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Identifying and evaluating novel and extremely stable materials for catalysis is one of the major challenges
that mankind faces today to rapidly reduce the dependence on fossil fuels. To contribute to achieving this
goal, we have evaluated within the density-functional framework the properties of a new two-dimen-
sional MXene structure, the asymmetric MXene YZrCOF monolayer. Phonon dispersion calculations at 0 K
and 300 K indicate that the studied material is dynamically stable. The calculations also indicate that the
material has a rigid crystal structure with a wide band gap, a strong potential difference, and a band-gap
alignment that favors the production of both H, and O, molecules from water splitting. We also report
the outcome of the strain effect on the electrical and photocatalytic characteristics of the studied
material. We will demonstrate that even under a large strain, the YZrCOF monolayer is stable and useful
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1. Introduction

At present, the global energy crisis and pollution are major
challenges faced by society. The dependence on fossil fuels
and overuse of natural resources have led to an alarming
increase in greenhouse gas emissions and environmental
degradation. The development of technologies capable of pro-
ducing renewable energy with low or harmless emissions has
become a crucial task for modern societies. One alternative to
overcome this issue is the use of green energy, for instance,
green hydrogen, as an alternative to fossil fuels. In fact, green
hydrogen is a clean and versatile energy source that could be
produced from renewable resources. For instance, through
water electrolysis using solar energy. Hydrogen can be
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employed to produce electricity and in the transportation and
industrial sectors, offering a sustainable alternative to fossil
fuels and therefore contributing to lowering greenhouse gas
emissions." Additionally, hydrogen can be stored and used to
stabilize electrical grids, enhancing the reliability of energy
systems. Thus, the development of materials tailored to
improve the efficiency of green hydrogen production is cur-
rently a hot topic. One efficient mechanism to achieve this
goal is the hydrogen evolution reaction (HER), which offers a
potential solution for allowing excess renewable energy to be
stored as hydrogen.” This mechanism is part of the photo-cata-
Iytic water-splitting reaction. The challenge resides in the search
for materials optimized for such are action. Due to their pro-
perties, a wide range of two-dimensional (2D) materials have
recently been intensively explored as photo-catalysts for water
splitting.® In contrast to bulk photo-catalysts, 2D photo-catalysts
offer various benefits, including a larger specific surface area for
efficient photo-catalytic reactions, high photon absorption in the
visible light spectrum, and reduced exciton recombination rates.
In theory, an ideal photo-catalyst needs to meet some character-
istics to allow its availability for the water-splitting process. First
of all, it must possess a band gap equal to or larger than 1.23 eV.
The origin of this value is the difference between the redox poten-
tials of H'/H, and H,0/0,. Second, the band-edge alignment of
the photo-catalyst needs to span both the reduction and oxi-
dation potentials of water.® Additionally, the material should
have both a large light absorbance and a large quantum
efficiency.” Finally, the material should be stable mechanically,
dynamically, and thermally.

This journal is © The Royal Society of Chemistry 2024
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To guarantee an efficient water-splitting mechanism and
produce both H, and O, molecules, the material used as a
catalyst must allow external control of the internal electric
fields using photo-excited charge carriers. Among the 2D
photo-catalysts, 2D Janus structures, due to the presence of a
vertical intrinsic electric field (EF), have shown the capability
to accelerate the inhibition of the recombination of excitons
and ensure photo-catalysis efficiency. In addition, the non-
symmetric structure of Janus material breaks the conventional
limitation of 1.23 eV for the band gap of the photo-catalyst.°
These properties, especially the broken out-of-plane symmetry
and ferroelectricity, lead to an enlarged light absorption, even
in the infrared region.” The investigation of 2D Janus struc-
tures (compounds with a biphasic or asymmetric
structures),>™* including transition-metal dichalcogenides,
such as Ga,SeTe, Ga,STe, and Ga,SSe monolayers,">'* showed
that due to their unique structural characteristics, a built-in
electric field results from the difference in the electrostatic
potential between the two surfaces of the 2D materials.
Thanks to this characteristic, the solar to hydrogen conversion
efficiency of Janus Pd,S;Se; reaches up to 30.1% overcoming
the theoretical efficiency limit, 18%, of popular 2D MoS,."*
Inspired by these promising capabilities of 2D Janus materials,
we study here the properties of a related material, a monolayer
of YZrCOF, a MXene with a hexagonal asymmetric crystal struc-
ture. This structure is a special derivative of the 2D MXene of
well-known 3D MAX structures of ternary carbides and
notrodes.'® The structure of 3D YZrCOF is mainly labeled as
asymmetric MXene (aMXene). The asymmetry of the structure
is important because MXene has an unusually high dipole per-
pendicular to the 2D plane, which would favor its competitive
advantages as an outstanding molecular monolayer.'® Using
density-functional theory (DFT), we have methodically exam-
ined the structural stability, mechanical, dynamical, and elec-
trical properties, and photo-catalytic water-splitting capabili-
ties of the YZrCOF aMXene monolayer. It will be shown here
that mechanical strain may have a positive effect on the electri-
cal and structural characteristics of YZrCOF, which may then
have an effect on the efficiency of the material for photocataly-
sis. The enhancement of the photo-catalytic efficiency is
mostly caused by the strong electronegativity difference that is
formed between the F and O sides of the structure under inves-
tigation, which enhances the vertical asymmetry of the struc-
ture. The electronegativity difference will induce an intrinsic
electric field, which will affect the capacity of the material
capacity to produce charge carriers, absorb light, and take part
in redox processes, thus affecting thus, photo-catalysis. The
goal of our contribution is to screen the potential of YZrCOF
as a new material with improved efficiency for a range of
applications.

2. Computational methodology

In this study, the Quantum Espresso (QE) package'’ " has
been employed for performing first-principles calculations, uti-
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lizing the projector-augmented wave pseudo-potential. The
revised Perdew-Burke-Ernzerhof for solids (PBEsol) within the
generalized-gradient approximation (GGA) has been used to
describe the exchange-correlation functional. The kinetic cut-
off energy for the plane-wave basis has been fixed at 680 eV.
The energy convergence has been set to 8 x 107° eV. The
Brillouin zone sampling has been performed by employing 8 x
8 x 2 and 30 x 30 x 2 Monkhorst-Pack grid meshes®’ for relax-
ation calculations and electronic structure calculations,
respectively. To simulate weak interactions, we have included
the van der Waals (vdW) interaction using the DFT-D2 correc-
tion developed by Grimme.*! In addition, a large vacuum
space of 28 A along the z-direction has been used to eliminate
any interaction between neighboring slabs. The atomic posi-
tions in the unit cell and the lattice parameters have been
relaxed using the variable-cell command of the QE package,
employing the Broyden-Fletcher-Goldfarb-Shanno (BFGS)
algorithm.>**® The relaxation process has been performed
until the forces on each atom converged and reached a magni-
tude lower than 0.005 eV au™". A 2 x 2 x 1 super-cell and the
small displacement technique, implemented in the PHONOPY
code®® interfaced to the Quantum Espresso package, have been
used to obtain the phonon dispersion curves. Ab initio mole-
cular-dynamics (AIMD) simulations have been performed on a
3 x 3 x 1 super-cell using the Nosé-Hoover thermostat
approach at 300 and 700 K, with a time step of 0.5 ps.””>° The
dynamical behavior of atoms and electrons over time is the
main emphasis of AIMD. By incorporating the dynamics of
atoms at finite temperatures, it enables the simulation of
temperature effects. The elastic constants have been finally
determined using the energy-strain method.’® We have used
the ALAMODE code®" to simulate how temperature affects the
phonon dispersion curve. The code can handle temperature
effects by incorporating temperature-dependent atomic displa-
cements and calculates the anharmonic spectra by fitting the
force constants up to the 4th order. It extracts the force con-
stants that describe the response of a crystal lattice to small
atomic displacements. Here, we employ a displacement of
0.08 A for a 2 x 2 x 1 supercell containing 20 atoms. We have
gotten, respectively, 25 harmonic, 104, and 316 anharmonic
displacements after computing the forces acting on atoms. We
used an 8 x 8 x 4 reciprocal space k-mesh, using a 4 x 4 x 2
interpolating mesh for the self-consistent phonon calculations
(SCPH)?? procedure to assess the phonon dispersion curve at a
finite temperature. The least-squares method was used for
fitting the force constants from the displacement forces
datasets.

Given that PBEsol approach often tends to underestimate
electronic band-gap energy, to calculate the band structure we
have also used the Heyd-Scuseria—Ernzerhof hybrid functional
(HSE06) functional,®® which is renowned for its accuracy in
band-gap predictions. For this approach, we have set the
mixing value to 0.25. The electronic band structure using
HSE06 has been determined through a Wannier interp-
olation,** using the Wannier package version 3.1.0** interfaced

with QE For practical purposes, we converged the
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Wannierization parameters by determining a suitable energy
window for the construction of the maximally localized
Wannier functions (MLWFs) and taking a converged grid
band. The task also includes the determination of the pro-
jected windows for disentanglement, and the correct Wannier
grid size. The convergence tests and related plots are shown in
Fig. S1-S3 of the ESL{

3. Results and discussion

3.1. Structural stability of the YZrCOF monolayer

The investigated monolayer has a hexagonal crystal structure
described by the space group P3m1 (no. 156), instead of P3m1
(no. 164) like most of MXenes. It consists of five layers of
atoms stacked in the Y-Zr-C-O-F sequence. Given the fact
that the mirror symmetry is broken in the monolayer, the
point group corresponding to this structure is Cj,. The fact
that in the investigated structure the two surfaces are com-
posed of different atoms potentially enriches its functionality.
The crystal structure is displayed in Fig. 1. The calculations
reveal that the optimized lattice constant for the YZrCOF

(b)

Fig.1 (a) A top view of a 4 x 4 x 1 super-cell of the YZrCOF monolayer,
(b) a side view of a 4 X 4 x 1 super-cell of the YZrCOF monolayer.
Orange, green, black, red, and blue spheres refer to the Y, Zr, C, O, and F
atoms, respectively. The figure shows the asymmetry in aMXene YZrCOF
which is engineered to achieve specific properties or functionalities like
wettability, electronic properties, or interactions with other materials.

4268 | Dalton Trans., 2024, 53, 4266-4277

View Article Online

Dalton Transactions

Table 1 Calculated bond lengths d (A) of the YZrCOF monolayer

dY—O dY—C dY—Zr er—F er—C

2.12 2.69 3.44 2.34 2.20

monolayer is @ = 3.408 A and the optimized thickness of the
monolayer is d = 4.516 A. The optimized atomic coordinates
within the layer are (2/3, 1/3, 0.214) for F, (1/3, 2/3, 0.258) for
Zr, (0, 0, 0.4816) for C, (2/3, 1/3, 0.8321) for Y, and (1/3, 2/3, 1)
for O. The calculated bond lengths are summarized in Table 1.
We can observe that the difference in bond distances enhances
the electronegativity difference between the top and bottom
elements of the layer, which leads to an asymmetric dipole dis-
tribution. This fact results in a “colossal vertical electric field”.
This finding agrees well with the values of parameters reported
in the aNANt material database.*® Our results are comparable
to those of successfully synthesized aMXene structures.®”®
Next, the dynamical stability of the YZrCOF monolayer has
been studied by examining the phonon dispersion, which is
displayed in Fig. 2a. The absence of any imaginary branch
along the high-symmetry k-point path in the first
Brillouinzone indicates that the YZrCOF monolayer is dynami-
cally stable. The phonon dispersion consists of a total of
fifteen vibrational phonon modes, comprising three low-fre-
quency acoustic modes and twelve high-frequency optical
modes. Additionally, the analysis of the phonon density of
states (PHDOS), reported in Fig. 2b, reveals that the phonon
branches in the lower frequency range primarily originated
from both Y and Zr atoms. Whereas, the intermediate
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Fig. 2 (a) Phonon dispersion and (b) phonon density of states (PHDOS)

of the YZrCOF monolayer. Both results are from PBESol calculations,
they were calculated at 0 K under the harmonic approximation. In (a) no
imaginary modes support the dynamical stability of the YZrCOF struc-
ture. The PHDOS in (b) shows the phonon contribution of each atom in
the phonon spectrum.
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vibration frequencies are predominantly contributed by Zr and
F atoms. The plot also shows that the high-frequency vibration
is mainly contributed by the lighter atoms, specifically the O
and C atoms.

Based on a symmetry analysis, the modes at the I point of
the Brillouin zone can be categorized into the following irredu-
cible representations: Iope = 4A; + 4E and [acoustic = Ar + 2E
resulting in 12 optical modes and three acoustic modes.
Table 2 summarizes the calculated wavenumbers for each
mode with the respective assignments. It should be noted that
all modes E are doubly degenerated. Unfortunately, no pre-
vious experimental results are available to compare with.
However, we can note that the values of the optical modes are
comparable with those of synthesized MoSSe and WSSe.*
Commonly, for two-dimensional layered structures, the acous-
tic modes correspond to rigid translations of the monolayer (E
mode) and a flexural response (A mode). They have a linear
dependence in the g-space near the I' point. This involves an
atomic movement within the plane. In Fig. 3, we report the
atomic movements associated with each of the optical modes.
The A modes involve out-of-plane vibrations, and the E modes
involve movements of the atoms in a direction parallel to the
surface of the monolayer. The A mode with a wavenumber of
193.9 cm™" involves movements of O, Zr, and F atoms in the
opposite direction than Y and C atoms, being the movement
of O atoms the one with the smallest magnitude. The A mode,
having a wavenumber of 377.2 ¢cm™" involves basically a
stretching vibration of the Zr-F bond. The A mode with wave-
number 460.6 cm™" involves movements of Y and C atoms in
opposite directions, and the A mode with wavenumber
632.1 cm™" involves movements of F and O atoms in opposite
directions. On the other hand, the E mode with wavenumber
103.1 cm™" involves mainly movements of C and Y atoms in
one direction along a direction parallel to the surface and Zr,
F, and O atoms in the opposite direction than C and Y. The E
mode with wavenumber 168.4 cm™ involves basically a
bending vibration of the Zr-F bond. The E mode with wave-
number 479.7 cm™" involves movements of C and O atoms in
opposite directions, and the E mode with wavenumber
505.9 cm™" involves basically a bending vibration of the Y-O
bonds.

Temperature changes may also affect the thermodynamics
of the water-splitting process. By influencing the viscosity of

Table 2 Calculated optical frequencies (w) in cm™ of the YZrCOF
monolayer

Mode o (em™)

Ay 193.9
A 377.2
Ay 460.6
Ay 632.1
E 103.1
E 168.4
E 479.7
E 505.9
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the electrolyte, temperature can improve the mass transfer of
reactants and products to and from the electrode surface.
Retaining high reaction rates requires efficient mass transfer.
But, in rare circumstances, a temperature rise may alter the
equilibrium position of the reaction in a way that additionally
favors the creation of hydrogen. A high temperature could also
have negative consequences, such as accelerated corrosion or
alterations to the stability and structure of catalyst materials.
Because the hydrogen evolution reaction operates at high
temperatures for a variety of applications, such as electrolysis
for hydrogen production or fuel cell operation, it is also crucial
to analyze the temperature dependence on the crystal struc-
ture. To perform this analysis, we have also carried out AIMD
simulations on a 3 x 3 x 1 super-cell of the YZrCOF structure.
They have been carried out at 300 K and at 700 K. The results
are shown in Fig. 4a and b. In the simulations, the evolution
of temperature and total energy as a function of time is peri-
odic, and no evidence of structural transitions or instabilities
under the change of temperature is detected. This means that
the YZrCOF monolayer could quite likely be synthesized in the
laboratory under ambient conditions, and it is also stable at
high temperatures. However, we note large temperature fluctu-
ations at 700 K. To be sure that simulations do not involve the
melting of the investigated structure or a phase transition
between different crystal structures, we have plotted in the
ESIt a sequence of the simulated structure for a different time
step of the AIMD simulations (see Fig. S4 in the ESI). No indi-
cation of a structural change was found for the two tempera-
tures considered. This indicates the thermal stability of the
YZrCOF monolayer.

Self-consistent phonon calculations (SCPH) at different
temperatures have been also calculated. The results are plotted
in Fig. 5. According to this plot, it is evident that the YZrCOF
monolayer is dynamically stable at 300 K; but, at 700 K, a
slight instability starts to develop (see Fig. S5 in the ESI}).
Although the structure might likely be impacted by extremely
high temperatures, however, these conditions are not necess-
ary for the application of this structure for water splitting.

An important piece of information about the YZrCOF
monolayer is the characterization of the effect of strain on the
electronic properties and the related photo-catalytic attributes.
To understand it, it is mandatory to analyze the response of
the studied structure to strain via the calculations of elastic
components. This will allow us to select the appropriate
strains to be applied in the next sections to improve photo-
catalytic properties. To calculate the elastic constants of the
YZrCOF monolayer, small external strains ¢ around the equili-
brium position were applied. The strain energy per unit area
can be expressed as follows:*°

1 1
U(é) = Ecllgxz + E ng&'yz + Clzé'xé'y + 20668xy2 (1)
where &, €), and &, are the uniaxial strains along the x and y
axes and the shear strain in the xy plane, respectively. Cy1, C,,,

Ci,, and Cge are the linear elastic constants. They are deter-
mined by performing a series of parabolic fittings of U(e) as a

Dalton Trans., 2024, 53, 4266-4277 | 4269
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Fig. 3 Eigenvectors of the zone-centered optical A; and E modes represented in the primitive cell of the YZrCOF monolayer. The orange, green,
black, red, and blue spheres refer to the Y, Zr, C, O, and F atoms, respectively. The frequency of each mode is indicated in cm™ together with the
symmetry. Arrows describe the displacement pattern of atoms, including direction, that are associated with the specific vibrational modes. The mag-

nitude of the arrow is proportional to the amplitude of the motion.
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Fig. 4 (a) Temperature and (b) total energy evolution as a function of
AIMD steps at 300 and 700 K in the YZrCOF monolayer. The black
(brown) lines correspond to temperatures at 300 (700) K. AIMD simu-
lations have been performed on a 3 x 3 X 1 super-cell using the Nosé-
Hoover thermostat approach.

function of the uniaxial and biaxial strains. Due to the 2D
structure of YZrCOF, the response to these strains results in
four independent elastic stiffness components, namely: Ci;,
C12, Csy, and Cee. For symmetry considerations, we have C;; =

C11 — Crp

Cy,. In addition, Cg = This means that the

mechanical stability of YZrCOF requires only the calculation of

4270 | Dalton Trans., 2024, 53, 4266-4277
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Fig. 5 Anharmonic phonon dispersion curves of the YZrCOF monolayer
as a function of temperature. The black, blue, and orange lines corres-
pond to temperatures equal to 0, 300, and 700 K, respectively.

two independent constants, Cy; and Cj,. The obtained values
are presented in Table 3. The calculated values satisfy the
Born-Huang criteria of stability (Cy; > 0, C1,*> — Cy,* > 0)***
supporting the mechanical stability of the investigated
structure.

It can be seen in Table 3 that the calculated value of C,; for
the YZrCOF monolayer (205.032 N m™") is notably larger than
the value of C;, (67.482 N m™'). This observation indicates

This journal is © The Royal Society of Chemistry 2024
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that axial compression exerts higher forces compared to shear
and tensile deformation. This is a typical characteristic of 2D
materials, as reported for 2D MoSSe, MoSeTe, MoSTe, and
ZBrClL,*>* or typical MXene monolayers.** Based on the
obtained elastic constants, we have also determined the in-
plane Young’s modulus (Y,p), 2D shear modulus (G), 2D bulk

modulus (K), and Poisson ratio (v) as follows:*’
Ci1% — Cyp? Y. C
Yop = L =2 G =Cee, K=—2 and v = —2. Table 3
Cll 2(1 — u) Cll

lists all these mechanical parameters. The obtained values are
comparable to those reported for available 2D materials.*>**

3.2. Electronic structure and band gap alignment

A thorough investigation of the electronic properties is impera-
tive to check the possibility of using the YZrCOF monolayer
effectively in electronic and photocatalytic applications. For it,
the band structure, the density of states, and the related band-
gap energy are calculated. In addition to the PBESol func-
tional; the HSE06>* functional has been also employed. The
calculated band structures are shown in Fig. 6. This plot shows
that the studied compound is a semiconducting material with
a quasi-indirect band gap at the K-I" direction, with band-gap
energies of 3.59 eV for the HSE functional and 2.61 eV for
PBEsol. The PBEsol value agrees well with the value reported
in the aNant database, which was calculated using a similar
approach.*® However, the value of the band gap obtained
using HSE06, 3.59 eV, should be considered as the most realis-
tic value for comparison with future experiments. Fig. 7 illus-
trates the calculated projected electronic density of states
(PDOS) for the YZrCOF monolayer, providing a more compre-
hensive analysis of its orbital nature and electronic pro-
perties."®*” The analysis of the PDOS reveals that the elec-
tronic states near the Fermi level of the YZrCOF monolayer are
mainly contributed by the Y-4d, Zr-4d, C-2p, O-2p, and F-2p
orbitals, with a small contribution of Y-5p states. However, the
conduction band is mainly contributed by Y-4d and Zr-4d,
with a small contribution from 2p-C orbitals, while the contri-
butions from the F and O atoms are relatively insignificant.
Certain characteristics should be met by the ideal photo-
catalyst. First of all, its band-gap energy (E,) ought to be
higher than 1.23 eV. Furthermore, at pH = 0/7, the valence
band maximum (VBM) position should be lower than the
water oxidation potential (—5.67 eV vs. vacuum). On the other
hand, the conduction band maximum (CBM) position should
be higher than the standard redox potential (—4.44 eV vs.

Table 3 Calculated values for elastic constants C; (N m™), and 2D bulk
modulus K, 2D Young's modulus Y,p, 2D Poisson ratio (v) and shear
modulus (N m™)

Ci1 Ciz Cee
205.03 67.48 68.78
K Yop v G
136.23 182.82 0.33 68.78
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Brillouin zone using maximally localized Wannier functions (MLWFs). For
more information see the ESI.{

vacuum). It is noteworthy to mention that the relative posi-
tions of the CBM and VBM concerning the normal hydrogen
electrode (NHE) potential, specifically about the standard
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Fig. 7 Calculated projected electronic density of states of the YZrCOF monolayer. Each peak could give us insights into the presence of electronic
states associated with specific atoms and orbitals. The d orbitals of both Y and Zr is hybridized with the main p orbitals from the atoms of the asym-

metric surface terminations.

reduction potential H'/H, and the oxidation potential O,/H,0,
are 0 eV and 1.23 eV, respectively.”® The energy edges of the
conduction band Eggy and valence band Eygy for YZrCOF are
determined using the following formula concerning NHE:

EVBM =X — Ee + 05Eg (2)

Ecgm = Evpm — Ey

4272 | Dalton Trans., 2024, 53, 4266-4277

where E. is the energy of electron on the hydrogen scale with a
value of 4.44 eV (ref. 49) and y is the Mulliken electronegativity
of YZrCOF given by:

(4)

We rationalized the band-edge alignment to uncover the
capabilities of using the YZrCOF aMXene monolayer for photo-
catalytic water splitting. The results are displayed in Fig. 8
depicting the band alignments of the oxidation and reduction

1 = (Y (Zo)x(C)x(0)r(F))'°

This journal is © The Royal Society of Chemistry 2024
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potentials for water splitting concerning the band CBM levels
contain both the oxidation potential of 0,/H,O and the
reduction potential of H'/H, at pH = 0, respectively.’® This con-
firms that the studied monolayer can facilitate O, evolution
and the hydrogen evolution reaction (HER) in both acidic and
alkaline solutions. The intrinsic electric field created by the
YZrCOF aMXene’s violation of symmetry and vertically asym-
metrical structure causes this tendency to occur on the two dis-
tinct surfaces. This trend could be predicted by the calculation
of the electrostatic potential curve, which is shown in Fig. 9.
The mechanical difference between the Y-O and Zr-F bonds
that comprise the two sides of the aMXene is what causes the
strong difference of potential. This fact leads to an intrinsic
electric field, which has a direction from the O surface to the F
surface. The oxygen reaction will therefore occur on the F
layer, and the hydrogen reaction will occur on the O layer due
to the photo-generated electrons and holes moving in oppos-
ing directions in the electric field. This separation is critical
for the prolonged lifetime of the photo-catalytic device. The
distinct vacuum level differences A¢® are both gathered in
Table 4. Because of the significant difference in vacuum levels,
it appears that electrons on the F surface can escape more
easily than those on the O surface. In experiments, the poten-
tial difference, also known as voltage, is a key component in
the electrolysis process, which is the process of water splitting.

3.2.1. Strain effects on the band-gap alignment. Changes
in the atomic structure of 2D materials could affect their
electrical structures. Biaxial strain engineering stands out as
one of the most efficient methods for improving the electri-
cal and photo-catalyst capabilities of different 2D materials
by altering the band structure. We have investigated how
biaxial strain affects the electronic structure of YZrCOF. In

as — a . . -
our case, &€ = =™ 4 100% is the definition of the biaxial
ao
-3
CBM ——
-3.778 eV VeM
_4=_Pij:47;_g__;;#;_g_g;;_f#_;lg__
N H*/H,
Y . N
S
L 5 3.59 eV .
Tg ____________________________
3 PH=7
>5.67F - - 55 R e S
S 6 =0 0,/H,0
[ =
w
_7 — -
-7.368 eV
-8

Fig. 8 The HSEO06 band-edge alignment compared with water redox
levels of the YZrCOF monolayer. The band-edge potential refers to the
energy at the edges of the valence band and the conduction band as
well as to the redox potentials of water levels. The band-edge potentials
need to align with or be more negative than the redox potentials of the
water-splitting reactions: Ecgm < E(H4/H,). and Evam > E(o,/H,0)-
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Fig. 9 Calculated electrostatic potential with dipole correction of the
YZrCOF monolayer. The asymmetry in the plot arises from differences in
the composition of atoms, electronegativity, or structural factors within
the monolayer. Consequently, the presence of different polar bonds and
the existence of different dipole moments significantly affects the
electrostatic potential.

Table 4 Band-gap energy E4 calculated with the PBEsol and HSE06
functional, work functions and vacuum level difference A® of the
YZrCOF monolayer

EgP5! (eV) E;S*° (eV) @, (eV) @, (eV) A® (eV)

2.62 3.59 4.19 5.31 1.11

strain, where a; and a, are the lattice constants of the
strained and unstrained aMXene YZrCOF monolayer, respect-
ively. The positive and negative marks, respectively, rep-
resent compressive and tensile strains. To investigate the
effect of strain on the band-gap energy, YZrCOF is first
deformed with biaxial strain in the range of —8% to +8%
with an increment of 2%. Fig. 10a shows how the band-gap
energy changes as the biaxial strain increases. It is evident
that the band-gap energy monotonically grows when the
compressive strain changes from —8% to 0%, and monoto-
nically drops when the strain changes from 0% to 8%. It is
also evident that the material under study maintains the
indirect band gap under strain within the —6% to +8%
range. The calculated band structures under different
strains, which are show on in Fig. 11, consistently show that
when compressive strain is present, the valence-band
maximum is located at the M point of the Brillouin zone,
and when tensile strain is present, it is located at the K
point. Under tensile tension (apart from —8%), the conduc-
tion-band minimum is situated between the I" and K points;
under compressive strain, it is situated between the I' and
M points. A semiconductor-metal transition cannot be
induced by the applied stresses. It is clear that the band-
edge positions of the YZrCOF monolayer still match the
requirements of photo-catalysis for water splitting at pH = 0
within the strain range of —8% to +8% (Fig. 10b).
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(2%, 4%, 6%, and 8%) strains.

4. Conclusions

In summary, using density-functional theory, we have exam-
ined the stability and underlying electrical and photo-catalytic
characteristics of the unstrained and strained aMXene YZrCOF

4274 | Dalton Trans., 2024, 53, 4266-4277

monolayer. We have found that the non-centrosymmetric
structure of aMXene YZrCOF is dynamically, thermally, and
mechanically stable. We have showed that the YZrCOF mono-
layer has comparable properties to Janus materials, providing
further feasible options for the reduction of water. Two

This journal is © The Royal Society of Chemistry 2024
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different exchange-correlation functionals have been used to
study the electronic characteristics: PBEsol and HSE06/
Wannier90 functionals. Both techniques showed that the
material has an indirect band gap optimized for the photo-cat-
alysis of hydrogen and oxygen. Furthermore, it has been
demonstrated that the positions of the conduction-band
minimum and valence-band maximum favor water oxidation
and redox potentials. The ability of the studied structure to
produce a significant intrinsic electric field between the two
different surfaces of the material is demonstrated by the con-
siderable vacuum level differences that arise from the calcu-
lation of electrostatic potential. This phenomenon could
encourage different photosynthesized states at the valence
band and conduction band levels of the band structure. In
addition, we have investigated how strain affects the crystal
structure and electronic properties. We have found that the
band-gap energy of the material can be easily tuned by the
application of strain, which may be an extra benefit for photo-
catalysis because it allows the modification of the binding
energy in the conduction-band minium position, optimizing
the material to meet the requirements of catalytic applications.
A significant degree of compressive and tensile strain can be
applied without damaging the suitability of YZrCOF for photo-
catalysis applications.
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