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Anisotropic Rashba splitting in Pt-based Janus monolayers
PtXY (XY =S, Se, or Te)

The intrinsic structure asymmetry in two-dimensional

(2D) Janus materials leads to various novel phenomena
that have important applications in spintronics. Among the
fascinating phenomena are the Rashba and Dresselhaus
effects, which are momentum-dependent spin splitting
effects in materials with asymmetry. In this work, using
first-principles calculations, we observed the spin-orbit
coupling (SOC)-induced anisotropic Rashba and
Dresselhaus splittings in monolayer Pt-based Janus TMDs.
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Recent studies have demonstrated the feasibility of synthesizing two-dimensional (2D) Janus materials
which possess intrinsic structural asymmetry. Hence, we performed a systematic first-principles study of
2D Janus transition metal dichalcogenide (TMD) monolayers based on PtXY (XY = S, Se, or Te). Our
calculated formation energies show that these monolayer Janus structures retain the 1T phase.
Furthermore, phonon spectral calculations confirm that these Janus TMD monolayers are
thermodynamically stable. We found that PtSSe, PtSTe, and PtSeTe exhibit an insulating phase with
indirect band gaps of 2.108, 1.335, and 1.221 eV, respectively, from hybrid functional calculations. Due to
the breaking of centrosymmetry in the crystal structure, the spin-orbit coupling (SOC)-induced
anisotropic Rashba splitting is observed around the M point. The calculated Rashba strengths from M to
T (a1 are 1.654, 1.103, and 0.435 eV A~%, while the calculated values from M to K (a§ %) are 1.333,
1.244, and 0.746 eV A7L, respectively, for PtSSe, PtSTe, and PtSeTe. Interestingly, the spin textures reveal
that the spin-splitting is mainly attributed to the Rashba effect. However, a Dresselhaus-like contribution
also plays a secondary role. Finally, we found that the band gaps and the strength of the Rashba effect

can be further tuned through biaxial strain. Our findings indeed show that Pt-based Janus TMDs
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1. Introduction

The discovery of exfoliated graphene has been an important
milestone in the field of two dimensional (2D) materials." Over
the years, it has been extensively studied and was found to have
exemplary properties such as high electron mobility, low resis-
tivity, large breaking strength, and others that have various
applications.”®* However, graphene was found to possess a small
band gap and very weak spin-orbit coupling (SOC), which are not
suitable for semiconductor applications.*® As a result, research
on materials having the same hexagonal structure as graphene,
but with different electronic and magnetic properties, has been
gaining momentum ever since.*>* Some materials that are
currently of interest are MXenes,” hexagonal boron nitride,"
group IV-based" and group III-V** based honeycombs, transition
metal dichalcogenides (TMDs),”*™*® and Janus TMDs.>**” Of all
these materials, Janus 2D TMDs have recently been in the
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demonstrate the potential for spintronics applications.

spotlight because of their novel properties***” due to breaking of
symmetry via heterostructures,”?® functionalization,>*** or
substitution >*-2>2426:27

TMDs are defined by a general formula of MX, with M cor-
responding to the transition metal, and X corresponding to
chalcogens S, Se, or Te. On the other hand, Janus 2D TMDs are
materials derived from the original TMD monolayer with the
chemical formula of MXY, where one of the X is replaced by
a different element (Y) such that Y can be a chalcogen, halogen,
or pnictogen.”® Due to the difference in elements, Janus TMDs
possess non-uniform charge distribution and symmetry
breaking which have led them to manifest unique properties.
Recently, monolayer MoSSe has been successfully fabricated by
a selenization process from MoS, (ref. 28) and sulfurization
process from MoSe,,* while the WSSe thin film by chemical
vapor deposition,* which has served as an inspiration for
theoretical studies with these materials.>*~** Moreover, theoret-
ical studies have predicted Janus 2D TMDs to have various
applications such as band engineering,*"** sensors,** optoelec-
tronics,* valleytronics,* magnetic memory devices,* transis-
tors®” and the Rashba effect.****

Materials with significant SOC strength are particularly
interesting because spin will be included in the system in
addition to electron charge. This leads to various novel
phenomena that have important applications in

© 2021 The Author(s). Published by the Royal Society of Chemistry
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spintronics.”™® One of the fascinating phenomena is the
Rashba effect,”*”** which is a momentum-dependent spin
splitting in materials with asymmetry.**** Experimental obser-
vation of the Rashba effect is done by magnetotransport
measurements, in the case of AlGaAs/GaAs,* and angle resolved
photoemission spectroscopy (ARPES) techniques, like in the
case of Bi,Se; (ref. 50) and PtBi, (ref. 51).Theoretical investiga-
tions have predicted that the Rashba effect exists in many 2D
materials such as in heterostructures,”* metal-semi-
conductors,>»* heavy metal films, and in Janus 2D
TMDs.>>+425758 Interestingly, the effect of Rashba spin splitting
can be further tuned®*® by applying external electric fields and
by strain engineering, which have exciting applications in

~~
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spintronics,®* and
magnetism.**

Among the Janus 2D TMDs, studies regarding PtXY (X,Y = S,
Se, or Te) have been gaining some attention,**”® mostly
focusing on their optical,* structural stability,*® mechanical,*>*
electronic,**® and thermal properties.® In addition, monolayer
Janus PtSSe has already been experimentally realized.”
However, most of the studies did not explore further on the
effect of breaking of symmetry and SOC, giving rise to Rashba
splitting. Thus, we attempt to fill this gap by focusing our
attention on the Rashba splitting in PtXY. In this study, we find
that the PtXY monolayers retain the 1T phase based on the
calculated formation energies, and are also thermodynamically

Majorana zero modes,*”> optics,*

Monolayer X,
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Fig. 1

(a) Representation of the fabrication process of monolayer 1T Janus PtXY (X,Y =S, Se, or Te) from the parent PtX, material. (b) 2D Brillouin

zone with high symmetry points. The phonon dispersions of (c) PtSSe, (d) PtSTe, and (e) PtSeTe. (f) Schematic diagram of the anisotropic Rashba
spin-splitting with energies (EX T and EX ) and momentum offsets (kT and k& ).
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stable based on phonon calculations. In addition, their elec-
tronic properties exhibit an insulating phase with indirect band
gaps. Moreover, we observe that the anisotropic Rashba split-
ting occurs in the M-I" and M-K directions, similar to other
Janus 2D TMDs, such as in MoSSe.*® However, further analysis
of the spin texture shows that PtXY Janus monolayers exhibit
a combination of Rashba effect and Dresselhaus-like contribu-
tion. Finally, we highlight that the strength of the Rashba effect
and band gap can be tuned by applying biaxial strain. These
results are promising for future applications in spintronics.

2. Methodology

The systematic first-principles calculations on Janus PtXY
monolayers were performed within the density functional
theory framework as implemented in the Vienna Ab initio
Simulation Package (VASP)”* using the projector-augmented
wave (PAW)” and the Perdew-Burke-Ernzerhof (PBE) func-
tional with an energy cut-off set to 600 eV. The volume and
atomic positions of the crystal structures were allowed to relax
until the residual force acting on each atom was less than
107% eV A~ and the self-consistent convergence criterion for
electronic structures was set to 10~ ° eV. The first Brillouin zone
(BZ) was sampled using a I'-centered Monkhorst-Pack” grid of
36 x 36 x 1, and a vacuum of 20.0 A was added to eliminate the
interaction due to periodic boundary conditions. The formation
energies were calculated for both monolayer 2H and 1T phases
to verify their stable structures. To further investigate the
thermodynamic stability of the structures, phonon spectral
calculations were performed using Phonopy.” Moreover, hybrid
functional approach HSE06 (ref. 75 and 76) calculations were
also performed to obtain the accurate band gaps for the
unstrained cases. SOC was included in all the self-consistent
calculations. These two calculation settings are necessary to

Table1 The calculated formation energies per formula unit (eV f.u. ™%

for pristine PtX, and Janus PtXY monolayers in 1T and 2H structures

Formation energy per formula unit (eV f.u.™)

Structure PtS, PtSe, PtTe, PtSSe PtSTe PtSeTe
1T —2.34 —1.48 —1.07 —1.87 —1.45 —1.22
2H —0.58 —-0.17 —0.24 —0.38 —0.53 —0.19
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replicate and predict experimental results with higher accuracy.
Finally, an in-plane biaxial strain from —3.0% to 5.0% was
applied and the atomic positions were allowed to relax.

3. Results and discussion

In this study, we first establish the preferred crystal structure of
the Janus PtXY monolayers, in comparison with their parent
materials, PtX, (ref. 14 and 19) TMDs. Fig. 1a shows the sche-
matic diagram of the fabrication process of monolayer 1T Janus
PtXY (X,Y = S, Se, or Te) through chalcogen substitution from
its parent PtX, material, and Fig. 1b shows the corresponding
first BZ. Similar to monolayer TMDs (MX,), the monolayer PtXY
possesses a graphene-like honeycomb lattice in which the
transition metal (Pt) is sandwiched between two different
chalcogen atoms. The Pt atoms are bonded to three X and three
Y atoms on each side, forming a C;, point group. The calculated
formation energy per formula unit (eV f.u.”") of the PtX, and
PtXY monolayers indicates that the more stable structure is 1T,
as compared to 2H, and is summarized in Table 1. Our results
are in agreement with recent studies,***” with minor differences
in lattice parameters which originate from the different van der
Waals corrections used in the calculations.

Additionally, phonon dispersions in Fig. 1c-e reveal that 1T
PtXY are thermodynamically stable® and in agreement with
recent studies.®**””® Moreover, the 2D PtX, parent materials
have been experimentally synthesized®’””® in 1T, as well as
PtSSe,” hence implying the stability of the resulting PtXY in 1T
structure. Thus, we focus our attention on the 1T phase for the
rest of the discussion. The corresponding optimized lattice
constants of PtXY in the 1T phase are listed in Table 2. Here, we
see the trend that the lattice constants gradually increase as the
sum of the atomic radii of X and Y chalcogen atoms increases.
Further, due to the different elements, the bond lengths of Pt-X
and Pt-Y are different (see Table 2), and thus the cen-
trosymmetry is broken.

After confirming the stability, we next discuss the electronic
properties of PtXY. All the Pt Janus monolayers considered in
this study exhibit an insulating phase, as shown in the band
structures in Fig. 2a-c and d-f for without and with SOC,
respectively. For all the materials, the lowest point of the
conduction band minimum (CBM) is located in-between I
and M, while the highest point of the valence band maximum
(VBM) is located in-between K and I" for PtSSe and PtSTe, and at

Table 2 Structural parameters a (lattice constant in A) and dym (the bond length in A), bandgap Epseos and Epge With SOC using HSEO6 and PBE
calculations (eV), respectively, and af % is the Rashba parameter (eV A™) where X is " or K for M=T" and M—K directions, respectively. The

corresponding effective masses (m.) of each material are also provided

Effective mass

(1me)

Material a (&) drves (A) draese (A) drvire (A) Epseos (Epse) (€V) M-T M-K oN T (evA™) N (evATY
PtSSe 3.659 2.431 2.500 — 2.108 (1.520) 0.091 0.136 1.654 1.333
PtSTe 3.807 2.497 — 2.625 1.335 (0.930) 0.136 0.272 1.103 1.244
PtSeTe 3.892 — 2.590 2.650 1.221 (1.050) 0.068 0.068 0.435 0.746
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Fig. 2 Band structures of the PtSSe monolayer (a) without and (d) with SOC, PtSTe monolayer (b) without and (e) with SOC, and PtSeTe
monolayer (c) without and (f) with SOC using PBE functional. The red and blue lines correspond to the VBM and CBM, respectively. The dashed
magenta square highlights the anisotropic Rashba effect of PtXY Janus monolayers.

I" for PtSeTe. The corresponding calculated band gaps using
PBE and HSE06 with SOC are shown in Table 2. Using the
HSE06 (PBE) functional, the PtSSe monolayer exhibits the
largest indirect band gap of 2.108 eV (1.520 eV), and then PtSTe
and PtSeTe exhibit indirect band gaps of 1.335 eV (0.930 eV) and
1.221 eV (1.050 eV), respectively. Our DFT-PBE results predict
that PtXY are indirect band gap semiconductor, similar to
recent studies.®®®” Furthermore, in order to obtain accurate
band gaps, HSE06 calculations were included in our study, as
shown in Table 2. We note that HSE06 calculations were not
included in the previous two studies.*®%”

We now examine in more detail the monolayer band struc-
tures upon the inclusion of SOC. As shown in Fig. 2d-f, aniso-
tropic Rashba splitting can be observed at the VBM around
the M point when SOC is included, as highlighted by the dashed
magenta square. The Rashba splitting occurred due to the
potential gradient generated by the asymmetric distribution of
charges.”

For 2D systems, the Bychkov-Rashba Hamiltonian can be
written as®*#*8

’La(val V) (1)

Hr = —«
R 4ma2c?

where « is the Rashba primary correlation factor, % is the

reduced Planck constant, m- is the effective mass, c is the speed
of light in vacuum, ¢ is the Pauli spin matrices, p is the linear

© 2021 The Author(s). Published by the Royal Society of Chemistry

momentum defining the momentum space, V ; is the gradient
operator, and V is the electric potential. Incorporating the
perpendicular electric field (E,) in eqn (1), we get the following
expression:*®

o W’E,

Hi =
4ms2c?

(0 xk)z2=oagr(0x k)z (2)

where k represents a vector in momentum space.
From eqn (2), the general Rashba interaction coefficient,
commonly referred to as the Rashba parameter ay, is given by:**
o'H*E,

= G ©)

Hence, the dispersion relation for the Rashba spin-splitting
phenomenon is:**#"%>

WK w

E. (k) + agk (k +kg)* — Er (4)

2m =

This relation describes two parabolas that are shifted from
the origin. We can then derive from eqn (4) the expression for
the Rashba parameter oy in terms of the Rashba energy Er and
momentum offset kr from the k vector:*3

2E,
ag = lTRR (5)

Nanoscale Adv., 2021, 3, 6608-6616 | 6611
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For systems with anisotropic Rashba spin-splitting (see
Fig. 1f), the Rashba parameter defined in eqn (5) can be further
modified to incorporate the different directions of kg, such that:

B ZEM—F
T = ©

B 2EM—K
K = 2R @
R

where eqn (6) and (7) correspond to the Rashba parameter oy
along the M-T" and M-K directions, respectively. The calculated
o™ and a7 for PtXY monolayers with their corresponding
effective masses (m+) are summarized in Table 2. The calculated
values of o' are 1.654, 1.103, and 0.435 eV A~', while the
calculated values of o are 1.333, 1.244, and 0.746 eV A%, for
PtSSe, PtSTe, and PtSeTe, respectively.

It is clearly evident that the Rashba splitting is indeed
anisotropic and is highly dependent on the directions selected
in the Brillouin zone. Moreover, both o " and o decrease as
the net atomic mass, hence the SOC strength, of the XY chal-
cogens increases (SSe < STe < SeTe). Furthermore, we would like
to note that Janus MoXY and WXY TMD>** monolayers retain
the 2H phase (trigonal), while in our study, PtXY retains the 1T
phase (octahedral). Because of their intrinsic crystal symmetry,
breaking of mirror symmetry occurs in MoXY and WXY, while
the breaking of inversion symmetry occurs in PtXY. Another
difference between MoXY (or WXY) and PtXY Janus monolayers
is that the Rashba splitting for MoXY (or WXY) occurs at T,
while for PtXY it occurs at M. A comparison of the Rashba
parameter of PtXY monolayers to the well-known Rashba
materials is shown in the ESI Table S1.7

To further elucidate the mechanism of the Rashba spin
splitting in PtXY monolayers, we show in Fig. 3a-c and d-f the
magnified images of the band splitting at the VBM along the I"'-
M-T" and K'-M-K directions, respectively. The significant
difference in the magnitude and shape of the band splitting due
to the Rashba effect emphasizes the anisotropic Rashba spin
splitting exhibited by PtXY. In addition to the band structure,
the spin-resolved constant energy 2D spin textures are also
plotted in Fig. 3g-i. The black arrows represent the in-plane S,
and S, vector components, while the blue-to-red color gradient
represents the out-of-plane S, vector component. It is clearly
shown that the spin arrows in the outer band exhibit a clockwise
rotation, while the spin arrows in the inner band exhibit
a counterclockwise rotation, thus visually confirming the char-
acteristic signature of the Rashba splitting. Also, the elliptical
shapes of the inner and outer branches of the split band also
highlight the anisotropic band splitting. For visual representa-
tion, the 3D band structure of PtSSe is shown in Fig. 3f. The two
parabolas crossing at the M-point emphasize the Rashba effect.
Interestingly, it is also evident in the spin textures that the
orientation of the spin directions is not purely rotational, which
is in contrast with the characteristic feature of pure Rashba-
induced spin splitting.*® To explain this peculiar phenom-
enon, it is important to note the two types of SOC splitting with
inversion asymmetry, namely Rashba*®*** and Dresselhaus*
effects. For the pure Rashba SOC, the spin is always orthogonal

6612 | Nanoscale Adv., 2021, 3, 6608-6616
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to the k vector, while for the pure Dresselhaus SOC, the spin can
be either parallel or orthogonal to the k vector.*® In the case of
PtXY monolayers, it is obvious that the spin-splitting is
primarily due to the Rashba effect, and the notable presence of
a Dresselhaus-like contribution plays a secondary role in the
observed phenomenon.*** In this scenario, we highlight that
the Dresselhaus effect is caused by the bulk inversion asym-
metry (BIA).*” The parent PtX, monolayers in the 1T structure
possess the inversion symmetry, but upon transition to the
Janus PtXY monolayer structure, the breaking of this symmetry
occurs. This results in the Dresselhaus effect in the 2D thin film,
in addition to the Rashba effect.

We further note that for materials with spin splitting at the
gamma point, e.g. W-based and Mo-based materials, the major
contributing factor is purely due to the Rashba effect. In
contrast, for materials such as PtXY monolayers where the spin
splitting occurred at the low symmetry M-point, the interplay
between the Rashba and Dresselhaus effects is the crucial
factor. The potential applications of materials with these exotic
properties are persistent spin helix observed in magnetic insu-
lators,* GaAs low-dimensional systems,*”*° long spin relaxation
times,”*> and spin field-effect-transistors®*® for spintronic
devices as well as optoelectronic devices.”® Moreover, the
phenomenon of the Rashba and Dresselhaus effects occurring
in 2D systems has not been fully explored, and thus our study
provides significant insights into this new type of material.

To explore the manipulation of the Rashba spin splitting in
Janus PtXY monolayers, an in-plane biaxial strain is applied in
our calculations. The electronic properties of each monolayer
under strain (from —3.0% to 5.0%) were studied, and the cor-
responding band structures are shown in the ESI Fig. S1-S3.
The band gap evolution as a function of strain is plotted in
Fig. 4a-c. For the PtSSe monolayer, tensile strain decreases the
band gap, while compressive strain increases it until a critical
strain of —2.0% where the band gap reaches its maximum
value, and then starts to decrease. This trend in bandgap
modulation under strain is in good agreement with the recent
work.”” In contrast, both PtSTe and PtSeTe monolayers experi-
ence a decrease in the band gap with compressive strain, while
tensile strain increases the band gap until a critical strain of
4.0% and 2.0%, respectively, where the maximum band gaps are
reached, and then starts to decrease again. Also, no change in
band-gap types, i.e. indirect-to-direct or direct-to-indirect tran-
sition, was observed upon applying biaxial strain, indicating
that Pt-based Janus TMDs preserved some electronic properties
of their parent materials."*® The calculated Rashba parameters
o T and o ¥ as a function of biaxial strain are also presented
in Fig. 4d-f. We found that the tensile strain suppresses the
Rashba splitting, while the compressive strain enhances it.
However, a significant enhancement was only found in PtSSe
and PtSTe, while minimal changes were observed in PtSeTe. In
general, the Rashba parameters could be further manipulated
upon application of compressive strain due to the enhancement
of the structural asymmetry of the material. Engineering the
material properties such that they will possess a large Rashba
parameter is desirable for applications such as spin-field effect
transistors®” and detection of Majorana fermions.*®

© 2021 The Author(s). Published by the Royal Society of Chemistry
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Fig. 3 The band structures using the PBE functional with SOC of (a and d) PtSSe, (b and e) PtSTe, and (c and f) PtSeTe along the (a-c) I'-M-T
and (d-f) K'=M-K k-path directions. The red and blue circles of (a—c) correspond to S; and Sy, respectively. The red and blue circles of (d-f)
correspond to Sy and S, respectively. The dashed green line corresponds to the energy slice of the 2D spin texture. The energy contour of the
2D Fermi surface spin-textures of (g) PtSSe at £ — Er = —1.3 eV, (h) PtSTe at E—£r = —1.35 eV, and (i) PtSeTe at E — Er = —1.55 eV. The direction of
the arrows corresponds to S, and S,, while the red and blue colors correspond to S,. (j) 3D band structure of PtSSe. The color gradient
corresponds to the energy along the z-axis. The two parabolas crossing at the M-point are the evidence of the Rashba effect.

© 2021 The Author(s). Published by the Royal Society of Chemistry
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(a—c) Calculated system band gaps using the PBE functional as a function of in-plane biaxial strain for PtXY monolayers when SOC is

included. (d—f) Calculated Rashba parameters oy " and af ¥ as a function of in-plane biaxial strain for PtXY monolayers along the M=T" and M—K

directions, respectively.

4. Conclusion

We have presented a systematic study of Janus PtXY (X,Y = S, Se,
or Te) monolayers using first principles calculations. Formation
energy and phonon spectral calculations demonstrate that all the
Janus structures are thermodynamically stable in the 1T phase.
All the monolayers exhibit an insulating phase with indirect band
gaps. Moreover, the Janus PtXY monolayers intrinsically possess
anisotropic Rashba-type spin splitting due to the out-of-plane
centrosymmetry breaking and the SOC effect. In addition, the
different magnitudes of the splitting quantified by the Rashba
parameters oy * and o} ¥ as determined by the SOC strength of
their constituent elements are also presented. Interestingly, the
spin texture revealed that the spin-splitting is mainly due to the
Rashba effect, but a Dresselhaus-like contribution is also
exhibited due to the breaking of inversion symmetry. Finally, the
band gap and strength of the Rashba effect can be tuned by strain
engineering. With the research development in the SOC-induced
Rashba spin splitting of inversion asymmetric systems, broad
topics in physics and materials science are now converging to the
new age of spintronics. Our results demonstrate the potential of
Janus PtXY monolayers in this exciting new field.
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