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. Introduction

Modulation of electronic and magnetic properties
of defective and TM-doped Al,SSe Janus
monolayer (TM = Mn and Fe) through hole and
electron doping

Nguyen Thi Han, 22 Chu Viet Ha, ©2° Nguyen Thanh Son,© J. Guerrero-Sanchez®
and D. M. Hoat (& *¢f

Effective manipulation of electronic and magnetic properties plays a key role in designing practical
applications of materials. In this work, the magnetism engineering in Al,SSe monolayers is studied by
creating pair Al (pVa) vacancies and doping with a pair of TM transition metals (pTM = Mn and Fe).
Further, electronic and magnetic properties are modulated through hole and electron doping. The
pristine AlbSSe monolayer is intrinsically nonmagnetic, exhibiting an indirect gap of 2.04 eV. The creation
of pVa-type defects induces half-metallicity, in-plane magnetic anisotropy (IMA), and an overall magnetic
moment of 2.00 ug. In this case, first neighbor Se atoms and second neighbor Al atoms from defect sites
primarily originate the system magnetic moment. The magnetism of the pVa@mo system can be
significantly enhanced by electron doping that increases the magnetic moment and strengthens the IMA.
Significant monolayer magnetization is also achieved by pTM doping, where impurities produce mainly
magnetic properties. Paired Mn atoms show antiparallel spin alignment to form the ferrimagnetic (FiM)
state of the pMn@mo system, which becomes weaker with electron doping. Meanwhile, the
ferromagnetic (FM) state is stable in the pFe@mo system with parallel spin orientation of Fe impurities,
which becomes much stronger with electron doping. Herein, a high Curie temperature of 972.40 K is
obtained for the pFe@mo system, which increases considerably by electron doping. In addition, the
electronic properties and magnetic anisotropy can be effectively controlled by varying carrier
concentration. Our findings solidly pave the way to make artificially two-dimensional magnetic materials
from the Janus monolayer Al,SSe, where further hole and electron doping can modulate the electronic
and magnetic properties of the defective and doped systems towards selective spintronic applications.

high specific surface area.** Graphene is the first atom-thick
material with macroscopic lateral dimensions to be isolated

It is well known that nanomaterials — with at least one of their
dimensions in the nanometre scale - exhibit enhanced physical
and chemical properties in comparison with their bulk coun-
terparts.”> When restricting only one dimension, two-
dimensional (2D) materials will be formed with novel proper-
ties originating from quantum confinement effects and their
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(from graphite).” So far, extensive experimental and theoretical
studies have demonstrated extraordinary properties of gra-
phene and its derivatives, endowing promise for diverse appli-
cations, such as high-speed electronics and optoelectronics,*’
energy generation and storage,*® gas sensing,'>'" catalysis,">**
bimedicine,'*** and environmental remediation,'*"” among
others. The success of graphene has created renewed interest in
2D materials that can be isolated from their layered bulk
structures facilitated by weak van der Waals interactions'®* or
can be grown from precursors using advanced techniques such
as chemical vapor deposition (CVD)***' and molecular beam
epitaxy (MBE).?>** In addition, modern quantum chemistry with
accurate calculations - facilitated by the powerful high-
performance computer (HPC) systems - has allowed the
prediction of stability and physicochemical properties of
materials. Consequently, a large variety of 2D materials beyond
graphene with different allotropes and chemical compositions

© 2025 The Author(s). Published by the Royal Society of Chemistry
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have been explored experimentally and theoretically. This
family displays diverse intriguing properties, including metallic
nature,**** semimetal,>**” semiconductor,?®?° insulator,**** and
topological insulator.?>3

On the other hand, the layer-structured III-monochalcogenide
semiconductors have attracted great attention due to their
promise for optoelectronics,* photovoltaics,* terahertz genera-
tion,* and nonlinear optical.*” Reducing one dimension, they
form one of the most important groups of 2D semiconductor
materials with tunable band gap, high carrier mobility, high
charge density, and efficient light absorption.*** These charac-
teristics endow III-monochalcogenide semiconductors high-
performance device applications in some fields, including elec-
tronic, optics, and optoelectronics. Besides, researchers have
demonstrated the magnetization of these 2D III-VI materials
induced by lattice defects and doping with transition metals,
opening new magnetic functionalities.’®** In addition, Meng
et al.** have revealed the ferromagnetism and half-metallicity in
GaO and InO monolayers induced by hole doping. Similar effects
of hole doping have been also found for Janus M,SO (M = Ga, In,
and TI) monolayers.*

It is important mentioning that most of the studies explore
those Ga- and In-based materials, meanwhile Al-
monochalcogenides have received much less attention despite
they have quite similar electronic profiles compared to other
III-VI group members.***” In addition, Al,SSe Janus monolayer
has been also predicted using first-principles calculations.**>*
Results show prospective optoelectronic, thermoelectric, and
piezoelectric properties of this Janus structure. To the best of
our knowledge, the magnetism engineering in Al,SSe mono-
layer has not been investigated well, so far. In this work, we
propose the creation of pair Al vacancies and doping with pair
transition metals (TMs = Mn and Fe) to induce feature-rich
magnetic and electronic properties in Al,SSe Janus monolayer.
Further, hole and electron doping is also proposed to control
the magnetic phase and anisotropy of the defective and doped
systems, which is crucial for their selective spintronic applica-
tions. Our study may provide good theoretical guidance for
experiments, where doping process can be realized by CVD
method with transition metal precursors® or creating pair Al
vacancies followed by filling with transition metals.>

ll. Computational details

Within the framework of density functional theory (DFT),** the
projector-augmented wave (PAW) method and Perdew-Burke-
Ernzerhof-parameterized generalized gradient approximation
(GGA-PBE)* are employed to investigate the electronic and
magnetic properties of pristine, defective, and doped Al,SSe
Janus monolayer. It is worth mentioning that PBE functional
generally underestimates the electronic band gap of materials.
Therefore, some alternative methods as self-interactions correc-
tions and hybrid functional have been proposed to give more
accurate results.>*® However, because of its low computational
cost and capability of describing well the band structure profile,
PBE functional is chosen in this work. All calculations are per-
formed with the help of Vienna ab initio simulation package

© 2025 The Author(s). Published by the Royal Society of Chemistry
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(VASP).*>* Since 3d electrons of Mn and Fe transition metals may
have strong correlation, DFT+U by Dudarev et al.** is also adopted
in calculations to treat properly the correlation effects using an
effective Hubbard parameter of U, = 4 eV that has been
commonly employed.®” To consider the effects of weak van der
Waals interactions, DFT-D3 method is chosen.®® Cutoff energy of
500 eV is set when expanding the plane-wave basis set. All the
structural models are relaxed until the residual forces on indi-
vidual constituent atom satisfy the convergence criterion of 1 x
1072 eV A", The self-consistency criterion of energy is set to 1 x
10°° eV. k-Point grids are generated using Monkhorst-Pack
method.* Herein a k-point mesh of 20 x 20 x 1 is generated for
pristine monolayer modeled by an unit cell. In all cases, the
crystal structures contain a vacuum region along z-axis perpen-
dicular to the monolayer plane (xy-plane), where a vacuum
thickness more than 16 A can guarantee negligible interactions
between monolayer images.

In order to study pair Al vacancies (pva) and pair-transition-
metals (pTM = pMn and pFe) doping, a 4 x 4 x 1 supercell of
Al,SSe monolayer is generated, for which the Brillouin zone
integration is performed with a 4 x 4 x 1 k-point mesh.
Formation energy E; of the defective (pva@mo) and doped
(pMn@mo and pFe@mo) systems is calculated using following
expression:

E — E(D@mo) — E(mo) + 2us — 2ury (1)
2
where, E(D@mo) (D = pVa, pMn, and pFe) and E(mo) are total
energy of the defective/doped and pristine Al,SSe systems,
respectively; s and ury denote chemical potential of Al and
TM atoms calculated from their bulk phase, respectively. Then,
cohesive energy E. of D@mo systems is estimated as follows:

E(D@mo) — ny E(Al) — nimE(TM) — nsE(S) — ns. E(Se)
nal + ntMm + Ns + Ase

E =
(2)

herein, E(X) is energy of single X atom and ny refers to the
number of X (X = Al, TM, S, Se) atoms in the defective/doped
systems.

For the magnetic systems, the magnetic anisotropy is
essential to suggest their applications. This property is studied
using magnetic anisotropy energy (MAE) that is calculated
through the energy difference as follows:

MAE = El — E+ (3)

where, total system energies El and E* are calculated when the
easy magnetization axis is set along [100] parallel to and [001]
perpendicular to the monolayer plane, respectively.

I1l. Results and discussion

A. Structural and electronic properties of pristine Al,SSe
Janus monolayer

Fig. 1a shows the optimized 4 x 4 x 1 supercell of Al,SSe Janus
monolayer, whose unit cell contains one formula unit. The
structure displays the atomic stacking S-Al1-Al2-Se, where Al1
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Fig. 1 Visualization of a 4 x 4 x 1 supercell of Janus monolayer
AlSSe: (a) at equilibrium and (b) after 5 ps of AIMD simulations.

and Al2 refer to aluminum atoms bound to S and Se atoms,
respectively. It can be seen the honeycomb arrangement from
top-view, where S/Se and Al1/Al2 pairs are vertically aligned. At
equilibrium, the structure of Al,SSe monolayer is characterized
by following parameters: (1) lattice constant a = 3.68 A that is in
good agreement with previous studies;** (2) chemical bond
lengths daj_s = 2.36 A, dan_a1, = 2.59 A, and dp_se = 2.44 A; (3)
the monolayer thickness 4, = daj1-s + dair-aiz + daiz-se = 1.02 +
2.59 + 1.21 = 4.82 A; and (4) interatomic angles /SAI1S =
102.66° and ZSeAl2Se = 97.60°. Then, the stability of Al,SSe
monolayer is tested through phonon dispersion, ab initio
molecular dynamics (AIMD) simulations, and elastic constants
as follow:

e Phonon spectra are calculated within the framework of finite
displacement method implemented in PHONOPY code.* Results
plotted in Fig. 2a show that in the entire Brillouin zone, all the
vibrational modes are real. The absence of imaginary modes
confirms that Al,SSe Janus monolayer is dynamically stable.

e AIMD simulations are performed in the canonical
ensemble (NVT) along with Nose-Hoover thermostat.®**
Herein, a 4 x 4 x 1 supercell is used and total simulation time
is set to 5 ps (each time step of 2 fs for 2500 simulation steps) at
300 K. From the final structure visualized in Fig. 1b, no signif-
icant migration of the constituent atoms is noted, such that the
structure network is well maintained. In addition, the fluctua-
tions of temperature and system energy are found stable during
the simulations as observed in Fig. 2b. Based on AIMD simu-
lations, it is safe to conclude that Al,SSe Janus monolayer has
good thermal stability.

e Elastic constants C,; and C;, of Al,SSe monolayer are
calculated to be 78.965 and 19.579 N m™ ", respectively. These
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Fig. 2 (a) Phonon dispersion curves and (b) fluctuation of T-temper-

ature and E-energy during AIMD simulations of Janus monolayer
AlL,SSe monolayer.

values satisfy the criteria of mechanical stability®® C;; > 0 and
C11 > |C1al, such that one can safely conclude that Al,SSe Janus
monolayer is mechanically stable.

The electronic nature of Al,SSe Janus monolayer is studied by
calculating its atom- and orbital-decomposed band structure.
From Fig. 3a, it can be noted the indirect-gap semiconductor,
where the forbidden energy region is found between the highest
point of valence band along I'M path at lowest point of conduc-
tion band at M point. Based on our simulations, a band gap of
2.04 eV is obtained for the considered 2D material, which is
agreement with previous calculations.* The upper part of valence
band is formed mainly by chalcogen S and Se atoms, while the
lower part of conduction band is originated mainly from S and
All atoms. More details can be obtained from the orbital-
decomposed band structures given in Fig. S1 of the SI. Specifi-
cally, the energy gap is determined mainly by Al1-s, S-p,, and Se-p,
states. Moreover, py,, . states of S and Se atoms build mainly the
lower parts of valence band, indicating their occupancy. To
further characterize the nature of chemical bonds, electron
localization function of Al,SSe monolayer is illustrated in Fig. 3b.
High electron localization at S and Se atoms indicates that Al1-S
and Al2-Se chemical bonds are predominantly ionic that is
a result of the charge transfer from Al atoms to chalcogen atoms.
Our Bader charge analysis asserts that S and Se atoms attract
charge quantities of 1.49 and 1.40 e, respectively. Meanwhile the
interactions between All and Al2 atoms are mainly covalent as
suggested by the charge accumulation between them.

B. Effects of pair Al vacancies

In this part, the effects of pair vertically aligned Al vacancies on
the electronic and magnetic properties of Al,SSe monolayer are
investigated. According to our simulations, formation energy of
pva@mo system is calculated to be 3.05 eV per atom that

© 2025 The Author(s). Published by the Royal Society of Chemistry
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Fig. 3 (a) Atom-decomposed band structure (the Fermi level is set to 0 eV) and (b) electronic localization function (iso-surface value: 0.8 e A=5)

of Janus monolayer Al,SSe.

indicates the energy required to create pVa-type defect in Al,SSe
monolayer. Then, a negative E. value of —4.06 eV per atom
suggests good structural-chemical stability of this defective
system. Based on our spin-polarized calculations, pva@mo
system has a total magnetic moment of 2.00 ug, indicating that
Al,SSe monolayer is significantly magnetized by vacancies.
Fig. 4 illustrates the spin density in pva@mo system, which

Fig. 4 Spin density (iso-surface value: 0.01 e A~3; green iso-surface:
negative spin value; red iso-surface: positive spin value) distributed in
pVa@mo system.

© 2025 The Author(s). Published by the Royal Society of Chemistry

demonstrates that the magnetism is originated primarily from
the first neighboring Se and second neighboring Al atoms from
defect sites considering large spin iso-surfaces centered at/
between them. In this case, S atoms closest to vacancies also
make little contribution to the system magnetism. In addition,
a negative MAE value of —510.33 peV is obtained for pva@mo
system, indicating its in-plane magnetic anisotropy (IMA). Such
that, the creation of pair Al vacancies may functionalize Al,SSe
monolayer for magnetic field sensing.

Fig. 5a shows the spin-resolved electronic band structure of
pvVa@mo system, where the half-metallicity is composed of
a metallic spin-up state and a semiconductor spin-down state,
suggesting its promise for spintronic applications. In this case,
a spin-down band gap of 0.14 eV is obtained. In addition, pro-
jected density of states (PDOS) spectra of the first S/Se and
second Al1/Al2 neighboring atoms are also given in Fig. 5b to
provide more insights into the origin of the half-metallicity.
Note that Se-p, state is the main responsible of the spin-up
metallic character, where S-p,, All-p,, and Al2-p, states also
make smaller contribution to the spin-up mid-gap subband.
Meanwhile, the spin-down energy gap is regulated by the
separation between Se-p,, states and Se-p,/S-p,/Al1-p./Al2-p,
states. From the spin polarization in PDOS spectra, one can
safely conclude that p, state of the mentioned atoms produces
mainly magnetic properties of pva@mo system.

C. Effects of pair transition metal impurities

Herein, the effects of replacing pair vertically aligned Al atoms
in Al,SSe Janus monolayer by pair TM atoms are investigated.
TM atoms bound to S and Se atoms are denoted by TM1 and
TM2, respectively. Firstly, the magnetic phase is determined by
considering the ferromagnetism (FM, in which two TM atoms
show parallel spin orientation) and ferrimagnetic (FiM, in
which two TM atoms show antiparallel spin orientation), which
are visualized in Fig. 6. Based on our simulations, the FiM phase

RSC Adv, 2025, 15, 51100-51109 | 51103


http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/d5ra09165a

Open Access Article. Published on 19 December 2025. Downloaded on 3/20/2026 3:45:05 PM.

Thisarticleislicensed under a Creative Commons Attribution-NonCommercial 3.0 Unported Licence.

(cc)

RSC Advances

View Article Online

Paper

(b)

0.60 T T T T T T T T T

3.0 ——=Spin-up (a —— Spin-down

1
i

25} 1 1

\

-
o

-
o

e
o

O S S S

-
T

Energy (eV)
Density of states (States/eV)

o

'
-

|

R
T

Fig. 5
level is set to 0 eV).

is stable in pMn@mo system with an energy of 1121.17 meV
smaller than that of FM phase. In contrast, pFe@mo system is
intrinsically ferromagnetic with an energy difference of 251.26
meV between magnetic phases. From now on, the stable
systems are denoted by FiM-pM@mo and FM-pFe@mo, whose
formation energy is calculated to be 2.36 and 1.97 eV per atom,
respectively. Note that pTM doping requires less energy than
creating pVa vacancies. Moreover, higher energy should be
supplied to realize the pMn doping, considering larger E¢ value
of FiM-pMn@mo system. For ferromagnetic system, Curie
temperature 7 is an essential parameter. Therefore, we calcu-
late this parameter of FM-pFe@mo system using the mean-field
approximation (MFA) as follows:®°

—2AFE

Te= Nk (4)
where AE is the energy difference between FM and FiM states; kg
is Boltzmann constant; and N = 2 denotes number of transition
metals in the supercell. Our calculations provide a high Curie
temperature of 972.40 K, suggesting the robustness of the
ferromagnetism in FM-pFe@mo system against variation of
temperature. It is important mentioning that mean-field
approximation overestimates Curie temperature because of
the inaccurate description of percolation effects. Therefore, an
empirical relation has been proposed to obtain more reliable
results:” Tg™PIieal — 0 51 x TMF, According to this relation, an
empirical Curie temperature of 495.92 K is obtained, which is
above room temperature to suggest promise of the ferromag-
netism for practical applications. In addition, the IMA is found
in FiM-pMn@mo system as suggested by negative MAE value of
—46.16 peV, meanwhile positive MAE value of 2361.54 peV
confirms the perpendicular magnetic anisotropy (PMA) of FM-
pFe@mo system. Such that we can recommend FM-pFe@mo
system to fabricate magnetoresistive random-access memories

51104 | RSC Adv, 2025, 15, 51100-51109
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negative spin value; red iso-surface: positive spin value) and energy of
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Fig.7 Spin-resolved band structure and projected density of states of transition metal impurities and their nearest neighboring S/Se atoms of (a
and b) pMn@mo and (c and d) pFe@mo systems (the Fermi level is set to 0 eV).

(MRAMs), while FiM-pFe@mo systems shows prospective
applicability for the magnetic field sensing.

The spin-resolved band structures of the doped systems are
given in Fig. 7a and c. Results demonstrate that pair Mn impu-
rities induce the magnetic semiconductor nature in Al,SSe Janus
monolayer, where both spin-up and spin-down states show the
semiconductor character with energy gaps of 1.66 and 1.61 eV,
respectively. Otherwise, the half-metallicity is achieved by doping
with pair Fe impurities, where the band structure is composed of
metallic spin-up state and semiconductor spin-down state with
energy gap of 1.6 eV. The emergence of feature-rich properties
suggests the pTM doping as effective methods to functionalize
Al,SSe Janus monolayer towards spintronic applications. The
contribution of TM impurities and their nearest neighboring S/Se
atoms to the pTM@mo systems electronic and magnetic prop-
erties is analyzed through their PDOS spectra given in Fig. 7b and
d. It can be seen that TM-d,-—d,, states form mainly the mid-gap
subbands above the Fermi level. Moreover, the spin-up metallic
character of FM-pFe@mo system is given primarily by Fe-d,, state

© 2025 The Author(s). Published by the Royal Society of Chemistry

that hybridizes with Se-p, state. To study quantitatively the
interactions between TM impurities and the host Al,SSe mono-
layer, Bader charge analysis is performed. It is found that Mn1/
Fel and Mn2/Fe2 atoms lose charge quantities of 0.89/0.64 and
0.73/0.53 e, respectively. Note that TM1 atoms lose larger charge
quantity than TM2 atoms, which is due to that TM1 atoms are
surrounded by S atoms that are more electronegative than Se
atom (surrounding TM2 atoms). Consequently, pair Mn and Fe
impurities transfer charge quantities of 1.53 and 1.26 e to the
host monolayer, respectively.

D. Effects of hole and electron doping on the defective and
doped system

Now, hole and electron doping is proposed to tune the elec-
tronic and magnetic properties of 2D defective and doped
Al,SSe systems. For such goal, 0.5 and 1.0 carrier/supercell
concentrations is added in 4 x 4 x 1 supercell. Herein, hole
concentrations are denoted by negative values, meanwhile
positive values refer to the electron concentrations. The carrier-

RSC Adv, 2025, 15, 51100-51109 | 51105
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Table 1 Energy of magnetic phase transition AE (meV), magnetic
anisotropy energy MAE (ueV), and spin-dependent band gap Eq (eV;
spin-up/spin-down) of the defective and doped Al,SSe systems

Carrier concentration

-1.0 —0.5 0.0 0.5 1.0
pvVa@mo
MAE 0.00 —208.59 —510.33 —803.89 —1147.55
Eg M/M M/M M/0.14 1.66/0.16 1.62/0.17
pMn@mo
AE 1116.15 1119.78 1121.17 805.19 307.42
MAE 111.51 3.26 —46.16 —223.90 1350.79
E, M/1.63 1.66/1.61 1.66/1.61 M/1.82 M/1.90
pFe@mo
AE —270.32 —262.17 —251.26 —542.74 —1535.22
MAE 363.03 215.87 2361.54 2086.64 —1047.95
Eg 1.98/M M/1.94 M/1.61 M/1.62 1.59/1.56

dependent results of energy of magnetic phase, magnetic
anisotropy, and band gap of pva@mo, pMn@mo, and pFe@mo
systems are summarized in Table 1, which are also plotted in
Fig. 8.

For the defective pva@mo system, it is found that electron
doping strengthens the monolayer magnetism by increasing
overall magnetic moment, meanwhile the magnetization
becomes weaker by hole doping and nearly disappears at high
hole level. Specifically, total magnetic moments of 0.05, 1.24,
2.45, and 2.97 are obtained at carrier concentrations of —1.0,
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Fig. 8 (a) Energy of magnetic phase transition and (b) magnetic

anisotropy energy of pVa@mo, pMn@mo, and pFe@mo systems at
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—0.5, 0.0, 0.5, and 1.0 carrier/supercell, respectively. It is found
also that carrier doping preserves the IMA of pva@mo system,
however this is weakened with hole doping considering that
MAE values becomes less negative. In contrast, the IMA is
considerably strengthened with additional electrons in the
system due to that MAE values becomes much more negative (a
value of —1147.55 peV is obtained at 1.0 electron per supercell).
Related to the electronic properties, pva@mo system is metal-
lized by hole doping since both spin states exhibit metallic
character, while the transition from half-metallic to magnetic
semiconductor nature is induced by electron doping. From
these results, it can be safely concluded that electron doping is
efficient to enhance the electronic and magnetic properties of
pva@mo system, making it more suitable for spintronic
applications.

In the cases of pMn-doped Al,SSe systems, it is found that
hole doping influences insignificantly on the energy of
magnetic phase transition AE, meanwhile electron doping
reduces this parameter. The ferrimagnetism is preserved,
however the AF reduction asserts that FiM state becomes less
stable with electron doping. Moreover, the addition of hole
gives place to the IMA-to-PMA switching, meanwhile 0.5 elec-
tron per supercell enhances the IMA as suggested by more
negative MAE value. Further increasing electron level will turn
the magnetic anisotropy to PMA with a large positive MAE value
of 1350.79 peV. The electronic properties of pMn@mo system
can be effectively controlled by carrier doping, where the half-
metallicity or magnetic semiconductor nature can be obtained
depending on the carrier concentration. These results demon-
strate the effectiveness of carrier doping to selectively make
pMn@mo system promising 2D platforms for magnetic field
sensing and MRAM:s fabrication.

Hole doping is found to not influence significantly on the FM
phase of pFe@mo system considering that AE exhibits very
small variation. In contrast, the ferromagnetism is considerably
enhanced with electron doping, where much more negative AE
values of —542.74 and —1535.22 meV are obtained at 0.5 and 1.0
electron per supercell, respectively. Note that these values
correspond to very high Curie temperatures of 2100.40 and
5941.30 K, respectively. Our calculations show that MAE value
becomes less positive, suggesting the reduction of PMA
stability, where stronger effects are induced by hole doping. At
high electron level of 1.0 electron per supercell, the IMA is
turned on in pFe-doped Al,SSe system. In addition, pFe@mo
system maintains its half-metallicity with carrier doping, except
for 1.0 electron per supercell at which the magnetic semi-
conductor nature with spin-up/spin-down gaps of 1.59/1.56 eV
is obtained. Based on our simulations, the magnetism of
pFe@mo system can be effectively modified by electron doping
to enhance the ferromagnetism and switch the magnetic
anisotropy, meanwhile the hole doping exhibits insignificant
effects.

IV. Conclusions

In summary, first-principles calculations have been performed
to investigate the magnetism engineering in Al,SSe Janus

© 2025 The Author(s). Published by the Royal Society of Chemistry
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monolayer through lattice defects and TM doping, and further
modulation of electronic and magnetic properties through hole
and electron doping. Pristine Al,SSe monolayer has good
structural stability, showing a relatively large indirect gap that is
determined mainly by Al1-s, S-p,, and Se-p, states. The Al1-Al2
chemical bond is predominantly covalent, while the ionic
character is confirmed for Al1-S and Al2-Se bonds. The creation
of pair Al vacancies induces the half-metallicity, where S-p,, Se-
Pxy,2 All-p;, and Al2-p, states originate mainly the electronic
subbands around the Fermi level and produce the system
magnetism. The magnetism becomes weaker with hole doping,
and disappears with high hole level. In contrast, electron
doping can strengthen the system magnetism and enhance the
in-plane magnetic anisotropy to make pva@mo system more
suitable for magnetic field sensing. Hole doping metallizes
pvVa@mo system, while the transition from half-metallic to
magnetic semiconductor nature is achieved by electron doping.
Doping with pair Mn atoms induces the ferrimagnetism with
IMA in Al,SSe monolayer, while the ferromagnetism with PMA
is obtained by doping with pair Fe atoms. Moreover, doping
approaches make strong spin polarization at the vicinity of the
Fermi level, which can be attributed to TM-3d orbital that also
originates primarily magnetic properties. Hole doping influ-
ences insignificantly on the magnetic state of the doped system.
Meanwhile electron doping is found to weaken the FiM state of
pMn@mo system and enhance considerably the ferromagne-
tism of pFe@mo system. Depending on the carrier concentra-
tion, magnetic anisotropy can be switched from IMA to PMA,
Moreover, feature-rich half-metallic and
magnetic semiconductor natures can be also modulated by
varying the carrier level. Our results may introduce promising
2D spintronic materials made from Al,SSe Janus monolayer,
where selective applications can be designed by hole and elec-
tron doping.

and vice verse.
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