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Abstract: Transition metal dichalcogenide (TMD) MoS2 and WS2 monolayers (MLs) deposited atop
of crystalline zinc oxide (ZnO) and graphene-like ZnO (g-ZnO) substrates have been investigated by
means of density functional theory (DFT) using PBE and GLLBSC exchange-correlation functionals.
In this work, the electronic structure and optical properties of studied hybrid nanomaterials are
described in view of the influence of ZnO substrates thickness on the MoS2@ZnO and WS2@ZnO
two-dimensional (2D) nanocomposites. The thicker ZnO substrate not only triggers the decrease of
the imaginary part of dielectric function relatively to more thinner g-ZnO but also results in the less
accumulated charge density in the vicinity of the Mo and W atoms at the conduction band minimum.
Based on the results of our calculations, we predict that MoS2 and WS2 monolayers placed at g-ZnO
substrate yield essential enhancement of the photoabsorption in the visible region of solar spectra
and, thus, can be used as a promising catalyst for photo-driven water splitting applications.

Keywords: MoS2@ZnO and WS2@ZnO nanostructures; photocatalyst; excited state calculations;
photoabsorption; density functional theory

1. Introduction

Zinc oxide (ZnO), one of the potential photocatalysts for water-splitting applications,
has been extensively studied at nanoscale for photocatalysis [1], photosensorics [2–5], and
for other industrial applications [6–13], including energy generation by transformation of
waste heat energy to electricity through thermoelectric power generation using Al-doped
ZnO nanostructures [14,15].

From the viewpoint of solar spectra utilization, the band gap of ZnO (3.3∼3.4 eV)
allows for harvesting solar radiation only in the UV region [16–18]. In addition, the direct
band gap of ZnO crystalline materials leads to rapid recombination of photogenerated
electron-hole pairs, which restricts its efficient usage as a photocatalyst [19]. Recently, the
layered TMDs have been studied due to their excellent catalytic and optical characteris-
tics [20,21]. Synthesis of WS2@ZnO and MoS2@ZnO core-shell nanowires with TMD shell
thickness down to a few monolayers was reported by us elsewhere [22,23]. TMD coatings
were produced from WO3 or MoO3 thin layers deposited by magnetron sputtering on
ZnO nanowires and annealed in a sulfur atmosphere. It has been shown that combining
the TMD materials with other wide-gap semiconductors could not only increase their
broadband photoresponse but also enhance their absorption in the visible region of solar
spectra [3,4,22–24].

Recent theoretical investigations [25–30] confirm that the heterostructures made of
ZnO ML and TMD ML can actually enhance photon absorption under visible light irra-
diation. There is also a distinct interest in industrial use of MX2@ZnO heterostructures
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for applications towards environmental remediation and photocatalytic degradation of
methyl blue [31,32]. A series of MX2@ZnO (M = Mo, W; X = S, Se) heterostructures were
suggested as materials with enhanced photoabsorption in the visible light region. Efficient
photocatalyst for hydrogen production in water-splitting should possess the valence band
maximum (VBM) located below the energy of thermodynamically favorable oxygen reduc-
tion reaction (–5.67 eV with respect to the vacuum level) [33], while its conduction band
minimum (CBM) should be located above the standard hydrogen electrode (SHE, –4.44 eV
with respect to the vacuum level). MS2 ML (M = Mo, W) placed at ZnO ML meets these
two requirements [26,27].

It is necessary to emphasize that to take into account all processes taking place during
optical excitation is not an easy task, on the one hand, and, on the other, to perform reliable
theoretical predictions, they have to be included into calculations, at least to some extent. In
this study, we have analyzed the photocatalytic properties taking into account the photon
excitations. In addition to photocatalysis [2,3], excited states calculations are important
for the description of various processes in photostimulated desorption from the solid
surfaces [34], photostimulated diffusion and photoinduced transformations of point defects
under excitations [35–39], photo-induced exciton relaxation with defect formation [40], and
processes of optical storage and optically stimulated luminescence [38,41,42].

To take into account excitation effect in this work, the MoS2@ZnO and WS2@ZnO
2D nanocomposites are theoretically studied using DFT (including excited-state time-
independent DFT). Constructed heterostructures consist of TMD monolayer deposited
atop of 1-, 2-, and 4-layered ZnO substrate. (The 1-, 2-, and 4-layered ZnO structures
are hereafter denoted as 1ML-ZnO, 2ML-ZnO, and 4ML-ZnO, respectively.) In 2005,
Claeyssens et al. theoretically predicted the structural transition of ZnO thin films from
the wurtzite phase to the graphene-like ZnO phase (g-ZnO) for nanofilms thinner than
18 atomic layers (9 ML) [43]. The stable g-ZnO structure was experimentally observed in
2007. Tusche et al. reported that the transformation to g-ZnO takes place if a ZnO thin film
contains 3–4 ML [44]. It was found that the length of Zn–O chemical bond in the planes of
g-ZnO honeycomb structure is shorter than in the wurtzite ZnO (w-ZnO) bulk phase. The
length of the Zn–O bond between different layers in g-ZnO is about ∼11% larger than in its
wurtzite phase [44,45]. In this study, the 1ML-ZnO and 2ML-ZnO models were constructed
to mimic the g-ZnO; in turn, 4ML-ZnO mimics w-ZnO thin films.

We have calculated from the first principles the electronic structure and optical prop-
erties of MoS2 and WS2 ML deposited atop free-standing 1ML-ZnO, as well 2ML-ZnO
and 4ML-ZnO substrates. Based on data available in the literature [25–27,29], one knows
that the monolayered ZnO combined with MoS2 or WS2 ML, irrespective of mutual layer
orientation, keeps the constant band gap, as well as fulfills the condition of band edge
alignment with respect to the water splitting redox levels. Taking this into account, in our
study, we have chosen two configurations of ZnO substrate orientation relative to MoS2 and
WS2 ML, with the rotation angle of 0◦ and 180◦, as it is described in Refs. [26,27] (see the
“Computational Details and Models of Heterostructured” section for detailed explanation
of the model). The electronic band structure and projected density of states (PDOS) of
free-standing 1ML-ZnO, 2ML-ZnO, and 4ML-ZnO substrates, and free-standing MoS2 and
WS2 MLs, as well as of MoS2@ZnO and WS2@ZnO nanocomposites, were calculated by
means of DFT. The dependence of optical absorption of MoS2@ZnO and MoS2@ZnO 2D
nanocomposites upon the thickness of ZnO substrate is estimated through the calculated
frequency-dependent dielectric function. The excited states calculations are used to obtain
transition states of photogenerated electrons in nanocomposites under study. A brief sum-
mary and conclusions on photocatalytic properties of studied heterostructures are given at
the end of this paper.

2. Computational Details and Models of Heterostructures

All first principle simulations reported in this paper were performed using the GPAW
computer code [46,47] and ASE library [48,49]. The electronic configurations of valence
electrons were adopted as follows: O(2s22p4), Zn(3d104s2), S(3s23p4), W(5p66s25d4), and
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Mo(4p64d55s1). The geometry relaxation has been obtained by means of Broyden-Fletcher-
Goldfarb-Shanno (BFGS) algorithm within the frameworks of Perdew-Burke-Ernzerhof
(PBE) exchange-correlation functional (EXC) [50]. Further optimization of atomic coor-
dinates was carried out to reach their equilibrium positions using DFT-D3 correction of
Grimme [51] that considers weak dispersion forces. To calculate the electronic structure,
the PBE and the Gritsenko-van Leeuwen-van Lenthe-Baerends with the solid-state modi-
fication (GLLBSC) [52] EXCs were used. To overcome underestimation of ZnO band gap,
the Hubbard DFT+U scheme [53] was used to describe the localized electrons. Hubbard
potentials Ud,Zn = 10 eV and Up,O = 7 eV are adopted for our calculations [16,54]. We
note that, though the selected Ud,Zn and Up,O for the ZnO bulk phase predict reliable
band gap, the Hubbard correction for localized Zn d-state results in the underestimated
lattice parameters, caused by the increasing interaction force between electrons and the
core [16,54].

The energy cutoff for the plane-wave basis expansion was chosen to be 500 eV. The
convergence accuracy of energy and atomic force are set to 10−5 eV and 0.05 eV/Å, re-
spectively. For the Brillouin zone integration, the 6× 6× 1 k-points mesh was used. A
12 Å-thick vacuum gap was added to avoid the interaction of periodically repeated slabs
of studied materials. The models adopted for MoS2@ZnO and WS2@ZnO 2D nanocom-
posites consist of 2× 2 surface supercell (SC) for 1ML-ZnO, 2ML-ZnO graphene-like, and
4ML-ZnO wurtzite-like substrates with 2× 2 surface SC of MoS2 and WS2 MLs attached to
them (Figure 1). Calculated lattice mismatch in MoS2@g-ZnO, WS2@g-ZnO, MoS2@w-ZnO,
and WS2@w-ZnO are 1.88, 1.91, 0.02, and 0.05 %, respectively. In fact, it makes an epitaxial
growth of MoS2@ZnO and WS2@ZnO 2D nanocomposites possible. Calculated Mo–S
bond length of 2.411 Å is in good agreement with the bond length of 2.413 Å reported
by Wang et al. [27], while calculated W–S bond length of 2.420 Å coincides with the one
reported by Guan et al. [55].

Figure 1. Top view (a) and side view (b) of the models of MoS2@ZnO and WS2@ZnO nanocomposites
with graphene-like 1ML-ZnO and 2ML-ZnO substrates, as well as the wurtzite-like 4ML-ZnO
substrate. Structures with 0◦ and 180◦ rotation angles are shown. Inset tables list the average bond
lengths in Å.

The TMD ML placed atop of g-ZnO substrate is known to be sensitive to the mutual
rotation of the TMD ML and ZnO nanofilm relative to each other. The rotation angles
may not only cause the changes of band gap values but also may shift the VBM/CBM
with respect to the water splitting redox level [26,27]. However, there are no significant
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indications of the band gap and band edge positions changes in respect to the rotation
angles for MoS2@ZnO and WS2@ZnO 2D nanocomposites studied here. This study is
mainly focused on the optical properties, especially on the influence of ZnO substrate
thickness to optical properties of MoS2@ZnO and WS2@ZnO nanocomposites. That is why
we have limited ourselves to calculations of the models with rotation angles of 0◦ and
180◦. The models of MoS2@ZnO and WS2@ZnO nanocomposites used in our calculations
are shown in Figure 1. In order to correctly reproduce graphene-like 2ML-ZnO substrate,
as well as wurtzite-like 4ML-ZnO substrate, these models were relaxed with the fixed
Zn atoms. For 1ML-ZnO substrate, the complete geometry optimization without any
restrictions was performed. After the MoS2 and WS2 MLs attached to the ZnO substrates,
the heterostructures were relaxed with the fixed O atoms. The fixed lattice constants are
used here to avoid the strain [26,27]. The positions of the band edges with respect to
the vacuum level were computed by averaging the slab electrostatic potential which was
performed by solving the Poisson equation from the pseudo charge at the ground state.

To predict optical properties, the linear density response approach within the frame-
work of projector-augmented wave method [56] was applied to calculate the frequency-
dependent dielectric function ε(ω) = ε1(ω) + jε2(ω) of the free-standing ZnO substrates,
free-standing MoS2 and WS2 MLs, and MoS2@ZnO and WS2@ZnO nanocomposites. ε1
and ε2 are the real and imaginary part of the complex dielectric function, respectively.

The plane wave cutoff energy to define the dielectric matrix was set to 80 eV, the
frequency grid was set to 0.05 eV. For the free-standing MoS2 ML and WS2 ML, the Bethe-
Salpeter equation (BSE) was used to calculate the dielectric function with the excitonic
effects [56–58]. To calculate the total charge density of excited states the non-Aufbau orbital
occupation approach was used to solve the excited-state self-consistent field equation [59].
To avoid numerical collapse, we used the maximum overlap method (MOM) [60,61]. VESTA
software package [62] was used to visualize the nanostructures under study. Python
packages NumPy [63] and Matplotlib [64] were used to analyze the calculated data and to
produce figures.

3. Results and Discussion
3.1. Pristine ZnO, MoS2, and WS2

Figure 2 schematically shows both non-distorted and equilibrium atomic structures of
ZnO substrates.

Analyzing optimized geometries of 1ML-ZnO and 2ML-ZnO substrates, they clearly
possess a graphene-like ZnO structure with no obvious bonds formed between layers. In
contrast, the 4ML-ZnO preserves the crystal symmetry of wurtzite ZnO and, further on,
is adopted in this study to mimic the wurtzite-like ZnO substrate. The calculated lattice
constant for ZnO bulk is 3.050 Å. Though the lattice constant of ZnO bulk agrees well with
the value predicted elsewhere (3.052 Å) [16,54], optimized lattice parameters by means
of the DFT+U are underestimated compared to 3.25 Å obtained in the experiments and
predicted by simulation without the Hubbard corrections [16,25–27,29,54]. In the literature,
it is reported that the Zn–O bond length between pseudo-planes in the w-ZnO (d’Zn−O)
is 2.14–2.16 Å [43,44]. In our 4ML-ZnO model, the d’Zn−O in 1–2 ML planes and 2–3 ML
planes are 2.172 and 2.155 Å, respectively. Calculated lattice constant for 4ML-ZnO substrate
is around 6.3% underestimate the lattice constant published elsewhere [54] and is in a good
agreement with other theoretical predictions [43] and experimental measurements [44].

Figure 3 shows the atomic structure and the band gap of free-standing ZnO and g-ZnO
substrates, as well as the frequency-dependent imaginary part of dielectric function (ε2)
calculated for them. The calculated band gap of 1ML-ZnO, 2ML-ZnO, 4ML-ZnO, and ZnO
bulk using PBE and GLLBSC EXCs is shown in Figure 3a. As the thickness of the ZnO
substrate is increased, the band gap approaches the ZnO bulk value. Due to the strong
quantum confinement effect, our calculations predict a larger band gap for the free-standing
1ML-ZnO and 2ML-ZnO, in agreement with recent experimental observations [65]. Our
calculations reveal that 1ML-ZnO, 2ML-ZnO (g-ZnO), and 4ML-ZnO (w-ZnO) are direct
band gap semiconductors with the VBM and CBM located at the Γ point. The GLLBSC EXC
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predicts the band gap of bulk ZnO closer to that experimentally observed (3.3–3.4 eV) [66].
The bulk ZnO band gap calculated with PBE EXC (2.49 eV) is underestimated with respect
to the value predicted elsewhere by means of HSE06 EXC (3.29 eV [25–27,29]) and G0W0
approach (3.57 eV [67]), as well. Calculations performed by means of PBE EXC (classical
GGA DFT) are shown here for comparative purposes. From the experiment [68], one knows
that the gradually thinner ZnO thin films reveal not only reduced ε2 but also produce the
slightly blue-shifted main peaks in the vicinity of 3.4 eV (365 nm).

Figure 2. Schematic representation of non-distorted and equilibrium atomic structure of layered
ZnO substrates. The definition of wurtzute-like Zn–O interlayer bond length d’Zn−O is based on
prescriptions given by Tusche et al. [44].

Figure 3. Band gap (a) and imaginary part of dielectric function (ε2) (b) of 1ML-, 2ML-, and 4ML-ZnO
substrates calculated by means of PBE and GLLBSC EXCs. The upper panel in (b) shows ε2 calculated
by means of PBE EXC, while the bottom panel shows ε2 calculated by means of GLLBSC EXC. The
experimental ε2 graph of bulk ZnO has been reported by Yoshikawa and Adachi elsewhere [17].

To estimate optical response, the ε2 calculated for 1ML-ZnO, 2ML-ZnO, and 4ML-ZnO
substrates are presented in Figure 3b. Layered ZnO substrates calculated with GLLBSC
EXC yield the blue-shifted spectra with respect to those calculated using PBE EXC, which
underestimates the ZnO band gap. The ε2 of the 2ML-ZnO calculated with both PBE and
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GLLBSC EXC is more blue-shifted in comparison with 1ML- and 4ML-ZnO. We note that
it is reasonable to take into consideration the excitonic effects calculating the dielectric
function of van der Waals materials, e.g., BSE method [29,57,58]. In this study, we concen-
trate on the consequence of w-ZnO and g-ZnO being a substrate for 2D nanocomposites
consisting of ZnO and TMDs monolayers, in which optical properties can be obtained
without considering the excitonic effect [25–27,29].

Band structures and projected density of states (PDOS) calculated for both MoS2 and
WS2 MLs are shown in Figure 4a,b, respectively. PDOS calculated by means of both PBE
and GLLBSC EXCs reveal that the 2× 2 SC yields more dense Mo and W states in the
vicinity of the VBM. The excess of Mo state shifts the VBM from the K point to the Γ point.
In addition, the CBM eigenvalue of MoS2 and WS2 at K point also decreases. The optimized
lattice constant for the MoS2 and WS2 are 3.16 and 3.17 Å, respectively. Calculated lattice
constants are in a good agreement with those reported elsewhere [25–27,29].

The ε2 calculated for MoS2 and WS2 are illustrated in Figure 5. The ground state
calculations of TMDs are performed using 2× 2 SC. The ε2 is calculated taking into account
the excitonic effects and, without it, differs a lot. The ε2 without the excitonic effects
presents the apparent blue-shift [68]. The distinct peaks predicted with the use of excitonic
effects have a good agreement with those previously theoretically predicted, as well as
with those observed in the experiment [68–70]. As compared to the ZnO substrates, the ε2
calculated for TMDs exhibits stronger absorption in the visible light region. Therefore, it is
expected that the 2D nanocomposites made of ZnO and TMDs MLs may lead to enhanced
photoresponse.

Figure 4. Band structures and projected density of states (PDOS) as calculated for (a) MoS2 and
(b) WS2 monolayers.
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Figure 5. Imaginary part of dielectric function (ε2) as calculated for MoS2 (purple) and WS2 (yellow)
monolayers by means of GLLBSC EXC.

3.2. Electronic Structure

Positions of the band edge calculated for all 2D nanocomposites under study are
related to the water splitting redox levels in Figure 6. Considering the 1ML-ZnO substrate,
the band edge positions of MoS2@ZnO and WS2@ZnO 2D nanocomposites with the rotation
angle of 0◦ and 180◦ are in good agreement with those reported elsewhere [25–27,29]. We
note that the choice of exchange-correlation functional affects the band edge positions
of studied nanocomposites. On the whole, the GLLBSC calculated VBM and CBM are
more reliable with respect to those calculated by means of PBE EXC. MoS2@ZnO with
1ML-ZnO and 4ML-ZnO substrate is generally not suitable for spontaneous production of
the hydrogen through the photocatalytic water splitting reaction. In contrast, the WS2@ZnO
2D nanocomposites fit well to the water splitting redox levels.

Figure 6. Band edge positions of (a) MoS2@ZnO and (b) WS2@ZnO 2D nanocomposites as calculated
by means of PBE EXC (red) and GLLBSC EXC (blue) with respect to the water splitting redox levels.
The light and dark colors stand for the TMD/ZnO rotation angles of 0◦ and 180◦, respectively.
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To investigate the electronic structure of 2D nanocomposites, the band structures and
PDOS of MoS2@ZnO and WS2@ZnO are shown in Figure 7. The band gap of MoS2@1ML-
ZnO and WS2@1ML-ZnO with the rotation angle of 0◦ and 180◦ is around 1.0–1.5 eV, in a
good agreement with previously published [25–27,29]. Considering the PBE EXC, most of
the VBM are occupied by O states at Γ point, except as shown in Figure 7d,j. For these two
cases, the interband transition takes place from the Mo (W) VBM at Γ point to Mo (W) CBM
at K point instead of the O VBM at Γ point to Mo (W) CBM at Γ point. Conversely, most of
the VBM calculated with GLLBSC EXC are dominated by Mo (W) VBM at Γ and K points.
This phenomenon results in three types of band gap predicted by GLLBSC. First, most cases
of the band gap are the indirect band gap from Mo (W) VBM at Γ point to Mo (W) CBM at
K point, as shown in Figure 7a,d,e,g,i,j. Second, as originally expected, the transition occurs
from O VBM at Γ point to Mo (W) CBM at K point, as shown in Figure 7b,c,f. Third, the
indirect band gap becomes the direct one with the transition from Mo (W) VBM to CBM at
K point in Figure 7h,k,l.

Figure 7. Band structures and projected density of states (PDOS) as calculated for MoS2 (a–f) and
WS2 (g–l) deposited at 1ML-, 2ML-, and 4ML-ZnO substrates. Odd rows show the MoS2@ZnO
(WS2@ZnO) with the rotation angle of 0◦, while even rows indicate the MoS2@ZnO (WS2@ZnO) at
180◦. The insets show the atomic structures of MoS2@ZnO and WS2@ZnO 2D nanocomposites.



Energies 2022, 15, 150 9 of 16

Due to underestimated band gap, the CBM obtained by means of PBE EXC is always
laying deeper than the one calculated by means of GLLBSC. For all the nanocomposites
under study, the CBM is determined by the Mo and W states. On the contrary, the VBM is
predicted differently by PBE and GLLBSC EXCs. The valence bands close to VBM calculated
with the PBE consist of the O 2p states. As the ZnO substrate becomes thicker, more dense O
states are accumulated at Γ and K point. PBE mostly predicts the indirect band gap with the
VBM at Γ and CBM at K point. For the g-ZnO substrates, the density of states around the
VBM mainly consists of transition metal orbitals. Even if the 4ML-ZnO substrate provides
abundant O states, the Mo (W) orbitals still have a tremendous effect compared to the
prediction made by PBE calculations. It is also worth mentioning that the GLLBSC EXC
always predicts the valence band consisting of Mo and W orbitals around VBM at K point
and, thus, yields the direct band gap.

3.3. Optical Properties
3.3.1. Optical Absorption

The ZnO thin film with deposited XS2 (X = Mo, W) MLs is expected to significantly
overcome the limitation of ZnO materials, revealing the excellent absorption ability for
enhancing the application of solar radiation. As the ZnO substrate becomes thicker, the
electrons from the substrate are supposed to further boost the absorption. The optical
absorption of the MoS2@ZnO and WS2@ZnO 2D nanocomposites estimated through the
calculated ε2 is shown in Figure 8a,b. To gain more insight into the utilization of solar power,
the ε2 is compared with the solar spectrum [71], helping to analyze the efficiency for photon
trapping. At first glance, the MoS2 and WS2 actually improve the limited absorption of ZnO
substrate in the visible light region. The peak at around 800 nm is due to the underestima-
tion of CBM and band gap. Overall, the ε2 for MoS2@ZnO and WS2@ZnO is in agreement
with those theoretically predicted previously [25–27,29]. For most experiments [2,3,72,73],
the obvious enhancement of the first peak at absorption spectrum is around 700 nm. Some
of the light-trapping structure of core-shell nanopillar array has a great improvement of
absorption at the wavelengths below 800 nm [2]. Although it is hard to derive the real
absorption for large-scale MoS2@ZnO heterostructure from the atomic-layer simulation, the
peak around 800 nm is actually measured in the experiments. In addition, the MoS2@ZnO
absorption value is normally larger than that measured for WS2@ZnO [20,21].

While the feature of g-ZnO substrates becomes the crystal structure (4 layers in 4ML-
ZnO), the ε2 is obviously decreased, especially the wavelengths around 400–500 nm. From
the PDOS, the thicker ZnO substrate triggers the increment of O states around VBM. In
Figure 7c,d,i,l, there is a strong density of states induced by O states at Γ points. However,
the excess of O states does not lead to further improvement of absorption. These results
indicate that the crystal-like ZnO substrate with MoS2 (WS2) composites fails to sustain
the strong peak around 400 nm induced in the MoS2@g-ZnO and WS2@g-ZnO. Although
the g-ZnO substrate is constructed for enhancing the absorption, the WS2 with the rotation
angle of 180◦ does not manifest it in the upper panel of Figure 8b. Despite this, the 1ML-
ZnO substrate exhibits the strongest enhancement as compared to 2ML-ZnO and 4ML-ZnO
layers in the visible light region.

The enhancement in the absorption implemented due to formations of nanocomposites
(2ML-ZnO with TMDs) is compared with photoabsorption calculated for ZnO bulk and
free-standing TMD layers in Figure 8. It is worth mentioning that the ε2 calculated for the
layered ZnO substrates and TMD MLs without taking into account the excitonic effect
is almost zero around the visible light region in Figures 3b and 5, whereas the ε2 shown
in Figures 8 and 9a calculated without BSE present the obvious peaks related to the ε2
of TMDs ML calculated with excitonic effect in Figure 5. Due to the extreme weight
difference without illustrating the log scale of projected band structures in Figure 9b,c,
the contributions for the p1′ and p2′ of ZnO substrates are straightforwardly overlooked
around the VBM. The ZnO substrates of 2D nanocomposites actually act as the electrons
supplier for the p1′ and p2′ around the K point. Therefore, the heterostructure inherits the
peaks of TMDs monolayers, which are marked in Figure 9a. The combination of ZnO and



Energies 2022, 15, 150 10 of 16

TMDs cause not only the first peak (p1) to be slightly red-shifted (p1′ ) but also other peaks
(p2 and p3) to be a little blue-shifted (p2′ and p3′ ).

Figure 8. Imaginary part of dielectric function (ε2) of the MoS2@ZnO (a) and WS2@ZnO (b) 2D
nanocomposites. The upper and lower panels are for the MoS2 and WS2 with the rotation angle of
0◦ and 180◦, respectively. The right y-axis stands for the solar spectrum based on AM 1.5 [71] (gray
curve).

Calculated absorption spectra for WS2@ZnO heterostructure (Figure 9a, upper panel)
demonstrate qualitative agreement with the experimental photoluminescence spectra (PL)
for the core-shell WS2@ZnO nanowires measured at 9 K (Figure 10) [22]. Note that photolu-
minescence spectra is usually red-shifted relative to absorption spectra [74]. Positions of PL
spectra of WS2@ZnO nanowires at 688 nm, 522 nm, and 426 nm can be correlated with p1′ ,
p2′ , and p3′ peaks of calculated absorption spectra of WS2@ZnO heterostructure; however,
the most intensive PL peak at 522 nm can be related to ZnO defect photoluminescence.

On the whole, the heterostructure of MoS2@ZnO and WS2@ZnO generate the broad-
band situation in the spectrum, which implies more efficient utilization of the solar spec-
trum.

3.3.2. Differential Charge Density Maps

The formation of nanoheterostructure redistributes the total charge density between
ZnO substrate and MoS2 (WS2) MLs, which causes the formation of a built-in electric dipole
field at the interface [25,29]. It is hardly possible to estimate the behavior of photogenerated
holes and electrons from the ground state calculations. In this study, the excited-state
time-independent DFT calculations were performed to obtain the photogenerated charges
in comparison with the ground state calculated total charge density. Here, we emphasize
that the processes of light-induced electron-hole separation and charge transitions are quite
complicated. These processes should include the time-dependent electron-hole interaction,
non-adiabatic molecule dynamics, and thermal equilibrium [75,76]. In our simulations, we
concentrate only on the response of the orbitals associated with the assigned holes and
electrons to mimic the total charge density difference of the interband.

The MoS2@ZnO and WS2@ZnO with the rotation angle of 0◦ are selected to provide
a deeper understanding of why the bulk-like 4ML-ZnO substrate would lead to the ε2
decreased at around 400 nm. To construct the differential charge density map, the wave
function associated with the CBM was assigned to the occupancy of 1 electron, while
the other wave function associated with the CBM at 3.1 eV (400 nm) was assigned to the
occupancy of the removed 1 electron. In Figure 11, the difference of total charge density
is illustrated. For the ZnO/MoS2@2ML-ZnO and WS2@2ML-ZnO, the differential charge
density accumulates around the Mo and W atoms and depletes at oxygen atoms. This
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phenomenon reflects the transition behaviors of the O valence states to Mo or W states at
the conduction band. Considering the MoS2@4ML-ZnO, the the depletion of charge density
around the O atoms is observed, while the increase of charge density is not gathered around
the Mo atoms. In contrast, the charge density distribution in WS2@4ML-ZnO is similar to
the WS2@2ML-ZnO.

Figure 9. Enhancement of imaginary part of dielectric function (ε2) in comparison with free-standing
ZnO and TMDs MLs (a) and the projected band structures of MoS2@2ML-ZnO (b) and WS2@2ML-
ZnO (c) as calculated by means of GLLBSC EXC. The upper and bottom panels in (a) show the
MoS2@2ML-ZnO and WS2@2ML-ZnO, respectively, with the rotation angle of 180◦. The ε2 of ZnO
bulk and TMD MLs are the same as shown in Figures 3 and 5. The insets in (b,c) indicate the log-scale
of projected band contributions for TMDs MLs and 2ML-ZnO substrates around VBM and CBM.
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Figure 10. Comparison of the photoluminescence (PL) spectra measured for WS2@ZnO nanowire at
9 K using the fourth harmonic (266 nm, or 4.66 eV) of a Nd:YAG laser FQSS266 (CryLas GmbH) as an
excitation source (green solid line) and calculated absorption spectra for WS2@ZnO heterostructure
with the rotation angle of 180◦ (magenta line). The photoluminescence spectra were recorded using
the Andor Shamrock B-303i spectrograph equipped with a CCD camera (Andor DU-401A-BV).
Spectrum of ZnO nanowires measured at room temperature is drawn with black dotted line [22].

Figure 11. Side views of the differential total charge density maps calculated for MoS2@ZnO (a,b) and
WS2@ZnO (c,d). The yellow and cyan colors indicate accumulated and depleted charge density,
respectively. The isosurface increment value is 0.01 bohr−3.

4. Conclusions

Before drawing a conclusion, it should be mentioned that the use of excited-state
calculations is necessary for reliable predictions of many processes in solids, including their
photocatalytic properties. In this work, the electronic structure and optical properties of
MoS2 and WS2 monolayers deposited at ZnO and g-ZnO substrates are studied by means
of DFT and excited-state time-independent DFT. The electronic structures predicted by
means of PBE and GLLBSC exchange-correlation functional differ due to underestimated
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PBE band gap. The GLLBSC within DFT allows us to estimate the more dense Mo and W
states in the vicinity of the VBM. Both PBE and GLLBSC predict a similar imaginary part
of the dielectric function. The main conclusion drawn from our theoretical study is that
the thicker bulk-like ZnO substrate fails to enhance photoabsorption at MoS2@ZnO and
WS2@ZnO 2D nanocomposites in the visible region of solar spectra, while the graphene-
like ZnO substrate can be suggested as the best candidate to improve visible-light-driven
photoresponse of nanocomposites under study. MoS2 and WS2 single-layered nanofilms
are able to strengthen the visible-light-driven photoresponse, even if the bulk-like ZnO
substrate is in use. MoS2 and WS2 deposited at ZnO produce the absorption peaks of up to
700 nm. Summing up, the 2D nanocomposites made of g-ZnO and TMDs are predicted to
exhibit the broadband photoabsorption and can be suggested as an efficient photocatalyst
for visible-light-driven water splitting applications.
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