also examined by the 50% cu-
mulated thermal conductivity in Fig. 4(e). The corresponding
MEFP is about 15 nm at the —0.2V A~! for BAs/MoSSe-1,
which is considerably smaller than that of the BAs/MoSSe-1I
(100 nm) measured by the 50% cumulated thermal conduc-
tivity. To further understand the size effect on the thermal
conductivity, the cumulated thermal conductivity vs character-
istic length scales of the materials is investigated in Fig. 4(f).
Herein, boundary scattering is included from the finite size
with the consideration of a totally diffusive scattering at
the boundary [p =0 in Eq. (2)]. The thermal conductivity
converges to the constant with the limited size up to the
10° nm under the different electric fields, and the larger of
MFP, the easier to design the finite-size thermal conductiv-
ity, which is useful to tailor the thermal conductivity for the
thermoelectrics and thermal management by nanostructure
engineering.

To further understand the differential thermal conductivity
under external electric field of the BAs/MoSSe twins’
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FIG. 4. The comparison between BAs/MoSSe-I and BAs/MoSSe-II of (a) thermal conductivity under representative electric fields, (b)
frequency-dependent cumulative thermal conductivity at 300 K with (£0.2V A1) and without electric field, (c) the thermal conductivity
contribution of different phonon branches as a function of electric fields, (d) the temperature-dependent thermal conductivity with (£0.2V A=)
and without electric field, (e) normalized cumulative thermal conductivity with respect to the mean-free path (MFP), and (f) the size-dependent

thermal conductivity considering boundary scattering.

heterostructure, the lattice thermal conductivity of
BAs/MoSSe-I and BAs/MoSSe-II is refined, analyzed by
phonon modes according to the phonon Boltzmann transport
equation as shown in Fig. 5 and Supplemental Material, Fig.
S12 [60]. A large reduction of the phonon relaxation time can
be found under the —0.2V A~! compared with the primary
state of BAs/MoSSe-I, which is consistent with the change

of the lower thermal conductivity. Meanwhile, the huge
enhancement of the phonon relaxation time corresponds
to the enlarged thermal conductivity at 0.2V A~'. This
result is different from that of BAs/MoSSe-II, of which the
enhanced phonon relaxation time can be found both at 0.2
and —0.2V A~! electric fields. Meanwhile, the variation
of group velocity and phase space under electric field is
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demonstrated in Supplemental Material, Fig. 12 [60]. And,
the minor changes of phonon group velocity are verified in
Supplemental Material, Fig. S12 [60], which is consistent
with previous discussions based on the pDOS as shown in
Fig. 1. Specifically, the statistical data of the total volume
of phase under —0.2, 0, and 0.2V A~! electric fields are
4.066, 4.048, and 4.069 x 1073 for BAs/MoSSe-1, and 3.880,
3.867, and 3.868 x 10~3 for BAs/MoSSe-II, respectively.
Thus, the slight variations in phonon group velocity and
phase space further reinforce the predominant influence
of electric field regulation on phonon relaxation time and
anharmonicity, which ultimately affects thermal conductivity.
Subsequently, the Griineisen parameter of BAs/MoSSe-I and
BAs/MoSSe-II as shown in Figs. 5(c) and 5(d) is studied to
understand the anharmonicity of phonons. As a result, strong
phonon anharmonicity especially for the low-frequency
regions is induced by applying —0.2V A~! electric field,
resulting in the lower phonon relaxation time comparing
with the original one as well as that of 0.2V A~! electric
field for BAs/MoSSe-I. At the same times, the Griineisen
parameter of the BAs/MoSSe-II reveals the weakening effect
for £0.2 V A~! electric fields, indicating the enlarged phonon

relaxation time, which finally leads to the enhanced thermal
conductivity. Under the above analysis, the strong phonon
anharmonicity (Griineisen parameter) induced by the external
electric field may be responsible for the changes of the
thermal conductivity of the twins’ heterostructures compared
with the weakened phonon harmonicity evaluated by the
group velocity.

The differences of charge density under £0.2V A~! elec-
tric fields are carried out to probe the in-depth regulation
mechanism of electrons as shown in Fig. 6. The result shows
that the difference between BAs/MoSSe-I and BAs/MoSSe-
IT twins’ heterostructures under —0.2V A~ electric field
[Figs. 6(a) and 6(d)] is larger than that in 02VA-! elec-
tric field [Figs. 6(b) and 6(e)] marked by the orange and
blue ellipses dashed-dotted line, respectively, which is also
confirmed by the plane average differential charge density
[Figs. 6(c) and 6(f)]. Furthermore, the quantized charge trans-
fer of B and As atoms is shown in Figs. 6(g) and 6(h); the
result indicates that charge transfer occurs not only between
in-plane atoms but also layers. With the increasing electric
field, the charge transfer from BAs layer to MoSSe layer
progressively shrinks for BAs/MoSSe-I, while it increases
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for BAs/MoSSe-II. This monotonic change of charge-transfer
trend for the twins’ heterostructures is consistent with that
of the dipole moment, as shown in Fig. 2(b). The trend
difference is the direction in which the electric field is ap-
plied by the two configurations. It is worth noting that the
trend of charge transfer between B atoms and As atoms
with the change of electric field is not entirely monotoni-
cally increasing in BAs/MoSSe-I, as shown in Supplemental
Material, Fig. S13 [60]. This implies that the change of the
thermal conductivity under the electric field may cause local
disturbance, as demonstrated in Fig. 4(a), showing a slight
decrease of the thermal conductivity under 0.4V A~ com-
paring with 0.2V A~!. Nevertheless, this does not affect the
overall regulatory trend of the electric field on thermal con-
ductivity and band structure.

In addition, the integrated crystal orbital Hamiltonian pop-
ulations (ICOHP) are employed to further explore the impact
of interlayer charge transfer on interlayer interactions, as
shown in Figs. 6(i) and 6(j). It is known that positive ICOHP
values represent antibonding states, while negative values rep-
resent bonding states between atoms. Here, we numerically
solved the interactions between B, As atoms of BAs layer
and Mo, S, Se atoms of the MoSSe layer systematically. The
results indicate that for the BAs/MoSSe-1, with the reduction
of interlayer charge transfer, the value of —ICOHP gradually
decreases, implying a weakening of interlayer interactions,
while for the BAs/MoSSe-II, an increase of charge transfer
leads to a decrease of —ICOHP when the external electric
field is greater than 0V A~'. Further investigations reveal
that the interaction between As and Mo atoms finally dom-
inates the result of the —ICOHP. This result is consistent
with the outcomes of band-gap modulation by the electric
field at 0.2 — O.4VA’1, which is mainly attributed to the
changes in the charge-density distribution of Mo atoms. In
short, for BAs/MoSSe-I, under negative electric field, as the
electric field strength increases, strengthening of interlayer
interactions induced by charge transfer enhances phonon an-
harmonicity, leading to a decrease in the thermal conductivity.
Conversely, under positive electric field, as the electric field
strength increases, weakening of interlayer interactions in-
duced by charge transfer diminishes phonon anharmonicity
and results in an increase in the thermal conductivity. For
BAs/MoSSe-II, regardless of whether under a positive or
negative electric field, the increase in electric field strength
weakens interlayer interactions by charge transfer, reducing
phonon anharmonicity, and ultimately resulting in an increase
in the thermal conductivity. The decrease in phonon anhar-
monicity with weakened interlayer interactions is consistent
with previous reports [68,69], further validating our findings
and analysis.

As is widely recognized, reducing the intrinsic lattice ther-
mal conductivity is of paramount importance for enhancing
thermoelectric performance of materials, while increasing
the thermal conductivity facilitates internal heat dissipation
within the material. Under identical conditions, a reduction
in lattice thermal conductivity significantly enhances the ther-
moelectric performance of materials, which holds substantial
practical value for thermoelectric energy conversion. Our

investigation indicates that with the application of an electric
field, especially in a certain direction, there is a significant
decrease in the thermal conductivity, thus offering a highly
effective strategy for enhancing the thermoelectric perfor-
mance of materials, despite the possible influence of various
factors. Additionally, under certain electric field conditions,
there is a notable increase in the thermal conductivity, which
greatly facilitates internal heat diffusion within the material.
This provides valuable solutions and strategies for efficient
thermal management in diverse applications, such as electric
devices and electric vehicles. Most importantly, by con-
structing different heterostructures, we can nondestructively
and efficiently regulate the thermal conductivity by varying
electric fields, thereby facilitating its crucial applications in
both thermoelectric energy conversion and device thermal
managements. Furthermore, we can also design electrically
controlled thermal devices based on the series-parallel topol-
ogy of such heterostructures, enabling the control of heat-flow
channels.

IV. CONCLUSION

In summary, we comprehensively investigated the external
electric field modulating thermal transport properties of the
BAs/MoSSe twins’ heterostructures originating from mono-
layer BAs and MoSSe based on the state-of-the-art DFT
calculations. The different responses of the thermal conductiv-
ity can be clearly noticed under the electric fields ranging from
—0.4 to 0.4V A~'. Remarkably, the thermal conductivity of
BAs/MoSSe-II is almost 22.4 times that of BAs/MoSSe-I
under —0.2V A~! electric field. Detailed analysis demon-
strates that the interlayer charge-density redistribution under
electric fields leads to the weakening (or strengthening) in-
teratomic interaction, making the corresponding enhanced (or
weakened) phonon anharmonicity, which finally results in
reduced (or increased) thermal conductivity. The electric field
modulated thermal conductivity of BAs/MoSSe vdW twin
heterostructures shown in this work is remarkable for its value
of physical and engineering applications in thermoelectrics
and thermal management, etc.
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