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We demonstrate that tungsten disulphide (WS2) with thicknesses ranging from monolayer (ML) to several

monolayers can be grown on SiO2/Si, Si, and Al2O3 by pulsed direct current-sputtering. The presence of

high quality monolayer and multilayered WS2 on the substrates is confirmed by Raman spectroscopy

since the peak separations between the A1g-E2g and A1g-2LA vibration modes exhibit a gradual increase

depending on the number of layers. X-ray diffraction confirms a textured (001) growth of WS2 films. The

surface roughness measured with atomic force microscopy is between 1.5 and 3 Å for the ML films. The

chemical composition WSx (x = 2.03 ± 0.05) was determined from X-ray Photoelectron Spectroscopy.

Transmission electron microscopy was performed on a multilayer film to show the 2D layered structure. A

unique method for growing 2D layers directly by sputtering opens up the way for designing 2D materials

and batch production of high-uniformity and high-quality (stochiometric, large grain sizes, flatness) WS2
films, which will advance their practical applications in various fields.

1. Introduction

Monolayer two dimensional (2D) transition metal dichalcogen-
ides (TMDCs) recently gained attention due to their excellent
electrical, optical and magnetic properties.1,2 Because of their
semiconducting characteristics, TMDCs provide the possibility
to overcome the shortcomings of zero-bandgap materials, like
graphene. Tungsten disulfide (WS2) is one of the most studied
2D-TMDCs, and is a layered material similar to graphene. A

layer of a TMDC is typically 6–8 Å thick and consists of one
plane of metal atoms sandwiched between two planes of chal-
cogen atoms – in the planes, the atoms are arranged in hexag-
onal patterns. Consecutive layers are held together by weak
van der Waals forces. Whereas bulk WS2 has an indirect band
gap of 1.3 eV, a monolayer has a direct band gap reported to
be slightly lower than 2.05 eV since the direct electronic tran-
sitions in WS2 originate from excitonic radiative relaxation.3,4

FET devices based on monolayer WS2 exhibit an excellent ON/
OFF current ratio of 108 and carrier mobility greater than
200 cm2 V−1 (s−1).5 The strong photoluminescence of WS2
makes it a possible component for future electronic and opto-
electronic devices. Its potential applications include transis-
tors, lithium-ion batteries, solid lubricants, chemical sensors,
membranes, heterogeneous catalysis especially for the hydro-
gen evolution reaction (HER) in photocatalytic water splitting,
and spintronics.6,7

Several methods can be used to grow WS2 films on various
substrates. Chemical vapor deposition (CVD) is the most
common process to grow TMDCs.8–15 However related methods,
including atomic layer deposition (ALD)6,16 and metal–organic
CVD (MOCVD)7,17,18 have been used. Also exfoliation of mono-
layer, or few layers of a dichalcogenide have been achieved.10,19

The biggest issue of these methods is that they are unsuita-
ble for the growth of large area films. They produce small
areas, or even flake sizes in the case of exfoliation methods.20
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Xu et al., have reported large-scale deposition of monolayer
WS2 on SiO2/Si substrate that resulted in triangular flakes with
12.7 μm sides.12 Another approach is to sputter from a W
target and then post-anneal the metal film in sulfur
atmosphere.14

A two-stage process has been developed to prepare high
quality bilayer TMDC stacking using reverse-flow chemical
vapor epitaxy.21 Recently, Zhang and co-workers22 succeeded
in 6-inch wafer size growth of TMDCs e.g. MoS2. Monolayers of
MoS2 were grown using a low pressure face-to-face precursor
CVD method where the Mo sheet is kept in front of a soda-
lime glass substrate. This process allows large-scale wafer size
TMDC production. However, during transfer of the TMDCs
onto a different substrate, large strain and cracks develop – a
shortcoming of this indirect growth method. High quality
TMDCs were also successfully deposited on SiO2 substrates
using a two-step process where a metal film is deposited on a
substrate followed by sulfurization.23,24

Monolayer TMDC films can be produced by CVD, MOCVD
and ALD as outlined above. For instance, wafer-sized speci-
mens synthesised by these techniques are available
commercially.

Several attempts have been made to grow TMDCs using
sputtering, including MoS2

25 and WS2
26 on various substrates

such as sapphire Al2O3, glass, and Si/SiO2, but issues relating
to film quality when grown on Si/SiO2 substrates have been
reported. To grow WS2 films, Regula et al. have used a sintered
WS2 target in Ar/H2S atmosphere (H2S 0–10%), where the sub-
strate was electrically grounded, and heated at 600 °C at a
process pressure between 7.5–9 mTorr.27 The group of Ellmer
explored the effect of different process parameters (substrate
temperature, amount of reactive gas, sputtering pressure, sub-
strate material, process gas) using a W target for sputter depos-
iting WS2.

28,29 Process parameters for growth of multilayer
WS2 films by sputtering from a WS2 have been reported earlier
by our group.30

The sputtering technique is a versatile and promising
method for cost-efficient large scale industrial production of
TMDCs – a scope unavailable to, e.g. the resource intensive
CVD-technique.

Synthesizing TMDC monolayers over large areas (wafer-
scale) using sputtering techniques would thus be a route pro-
viding industrially viable application of these materials. Tao
et al., deposited MoS2 monolayers by sputtering of Mo together
with evaporated sulphur.25 To our knowledge, no one has pro-
duced a large scale monolayer TMDC by sputtering from a
TMDC target without co-evaporation or post-processing (e.g.
sulphurization or annealing).

In this paper we report on high quality WS2 large area
monolayers directly grown on 500 nm SiO2 on Si, Si, and sap-
phire substrates. We have used a WS2 target together with H2S
atmosphere as described below. The quality of the films has
been verified by several methods: Raman spectroscopy, atomic
force microscopy (AFM), photoluminescence (PL), cross sec-
tional transmission electron microscopy (TEM), X-ray diffrac-
tion (XRD) and X-ray photoelectron spectroscopy (XPS).

2. Methods
2.1. Film preparation

WS2 films were deposited using a CS 600 von Ardenne high
vacuum magnetron sputtering system. The magnetron was
located on the top lid of the deposition chamber with a 45°
angle towards the substrate table at the center of the chamber
bottom shown as shown in Fig. 1(a). The target-substrate dis-
tance was fixed to 16 cm. Substrates (SiO2/Si, Si and Al2O3)
were located in front of the target and heated to 700 °C during
deposition.

The base pressure was 10−7 Torr for all depositions. A
100 mm WS2 target (99.9% purity, K. Lesker, Inc.) was
powered with a 200 W pulsed-DC at 20 kHz frequency. The
working pressure was kept constant at 50 mTorr with H2S flow
rate of 20 sccm. The deposition time for one monolayer WS2
was around 2 minutes resulting in a film covering a whole 4
inch wafer as shown in Fig. 1(b).

2.2. Characterization

2.2.1. Raman spectroscopy and photoluminescence.
Raman spectra were recorded with a micro Raman spectro-
meter in-Via Renishaw Raman microscope using 532 nm laser
wavelength. Measurements were performed with 10% of
20 mW max power to avoid damaging the sample due to laser
heating. In order to determine the quality of the grown film,
peak separation Raman mapping was taken from the A1g and
E2g peak positions. The Raman signal was calibrated using the
signal from substrate Si. We do not observe features from SiO2

owing to the low intensity of from the amorphous phase.36

Further, the same laser wavelength with 5% power was used to
record the photoluminescence (PL) spectra on the monolayer
and bilayer samples. The spot size for the measurements was
1 μm (using a 50×/0.75 objective).

2.2.2. X-ray photoelectron spectroscopy (XPS). XPS
measurements were performed using a PHI Quantera II scan-
ning XPS microprobe equipped with monochromatic Al Kα

radiation (1486.7 eV). A spot size of 100 μm, and a photo-
electron take-off angle of 45° were used. The setup is regularly
calibrated using reference samples of Ag, Au and Cu according
to the ISO standard 15472.37 Chemical compositions were

Fig. 1 (a) Schematic diagram of the sputter source used to deposit a
monolayer and few layers of WS2. (b) A 4-inch diameter wafer with
1 monolayer WS2 on SiO2 substrate.
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obtained by fitting the W 4f and S 2p core level spectra using
Voigt functions after removing a Tougaard background, and by
using setup-specific sensitivity factors to account for e.g.,
photoionization cross sections.

2.2.3. Atomic force microscopy (AFM). The AFM images
were acquired using a Bruker Dimension Icon atomic force
microscope (Bruker Dimension IconTM, Billerica, MA, USA).
Silicon RTESPA-300 cantilevers (Bruker, Billerica, MA, USA)
having a nominal tip diameter of 8 nm were used to perform
the AFM measurements. Intermittent contact mode AFM
images (1024 × 1024 data points) of 1 μm × 1 μm by keeping the
working set point above 70% of the free oscillation amplitude
was employed. A scan rate of 0.5 Hz was used for the acquisition
of the images. The Gwyddion 2.54 software was used to process
the images and characterize the roughness of WS2 coatings on
three different substrates (SiO2/Si, Si, and Al2O3).

2.2.4. X-Ray diffraction (XRD). The X-ray diffraction pat-
terns of films consisting of 8 monolayers (8 ML) deposited on
SiO2/Si, Si and Al2O3 substrates were recorded with a Phillips
X’pert MRD diffractometer using Cu Kα radiation (spot size
1.4 mm × 10 mm). These were measured in θ–2θ mode.
Further, the in-plane measurements were performed on a
Rigaku SmartLab diffractometer with a 9 kW rotating Cu
anode with a 5 mm × 5.7 mm spot size.

3. Results and discussion
3.1. Raman spectroscopy

In WS2 the first order phonon modes that occur at the
Brillouin zone centre (Γ) are: A1g, 2A2u, 2B2g, B1u, E1g, 2E1u,

2E2g, and, E2u. A2u and E1u are acoustic modes and infrared
active. A1g, E1g, and E2g, are Raman active. B2g, B1u, and E2u are
undetected optically. In addition to these, a longitudinal
acoustic (LA) mode at the (M) symmetry point of the Brillouin
zone exists in these TMDCs due to the collective in-plane
movement of the atoms in the lattice.38 Note that the 2LA is
the second harmonic mode39 appear due to the laser excitation
and it can reduce with laser wavelength.38 Moreover, the 2LA
intensity is suppressed in more than one layer of WS2, which
confirmed the higher layer numbers of WS2 (discussed later).
The LA mode overlaps at the Γ point with the E2g mode.

Fig. 2 shows the Raman spectra recorded on monolayer and
few layers WS2. The peak positions are extracted by multi-peak
least squares fit of Lorentzian peaks to the data. These Raman
spectra mainly show A1g at 418.27 ± 0.06 cm−1, E2g at 358.50 ±
0.11 cm−1, and 2LA at 354.42 ± 0.42 cm−1. The uncertainty in
the peak position is the standard error obtained from the least
squares multi-peak fit. These peak positions are representative
of monolayer of WS2 at 300 K.40 Notice that low intensity peaks
observed at low wavenumber around 300 and 325 cm−1 corres-
pond to the out-of-plane acoustic phonon modes ascribed to
the edge of the M-point in the Brillouin zone.41

When we increase the number of WS2 layers, the peak posi-
tions are shifted with growing peak separation. For bilayer
WS2, peak positions for A1g, E2g, and 2LA are observed at
418.27 ± 0.06 cm−1, 356.37 ± 0.13 cm−1, and 350.9 ± 0.37 cm−1,
respectively. Further increasing the number of WS2 layers
increases the peak separation as shown in Fig. 2(e) and (f ) for
A1g-2LA and A1g-E2g, respectively. This peak separation indi-
cates the formation of one, two, and so on layers towards bulk
WS2. Comparably, our results agree with those of Shi et al.,40

Fig. 2 Raman spectra as a function of number of layers recorded on: (a) a monolayer (1ML), (b) bilayer (2ML), (c) four layer (4ML), and (d) eight layer
(8ML), sample. (e) Peak separation A1g-2LA, and (f ) A1g–E2g. The theory data points are from ref. 31, experimental data: blue circles,32 red circles,33

red squares,34 red triangles,35 The grey rectangle in (f ) indicate the observed peak separations in the Raman mapping discussed in the text and
shown in Fig. 4.
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and theoretical predictions31 rather than earlier experimental
reports of peak separations of WS2 on monolayer to bulk
samples.34,35,38,42 The peak intensity ratio is calculated as
shown in Fig. 3. Relative intensity ratios of the 2LA and A1g
phonon modes for mono- and bi-layer samples agrees with
reported results.38 An intensity ratio close to 2 indicates the
presence of a monolayer.41

In order to determine the film uniformity, Raman mapping
was performed on a 60 × 60 mm2 area of a 4-inch SiO2/Si
wafer. Fig. 4 shows the map of the separation between the two
peak positions of A1g–E2g. The mapindicate that the thickness
is uniform over the whole 4-inch wafer. Raman mapping
shows a narrow spread of the spacing around the value
expected for a monolayer (59.9 cm−1). The peak separation is
within the spread indicated with a grey rectangle in Fig. 2(f ).

The mapping thus exhibits a high quality monolayer growth
on a large area substrate. This demonstrates the industrial
compatibility of WS2 directly grown on SiO2 substrates.

3.2. Photoluminescence (PL) spectroscopy

Fig. 5 shows the photoluminescence spectra of monolayer and
bilayer WS2 grown on SiO2 substrate. The main peak is cen-
tered at 2.03 eV for the monolayer sample. The small peaks at
2.17 eV to 2.20 eV are Raman modes. There was significantly
smaller photoluminescence signal observed for the bilayer
sample. These observations agree with previous computations
and experimental results.3,4,35,43–48

3.3. X-Ray photoelectron spectroscopy (XPS)

The core level photoelectron spectra recorded on WS2 mono-
layer grown on SiO2 substrates are shown in Fig. 6. A survey
spectrum is shown in the bottom panel where we identify sig-
natures at binding energies from: overlayer W, S (corres-
ponding to WS2 binding energies49); substrate Si and O (at
SiO2 binding energy positions50) and C species adsorbed on
the surface51 – we also find trace amounts of Ag.52 The hori-
zontal lines indicate the distance from the main peak to the
plasmon excitation.53,54 The C 1s core level (at binding energy
284 eV) do not have a plasmon which indicate that this
element is weakly adsorbed on the surface.

The recorded spectra have been fitted with spin–orbit com-
ponents for the W 4f and S 2p-core levels. The peaks corres-
ponding to the W 5p3/2, W 4f5/2, and W 4f7/2 orbitals are
observed at 37.9, 34.6 and 32.5 eV, respectively. The peak posi-
tion of W 4f7/2 (32.5 eV) is at larger binding energy compared
to metallic W 4f7/2 (31.6 eV). For sulfur, the 2p1/2 and 2p3/2
binding energies are at 163.3 eV 162.1 eV respectively. The
binding energies indicate the valence state of the material,
and are consistent with a 4+ valence state of tungsten, corres-
ponding to a S :W ratio of 2, i.e. stoichiometric WS2 .

15 The
chemical composition WSx (x = 2.03 ± 0.05) was obtained from

Fig. 3 Peak intensity ratio of E2g, A1g, and 2LA as function of number of
layers.

Fig. 4 (a) Raman mapping showing peak separation of A1g–E2g on very
large area monolayer WS2 sample on SiO2/Si. The peak separations were
measured every 10 mm over area of 60 × 60 mm2 here presented with
the points linearly interpolated. The black dots indicate where the peak
separations have been measured. The white area is centered on a posi-
tion where no data was acquired. The range is represented by the gray
rectangle in Fig. 2(f ).

Fig. 5 The PL spectrum of the WS2 monolayer (black) has its peak
intensity at 2.03 eV. No significant PL peak was observed for the bilayer
sample (red).
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a least squares fit to the data (Fig. 6). Compared with thicker
films obtained using the same deposition parameters for
which the S/W ratio was found equal to 1.86,30 monolayer
films are thus found to be stochiometric.

3.4. Atomic force microscopy (AFM)

Fig. 7 displays the topography of the WS2 films on the SiO2/Si,
Si, Al2O3 substrates using AFM. The measured surface rough-
ness σa is also indicated on each sample. On the SiO2/Si sub-
strate, monolayer films present an atomically smooth surface
(surface roughness, 3 Å). The roughness increases slightly with
increasing number of layers (1 to 8 layers) – for a 8 layer film,
we measured a surface roughness of 7 Å. Monolayers with
small roughness are also found in the case of Si and Al2O3 sub-

Fig. 6 X-ray photoelectron spectra of sputter-deposited WS2 monolayer (orange circles). The W 4f-core level spectrum is to the left and the S 2p-
core level spectrum to the right. The components from a least squares fit to the data are also included. The positions of the spin orbit components
are indicated with vertical lines. A survey spectrum is presented at the bottom with assignment of the core levels. Horisontal lines indicate the dis-
tance in energy from a main line to the plasmon peaks discussed in the text.

Fig. 7 Topographical analysis from AFM of WS2 deposited on SiO2/Si,
Si, and Al2O3 substrates and the measured surface roughness σa. (Scale
bar: 200 nm; Z scale: 25 nm.)

Fig. 8 High resolution cross-sectional TEM image of several layers of
WS2. Inset is zoomed area of one monolayer WS2 marked by spheres of
different colors: green (W) and yellow (S).
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strates. However, increasing the number of WS2 layers leads to
a significant increase in the surface roughness on Si and Al2O3

substrates. On those substrates, layers grow rougher than
those grown on SiO2/Si (top row in Fig. 7). Note that on the
Al2O3 substrate the bi-layer have a small surface roughness
compared to the other bilayers. For bulk thicknesses, grain-
like features that add to the to the larger surface roughness are
observed.

From this analysis, we can understand that the growth is
highly substrate dependent. It is visible that W and S atoms
easily bond together when deposited on SiO2 substrate which
follow layer by layer growth even in the bulk regime, Fig. 7 (top
panel 8ML). Layer by layer growth also occur on Al2O3 substrate
up to three layers, but island formation starts after four layers
as shown in Fig. 7 (bottom panel 8ML). In case of Si, the
growth is mixed, where the small flakes are formed in high
number layers with layer-like growth. Thus it is clear that the
TMDC growth is substrate dependent which was also observed
previously,55 and also depends on deposition conditions.30

3.5. Transmission electron microscopy (TEM)

To further verify the layer-by-layer growth and thickness of WS2
layers, high resolution cross-sectional TEM imaging was per-
formed on a thick film shown in Fig. 8. The total thickness of
this film is 26 nm. The thickness of each layer of WS2 was
found to 7 Å. A zoomed cross section is shown in the inset
with atomic positions marked with colored spheres, green for
W and yellow for S.

3.6. X-Ray diffraction

Fig. 9(a) shows the XRD spectra for 8 monolayer WS2 film de-
posited on SiO2/Si, Si and Al2O3 substrates. All the films
exhibit a strong orientation along the (001) direction which
indicate the crystalline nature of WS2 growth on all different
substrates. The intensity of the [002] peak is highest for the
Al2O3, followed by that on the Si, and then the SiO2/Si sub-

strate. The peak positions are identically matched with the
commercially available high quality single crystal.56 Fig. 9(b)
shows the in-plane XRD pattern for 2, 4 and 8 monolayers of
WS2 film deposited on SiO2/Si. The in-plane lattice constant
evolves from 0.3151 nm for the 2 ML thick film to 0.3140 nm
for the 8 ML thick film.

The in plane measurements indicate the presence of poly-
cristalline flakes with domain sizes of the order of 10–20 nm –

estimated from using the Scherrer equation and the FWHM of
the [100] peak with shape factor 0.9.57

4. Conclusions

We have successfully grown stoichiometric monolayer (and
multilayer) films of WS2 on wafer-size substrates of SiO2/Si, Si
and Al2O3. The stoichiometry of the film was verified by XPS
and the uniformity by Raman mapping. The (001) texture of
the WS2 films is confirmed using X-ray diffraction analysis for
all substrates. Raman spectroscopy and Photoluminescence
measurements discriminate between the deposition of mono-
layer and few layers WS2. Atomic Force Microscopy shows the
uniform growth and the atomic smoothness of the layers. The
growth of WS2 is substrate dependent, where monolayer and
few layers are formed with layer-by-layer growth. However,
islands are formed for large WS2 film thickness when grown
on Al2O3 substrate.

Previous attempts to sputter stoichiometric 2D WS2 films
have resulted in slightly substoichiometric films.27–30

Stoichiometric films, as produced here, are the result of post-
deposition sulfurization caused by H2S in the chamber during
cooling of the substrate. Complete sulfurization is possible
since the deposited films are extremely thin in this study.

To summarise: large area monolayer WS2 films have been
grown with a scaleable industrially compatible sputter process.
This is proof-of-principle of a new route that is complementary
to exfoliated and CVD-grown WS2 (and other TMDC) films.

Fig. 9 (a) X-ray diffraction patterns of 8 monolayers of WS2 deposited on different substrates. The main substrate peak is indicated by a solid circle
(peaks at 20, 35, 38 and 40 degrees are also from the substrate). (b) In-plane X-ray diffraction patterns of 2, 4 and 8 monolayers of WS2/SiO2/Si.
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