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The Dzyaloshinskii—Moriya interaction (DMI), which only exists in noncentrosymmetric systems, plays an
important role in the formation of exotic chiral magnetic states. However, the absence of the DMI occurs
in most two-dimensional (2D) magnetic materials due to their intrinsic inversion symmetry. Here, by using
first-principles calculations, we demonstrate that a significant DMI can be obtained in a series of Janus
monolayers of dichalcogenides XSeTe (X = Nb, Re) in which the difference between Se and Te on the
opposite sides of X breaks the inversion symmetry. Remarkably, the DMI amplitudes of NbSeTe (1.78 meV)
and ReSeTe (4.82 meV) are larger than the experimental value of Co/graphene (0.16 meV), and NbSeTe
and ReSeTe monolayers have a high Curie temperature of 1023 K and 689 K, respectively. Through the
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micromagnetic simulation of XSeTe (X= Nb, Re) simulations, we also find that the ReSeTe monolayer can
performance for skyrmion states by applying an external magnetic field, and importantly, the skyrmion
states can be regulated and controlled under external strain. The findings pave the way for device con-
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Chiral magnetic structures such as chiral domain walls,"?
helical structures,®* and magnetic skyrmions®” hold promise
for potential application in future spintronic devices.
Microscopically, the Dzyaloshinskii-Moriya interaction (DMI),
which favors canted spin configurations, plays an essential
role in the formation of such noncollinear magnetic nano-
structures. For the presence of DMI, in addition to strong
spin-orbit coupling (SOC) and magnetism, the system is
required to have a broken inversion symmetry.®® Therefore, a
significant DMI typically arises in noncentrosymmetric bulk
magnets'® " and at interfaces’®'* between a ferromagnet and
an adjacent layer with strong SOC. Notably, much effort has
been devoted to growing multilayer stacks of ferromagnet/
heavy metal FM/HM heterostructures (HTSs), e.g., Ir/Co/Pt,"”
Ir/Fe/Co/Pt,"® and Pt/Co/MgO"’ multilayers, in order to
enhance the interfacial DML'

Two-dimensional (2D) magnets, which integrate the ideal
interface, miniaturization, and long-sought magnetism,
provide a fascinating platform for the spintronics
research.'®>* Some exciting phenomena, such as huge tunnel-
ing magnetoresistance,”* long-distance magnon transport,>
and magnetization switching driven by spin-orbital torque
(SOT), have been realized in 2D magnet-based devices with low
energy consumption, high thermal stability, and high storage
density.>*>° Therefore, tremendous efforts have been devoted
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cepts using chiral magnetic structures in specially designed 2D ferromagnetic materials.

to searching intrinsic 2D magnets with high temperature T
and large perpendicular magnetic anisotropy (PMA), or an
effective method which can enhance these properties.*’™>
Moreover, through breaking the inversion symmetry of 2D
magnets, especially by constructing the Janus structure, a
sizable DMI can be obtained. As an asymmetric exchange
interaction induced by SOC,**** the DMI favors the formation
of chiral magnetic structures, such as chiral domain walls and
skyrmions, which can be manipulated by small electrical cur-
rents and are promising for spintronics applications in the
midterm future. Furthermore, since 2D magnets can be inte-
grated into various HTSs, the chiral spin textures are hopefully
tuned by proximity effects.

Recent experiments have demonstrated that Janus mono-
layers (MLs) of transition metal dichalcogenides (TMDs), e.g.
MosSSe,*** can be synthesized by controlling the reaction con-
ditions. The intrinsically broken inversion symmetry, together
with the feasibility of tunable electronic properties by a selec-
tion of a suitable pair of chalcogen elements in Janus
ML-TMD, inspired us to speculate that a large DMI can be
obtained in 2D magnetic Janus materials. In addition, by
studying CrXTe*® and MnSeTe’” monolayers, Yang et al>®
found that biaxial strain could effectively manipulate the mag-
netic parameters of Janus MLs. With this conjecture, we inves-
tigate the structural and magnetic behavior of a series of Janus
MLs of dichalcogenides XSeTe (X = Nb, Re) via first-principles
calculations. Strikingly, we find that the DMI in monolayers
NbSeTe and ReSTe (ML-ReSeTe) is as strong as that in state-of-
the-art FM/HM HTSs. Furthermore, we apply micromagnetic
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simulation to show that magnetic skyrmions can be stabilized
in these 2D magnets.

We have performed first-principles calculations within
density-functional theory as implemented in the Vienna
Ab initio Simulation Package (VASP). The exchange-correlation
effects are calculated within the generalized gradient approxi-
mation (GGA) of Perdew-Burke-Ernzerhof (PBE). The
DFT+U°*° method is carried out to deal with electron corre-
lations for transition metal Nb atoms with Uy = 2 €V and Re
atoms with U, = 1 eV. The Janus ML magnetic TMDs are
simulated using a slab model with a 17 A vacuum layer. The
electron energy is computed using a 9 x 9 x 1 k-point mesh for
slab geometries. 9 x 9 X 1 k-points are used for the 4 x 1 x 1
supercells. The convergence criterion is set to be 107° eV. The
structures are fully relaxed until the force for all atoms is less
than 107> eV A™". The cutoff energy is set to 500 eV, and I'-cen-
tered 9 x 9 x 1 k-point grids are good enough to sample the
Brillouin zone. Phonon dispersions are calculated using the
PHONOPY code. We performed micromagnetic simulations
using the Object Oriented MicroMagnetic Framework
(OOMMF),*® which solves the spin dynamics based on the
Landau-Lifshitz-Gilbert equation.*' The ML Janus magnetic
TMDs are modeled with a mesh containing 1024 x 1024 x 1
cells. The cell size 1 x 1 x 0.4 nm means that the length along
the x and y axes is 1 nm and the thickness along the z axis is
0.4 nm. The length of the z direction is taken as the effective
thickness of the Janus ML structure.

The crystal structure of ML-XSeTe is shown in Fig. 1(a). The
atoms in the central layer form a triangular lattice with Cg,
symmetry, and after sandwiched by two atomic layers of
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Fig. 1 The top (a) and side (b) views of the crystal structure and the
phonon spectra for ML-XSeTe (X = Nb, Re). The yellow vectors in (b)
indicate the two spin configurations with opposite chirality used to
extract the IP DMI parameters. (c) The molecular dynamics simulation of
ML-ReSeTe. (d) Phonon spectrum of ML-ReSeTe.
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different chalcogen atoms represented by light-green (Se) and
dark-red (Te) balls, the overall symmetry reduces to Cj,. The
asymmetry between the top and bottom layers in ML-XSeTe
breaks the inversion symmetry, thus allowing the DMI
between the X ions. The optimized structural parameters of
ML-XSeTe and the corresponding magnetic moments of X, Se,
and Te atoms are listed in Table 1.

To investigate the magnetic properties of ML-XSeTe (X =
Nb, Re), we adopt the following model Hamiltonian:

—— — -

I D Sis K3 (57) =3 Dy - (5 < 8) — peiB Y5
(i) i (i) i

1)

with the results of our DFT calculations. In this eqn (1), S; is a
unit vector representing the orientation of the spin of the ith X
atom and (i,j) represents the nearest-neighbor X atom pairs.
J, K, and Dj; represent the Heisenberg exchange coupling,
single-ion anisotropy, and DMI, respectively. The last term is
the Zeeman interaction, where px and B represent the mag-
netic moment of the X atoms and the external magnetic field,
respectively. The SOC is included in the calculations of K and
D, except for J. The sign convention is that J > 0 represents FM
coupling, K > 0 refers to PMA, and IP DMI component d; > 0
favors clockwise (CW) spin configurations. Based on the calcu-
lated magnetic parameters, the value of strain is defined as
(@ — ag)/ay, where a and a, are the lattice constants of strained
and unstrained ML-XSeTe, respectively.

The parameters of the magnetic anisotropic constant K,
the DMI values, and the exchange interaction A., are derived
from the DFT calculations. The magnetic anisotropy energy is
calculated as the energy difference between in-plane (IP) and
out-of-plane (OP) magnetization. ReSeTe shows perpendicular
magnetic anisotropy with the easy axis along the OP axis under
2% and 3% strain, while NbSeTe has an IP easy axis. The mag-
netic anisotropic constant K,, values of ReSeTe and NbSeTe are
7.1 x10°J m™ and 2.72 x 10° ] m >, respectively. The exchange
stiffness A is an important parameter that controls the magne-
tization reversal of the magnetic materials. Based on the
relationship between the micromagnetic free energy and the
exchange energy, the exchange stiffness A is defined as**

8i % 5))

U

= V(vap) @

In this eqn (2), V is the volume of the unit cell and M is the
unit magnetic vector. U is the exchange energy defined as the

Table 1 The optimized lattice constants a, and magnetic moments of
Nb sino, Re fipe, S€ pise, and Te pre of Janus ML-XSeTe.*?** The unit of
HNb: HRes Hse and pte is ug. The opposite sign of the magnetic moment
between Se, Te, and X atoms reveals that the exchange coupling
between them is AFM

a(A) #x (uB) Hse (1B) Hre (1B)
NbSeTe 3.62 0.75 —0.026 —0.071
ReSeTe 3.61 1.64 —0.036 —0.014
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difference between the average total energy of noncollinear
left-hand and right-hand spin spirals and the total energy of
the collinear spin configuration. The exchange stiffness A
values of the Janus ReSeTe and NbSeTe are 13.0 and 11.3 pJ
m™", respectively. The simulations are initialized with a single
Néel skyrmion embedded in a ferromagnetic background. The
FM spin arrangement is set as +z and the spin arrangement of
the skyrmion core is set as —z. For the given initial conditions,
the equilibrium magnetization configuration with minimum
total energy is sought by successive iterations. The final mag-
netization state is reached until its total energy is converged.

We first discuss the DMI, which is the most interesting
parameter for this work. According to Moriya’s symmetry
rules, since the reflection planes pass through the middle of
the bonds between two adjacent Mn atoms, the DMI vector D;
for each pair of nearest-neighbor Cr atoms is perpendicular to
their bonds. Thus, D;; can be expressed as

Dy‘:dH(@XZA)-‘-dLZA (3)

u; being the unit vector between sites i and j and £ indicating
normal to the plane.'® The in-plane component d; along with
the associated SOC energy AEsoc can be evaluated by the chir-
ality-dependent total energy difference approach with the two
spin configurations depicted by yellow arrows in Fig. 1(b).
Here we adopt the sign convention such that d; < 0 (d; > 0)
favors spin canting with clockwise (counterclockwise) chirality.
The contribution of d; to the Néel skyrmion is negligible;
hence we only evaluate the values of d). The DMI for one X
atom from the nearest six magnetic X atoms is equal to +(3/2)
d) (the sign + corresponds to left-hand and right-hand spin-
spiral configurations, respectively). For a 4 x 1 x 1 supercell
with four X atoms, the following relationship can be used*®

B =4 x Bd”f(f;du)}. (4)

Hence, the in-plane component of the microscopic DMI is

Ey, — Eg

d=—1

(5)

Subsequently, d;; is converted into the micromagnetic DMI,
D, with the expression®’

p—V3d) (©)
at
where a is the lattice parameter and ¢ is the effective
thickness.*>**

The calculated microscopic d; and micromagnetic D of the
DMI for the Janus TMDs are shown in Fig. 2(b) and (c). There
are significant values of d; and D for the Janus structures
because the symmetry is broken by the difference OP
elements.*® The values of d; for the Janus ML-NbSeTe and
ML-ReSeTe are 1.78 and 4.82 meV, respectively. In order to
ensure the energy convergence, the denser k-point meshes up
to 6 x 24 x 1 are also tested (d; = 4.71 mev). The calculated
results show that the 9 x 9 x 1 settings are enough to achieve
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Fig. 2 (a) The nearest-neighboring exchange coupling J and (b) in-
plane DMI component d as functions of strain in Janus ML-XSeTe.

the desired computation accuracy. The d;, of ML-NbSeTe and
ML-ReSeTe is a tiny negative value. The extracted D values for
the Janus NbSeTe and ReSeTe are 3.4 and 9.2 mJ m™>, respect-
ively. The D for ML-NbSeTe and ML-ReSeTe is compared with
that of Ir/Fe/Co/Pt and the graphene/Co interface. It is instruc-
tive to evaluate the associated SOC energy source to elucidate
the origin of the DMI, which is defined as the difference in
SOC energies extracted from opposite chirality in the ML Janus
structure. The atomic resolved localization of the associated
SOC energy AEgoc is depicted in Fig. 5. Importantly, it is
clearly shown that the large DMI for NbSeTe and ReSeTe
mainly originates from the Te atom rather than from the TM
atom and other chalcogen atoms.

Now, we focus on the magnetic interaction parameters
including J, K, and d; and their change under strain. The
nearest-exchange coupling of ML-NbSeTe (ReSeTe) is FM
(AFM) and when the tensile strain increases from 0% to 5%,
the magnitude of this FM coupling can be effectively enhanced
from 4.39 to 10.04 meV, while AFM coupling is from —15.15 to
—19.14 meV. K of XSeTe is determined as a function of strain.
One can see that pristine ReSeTe has IP magnetic anisotropy
(IMA) of 3.721 meV, and NbSeTe has IMA of 1.14 meV.
Interestingly, when under 2% and 3% tensile strain, the PMA
of ReSeTe is 3.24 and 2.22 meV. We find that ML-XSeTe have a
sizable DMI as shown in Fig. 2(b). Particularly, the d of pris-
tine ML-ReSeTe reaches 4.82 meV, which is comparable to
state-of-the-art FM/HM HTSs, such as Pt/Co (~3.0 meV)*” and
Fe/Ir(111) (~1.7 meV),*® thin films that have been demon-
strated to be able to host chiral spin textures. One can also see
that the tensile strain reduces the magnitude of d; of both
ML-NbSeTe and ML-ReSeTe. The FM coupling and IMA are
obviously increased and decreased, respectively, in Janus struc-
tures, which is more beneficial for the formation of long-range
magnetic order.

In the following discussion, we choose ML-ReSeTe as an
example to show in detail how tensile strain enhances the FM
coupling. Schematic diagrams of Re-Se/Re-Te superexchange
and Re-Re direct exchange couplings in Janus ReSeTe are
shown in Fig. 3(a). Fig. 3(b) shows the bond lengths of Re-Re,
Re-Te, and Re-Se. Since the bonding angle of Re-Se/Te-Re is
close to 90° according to the Goodenough-Kanamori-

This journal is © The Royal Society of Chemistry 2023


https://doi.org/10.1039/d2nr06870b

Published on 13 marca 2023. Downloaded on 13.02.2026 08:39:59.

Nanoscale

(a) Se/Te (b) ._./_,_af
o 3.6f —=— Nb-Nb
e }g —o— Nb-Se
\ A g 3.9t —4a— Nb-Te

X ‘ ' X =
M ' = b —A——h———Ah——A—h

2.8}

*———o—¢ * " i —
Se/Te 3.6k /r”./-

= ’ —=— Re-Re
T —e— Re-Se

94 9l
PN g£3.2 —a— Re-Te

X ‘ 1:}} X E
- 2.87 A A " N " YR
AFM

-1 0 1 2 3 4 5

Strain(%)

Fig. 3 (a) Schematic diagrams of X—-Se/Te—X superexchange and X-X
direct exchange couplings in Janus ML-XSeTe. (b) Bond lengths of X-X,
X-Te, and X-Se as functions of strain.

Anderson rules,”*” the indirect exchange coupling between

two nearest neighboring Re cations through intervening Se/Te
anions is FM. In contrast, the direct exchange coupling
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between two nearest-neighboring Re cations is AFM. The com-
petition between indirect FM and direct AFM couplings
decides the final magnetic arrangement of Re atoms. When
tensile strain is applied, the Re-Te and Re-Se distances hardly
change, whereas the Re-Re distance obviously increases.
Therefore, compared with indirect FM coupling, the direct
AFM coupling decreases more strongly, which results in an
effective decrease of J.>*

From the atom-resolved magnetic anisotropy energy (MAE)
of the ML-ReSeTe [Fig. 4(a)], one can see that the MAE under-
went a transition from IP to OP and back to in-plane under
strain. To further elucidate the mechanisms of the MAE
change of Re atoms, we perform a comparative analysis of the
MAE from orbital hybridization between the ML-ReSeTe under
0 and 2% tensile strain as shown in Fig. 4(b) and (c). For Re in
pristine ReSeTe, the hybridization between d,, and d,._y. gives
rise to IMA; however, the hybridization between d,, and d..
constitutes PMA. The small magnitude of anisotropy of Re in
pristine ReSeTe arises from the competition of these two
hybridizations. When the strain is applied on the ReSeTe, the
PMA contribution from the d,;, and d,._. hybridization signifi-
cantly increases, which results in the giant PMA enhancement
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Fig. 4 (a) Single-ion anisotropy K as a function of strain in Janus ML-ReSeTe. (b) and (c) MAE contributions from 5p orbital hybridization of Re in

Janus ML-ReSeTe under 0 and 2% tensile strain, respectively.
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of the ML-ReSeTe. Furthermore, we investigate the origin of
the change of the MAE arising from 5d orbital hybridization of
the Te atom. According to the second-order perturbation
theory,>>>® the MAE can be expressed as

MAE — ¢2 Z Z (26, —1)(| < O"|L2L|:‘”' Zj —| < O%|Le[Ju"" >2)
u ~ *o

[T

where ¢ represents the SOC amplitude. E° and EY are the
energy levels of unoccupied states with spin ¢ and occupied
states with spin o, respectively. (2645 — 1)(|(O°|L,|u°)|* = [(O°]
Le|u®)|?) is the difference of spin-orbital angular momentum
matrix elements (Table 3).

For investigating the exceptional DMI in ML-XSeTe, we cal-
culate the SOC energy difference AEsoc of opposite chirality as
shown in Fig. 5. One can see that the dominant contribution
to the DMI stems from the adjacent Se and Te atoms. This be-
havior is similar to the DMI in FM/HM HTSs, where the SOC
energy source comes from 5d transition metals in the inter-
facial layer. This is the so-called Fert-Levy type of DML*"* In
ML-XSeTe, when polarized electrons transfer between X atoms
through Se/Te atoms, the spin orientations of these electrons
can be tilted due to the spin-orbit scattering. Under tensile
strain, the Te contribution to the DMI of CW chirality
obviously decreases, which is responsible for the reduction of
total DMI magnitude.

Once magnetic interaction parameters of spin Hamiltonian
are determined by first-principles calculation, we perform
OOMMF simulations to explore the spin textures of Janus
ML-XSeTe. We notice that the DMI/exchange coupling ratio
|d/J| of ML-ReSeTe under 2% strain is about 0.24, which is
larger than the typical range of 0.1-0.2 for the formation of
skyrmions.”® Therefore, it is possible to realize chiral spin tex-
tures in ML-ReSeTe. We thus consider ML-ReSeTe in the fol-
lowing discussions.

Table 2 Isotropic exchange, J, exchange stiffness, A, and magnetic an-
isotropic constant, Kp.44

J (meV) A(pym™) |Ku| g m™)
NbSeTe 9.42 11.29 2.72 x 10°
ReSeTe —-15.35 13.04 7.1x10°
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Fig. 5 Atom-resolved localization of the SOC energy difference AEsoc
in Janus ML-XSeTe. Black, red, and blue bars represent AEsoc of
ML-XSeTe under 0%, 2%, and 4% tensile strain, respectively.

To further verify the aforementioned scenario, micromag-
netic simulations based on the magnetic parameters extracted
from DFT are performed for the ReSeTe and NbSeTe cases.
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Fig. 6 Magnetization distribution for the relaxed states under zero
magnetic field in Janus ReSeTe (a) and NbSeTe (b). (a) Skyrmion profile
in the xy plane for ML-ReSeTe. The magnetic domain profile of NbSeTe
in (b) the xy plane. The color scale for m, is inserted and arrows rep-
resent the IP component. The curie temperature of (c) ML-NbSeTe and
(d) ML-ReSeTe.

Table 3 The matrix differences between magnetization along z [001] and x [100]. Here, u™, o*, and o~ represent unoccupied spin-down states,

occupied spin-up and spin-down states, respectively

+

o (o)
u” dyy dye de dee deye dy dye de dee ey
dxy 0 0 0 -1 4 0 0 0 1 -4
dy, 0 0 -3 1 -1 0 0 3 -1 1
d, 0 -3 0 0 0 0 3 0 0 0
dy, -1 1 0 0 0 1 -1 0 0 0
dxz_yz 4 -1 0 0 0 -4 1 0 0 0
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The magnetization is initialized as a skyrmion like state and
the relaxed states under zero magnetic field are depicted
(Fig. 6(a)). One can see that a stable Néel skyrmion with the
magnetization of the center along the —z direction, opposite to
that of the FM background at the boundary, is observed in ML
ReSeTe (Fig. 6(a)). It is found that the relaxed state for NbSeTe
is not a skyrmion but a domain wall as shown in Fig. 6(b). As
discussed in the previous paragraph, Néel skyrmions cannot
be stabilized in NbSeTe because of its sizeable IP magnetic an-
isotropy, K, (see in Table 2). Fig. 6(c) and (d) present the
diagram of simulated magnetization via temperature. We find
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that the ML-NbSeTe and ML-ReSeTe have a high T¢ of 1023 K
and 689 K.

Furthermore, the impact of the external magnetic field on
the size and shape of skyrmions in ML ReSeTe is also explored.
The skyrmions at different external magnetic field strengths
are mapped in Fig. 7. When the positive external magnetic
field is applied, the rim of the skyrmion shrinks rapidly to its
center with the increasing magnetic field. The size of the sky-
rmion decreases with the increasing positive external magnetic
field. The significant decrease of the spin component opposite
to the magnetic field induces a qualitative change of the sky-

Fig. 7 (a)-(f) The evolution of the size and shape of skyrmion as a function of the external magnetic field for ReSeTe.
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Fig. 8 (a)—(f) The spin configurations under different tensile and compress strains for ML ReSeTe.
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rmion shape under an external magnetic field. Moreover, the
rim of the skyrmion expands slowly outward with the increas-
ing of the magnetic field, when the negative external magnetic
field is applied. The size of the skyrmion increases with the
increasing negative external magnetic field. Until the magnetic
field is up to —0.5 T, the external magnetic field destroys the
skyrmion state and finally turns into a collinear FM state with
all the spin along the negative direction. The stability of the
skyrmion against an external field is very high and the sky-
rmion can be stabilized under a large range of magnetic fields.
When the external magnetic field is applied, the subtle
balance of all involved energies is broken and subsequently
reconstructed. The Zeeman energy introduces an external
force, which makes the whole system tend to the FM state,
while the DMI competes with the Zeeman energy and stabil-
izes the skyrmion against collapse to the FM state. In addition,
the MAE of ReSeTe under 2% and 3% strain is PMA, so that
strain can also affect the generation of skyrmions. We also pro-
vided the phase diagram of spin configurations under
different tensile and compress strains for ReSeTe in Fig. 8. In
addition to the strain and applied magnetic field, the electric
field can also be used to regulate skyrmions. The experiment
also found that skyrmions can be eliminated by controlling
the direction of the current pulse by using an edge notch.
Finally, the integrated electrical control of magnetic skyrmion
generation and erasing and driving motion can be realized in
a device structural unit, demonstrating the writing, erasing
and addressing functions of the original device.’”

In summary, we have investigated the noncollinear mag-
netic properties of a family of Janus vdW magnets, ReSeTe and
NbsSeTe. All of which are FM metals with the Zener double-
exchange interaction. A significant intrinsic DMI was found in
ReSeTe and NbSeTe with the inversion asymmetry and strong
SOC originated from the Te atoms. The micromagnetic simu-
lations demonstrated that the Néel skyrmion could be stabil-
ized in ML ReSeTe in the absence of an external magnetic
field. The diameters of skyrmions in ML ReSeTe are 25 nm,
which could be shrunk to sub 10 nm by an external magnetic
field. The Néel skyrmion exists under a large range of external
magnetic fields. In this work, we reveal the underlying physics
of the existence of magnetic skyrmions in atomic layered
materials. These findings provide an alternative platform to
discover/design an intrinsic DMI and skyrmion in 2D vdW
magnets for spin orbitronic and memory devices.
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