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R
ecently, few-layer molybdenum disul-
fide (MoS2), along with other few-
layer transition metal dichalcogen-

ides (TMDs), such as MoSe2, WS2, and
WSe2, have garnered significant interest
based on their unique structural, optical,
and optoelectronic properties.1�12 Mono-
layer MoS2 is composed of a single layer of
the transition metal molybdenum (Mo) and
two layers of chalcogen (S) and thus forms
what is known as a S�Mo�S sandwiched
structure, wherein strong covalent bonds
exist between the layers. The structures of
few-layer and bulk MoS2 are constituted by
stacking MoS2 monolayers, and a weak van
der Waals force exists between these sand-
wiched layers. Numerous theoretical studies
have discussed the influence of strain on
band structure and the carrier effective
mass of few-layer MoS2 and other semicon-
ducting TMDs.13�34 Notable physical effects
such as strain-induced direct-to-indirect band
gap transition and semiconductor-to-metal
transition have been predicted.16,18,28,32,33

By applying uniaxial tensile strain (in-plane)

experimentally, the direct interband transi-
tions of monolayer and bilayer MoS2 nor-
mally show red shifts.35�37 Additionally,
trilayer MoS2 shows a blue shift when an
in-plane compressive biaxial strain is ap-
plied.38 Semiconductor-to-metal transition
in multilayer MoS2 has been observed by
applying hydrostatic pressure.39 The evolu-
tion of the band structure as a function of
temperature has been studied for the pur-
pose of identifying the conduction band
minimum (CBM) in the Brillouin zone for
bilayer MoS2.

40 Theoretical calculations re-
lated to the energy position of the CBM of
bilayer MoS2 yield contrary results: some
calculations suggest that the CBM occurs
at the K point,18,19,26,27,32 whereas others
claim that it occurs at the Λ point.2,23,25,29

However, experimental evidence for the
relative energy of the K and the Λ valleys
is lacking, though it is of fundamental
importance. The diamond anvil cell (DAC)
used as a high hydrostatic pressure de-
vice has been widely employed to study
metal�semiconductor transitions, electronic
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ABSTRACT Few-layer molybdenum disulfide (MoS2) is advantageous for applica-

tion in next-generation electronic and optoelectronic devices. For monolayer MoS2, it

has been established that both the conduction band minimum (CBM) and the valence

band maximum (VBM) occur at the K point in the Brillouin zone. For bilayer MoS2, it is

known that the VBM occurs at the Γ point. However, whether the K valley or theΛ

valley forms the CBM and the energy difference between them remain disputable.

Theoretical calculations have not provided a conclusive answer. In this paper, we

demonstrate that a direct K�K to an indirect Λ�K interband transition in bilayer

MoS2 can be optically detected by tuning the hydrostatic pressure. A changeover of

the CBM from the K valley to the Λ valley is observed to occur under a pressure of

approximately 1.5 GPa. The experimental results clearly indicate that the K valley

forms the CBM under zero strain, while the Λ valley is approximately 89 ( 9 meV higher in energy.
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structures, and optical transitions in bulk crystals and
nanostructures.41�44 It should also facilitate a powerful
technique for tuning the electronic band structure and
precisely identifying the optical interband transitions
related to conduction band valleys and valence band
hills in few-layer MoS2.
In this article, we report a systematic experimental

study on the optical gap evolutions of both monolayer
and bilayer MoS2 as increasing hydrostatic pressure up
to 4.87 and 2.34 GPa for monolayer and bilayer MoS2,
respectively, using the DAC device. The pressure-de-
pendent measurements of the photoluminescence
(PL) spectra at room temperature are used to charac-
terize their electronic band structures. With rising
pressure, for monolayer MoS2, the PL peak related to
the direct interband transition undergoes a blue shift at
a rate of approximately 20 meV/GPa. For bilayer MoS2,
a direct K�K to an indirectΛ�K interband transition is
observed at a pressure of approximately 1.5 GPa. It is
also found that the CBM occurs at the K point and that
the energy difference between the K and theΛ valleys
is approximately 89 ( 9 meV under ambient pressure.
For the indirect interband transition, the PL peak shows
a red shift under increasing pressure, and the PL
emission changes from a K�Γ to a Λ�Γ interband
transition at a pressure of approximately 1.5 GPa.

RESULTS AND DISCUSSION

Figure 1a shows the schematic diagrams of the
lattice structure in both in-plane (left side) and out-
of-plane (right side) directions for MoS2, where a and c

represent in-plane and out-of-plane lattice constants,
respectively, andMo and S represent themolybdenum
and the chalcogen atoms, respectively. The monolayer
and few-layer MoS2 samples measuring a few micro-
meters were prepared by micromechanical exfoliation
of a natural bulk MoS2 (SPI Supplies) on a thinned
SiO2/Si substrate. Regions of one-, two-, and three-layer

MoS2 were identified by their optical contrast with an
optical microscope (Figure 1b) and further confirmed
using PL measurements (Figure 2a). Micro-PL was
collected at room temperature using an optical con-
focal microscopy setup (see Supporting Information).
The pressure-dependent PL measurements were per-
formed using a DAC device, as schematically shown in
Figure 1c (details of the DAC device are in Supporting
Information).
PL spectra of the monolayer, bilayer, and trilayer

MoS2 under zero strain are shown in Figure 2a. For

Figure 1. (a) Schematic diagrams of the lattice structure of MoS2 in both in-plane (left) and out-of-plane (right) directions,
where “a” and “c” represent in-plane and out-of-plane lattice constants, respectively. “Mo” and “S” represent the
molybdenum and the chalcogen atoms, respectively. (b) Optical microscopic image of the micromechanically exfoliated
MoS2 sample. The regions labeled “1”, “2”, and “3” represent one-, two-, and three-layer MoS2, respectively, identified by the
optical contrast. (c) Schematic drawing of the DAC device in a cross-sectional view. The enlarged part shows the few-layer
MoS2 sample and the ruby in the DAC chamber.

Figure 2. (a) PL spectra of one-, two-, and three-layer MoS2
samples. Each plot is normalized based on its maximum
intensity. PL peaks A, B, and I are indicated. (b,c) Schematic
diagrams show the energy band structures for monolayer
and bilayer MoS2 under zero strain, where the K, Λ, and Γ
points in the Brillouin zone and the interband transitions of
peaks A, B, and I are identified.
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monolayer MoS2, the principal PL peak labeled A at
1.82 eV is assigned to a direct K�K interband transition
between the conduction band and the upper lying
valence band at the K point in the Brillouin zone
(Figure 2b). The PL peak shoulder labeled B at ap-
proximately 2 eV is assigned to the direct K�K inter-
band transition between the conduction band and
the lower lying valence band. As the number of layers
increases from 1 to 3, the PL intensity of peak B shows
a relatively increased weight compared with that of
peak A. For bilayer MoS2, in addition to the PL peaks A
and B, a PL peak labeled I at approximately 1.51 eV
appears due to the indirect interband transition be-
tween the K valley of the conduction band and the Γ
hill of the valence band (Figure 2c). Here, we tenta-
tively assign the CBM of bilayer MoS2 to the K point
and will discuss this assignment in detail below. For
trilayer MoS2, the PL peak I shifts to a lower energy
position, while the energies of the PL peaks A and B
related to the K�K interband transition undergo no
clear shift. It is known that the conduction band valley
and the valence band hill at the K point are primarily
constituted by d orbital wave functions that are
localized around the Mo atoms. They have minimal
interlayer coupling, and their energies depend insen-
sitively on the number of the MoS2 layer because Mo
atoms are in the middle of the sandwich structure. By
contrast, the valence hill at the Γ point is described by
a wave function of S atoms with a p orbital character
and extends beyond the plane formed by the MoS2
sandwich, which exhibits strong interlayer coupling,
and its energy is easily tuned through interlayer
spacing.1,24,28

Figure 3a maps the PL intensity as a function of
hydrostatic pressure from 0.27 to 4.87 GPa for the
monolayer MoS2 sample, whose microscopic image is
displayed in the right inset. The data acquisition time
for PL measurements is 4 s. The PL intensities as a
function of photon energy for the pressures of 0.27,
0.93, 2.12, 3.45, and 4.51 GPa are shown in Figure 3b,
with background signal having been subtracted (see
Supporting Information for detail). As shown, all PL
peaks, including peak A and peak T at the low energy
tail, show blue shifts as the pressure increases. Here, PL
peak T may be related to unintentional doping and
shallow traps.8,45 To obtain the energy position of peak
A at higher pressures, the PL curves are fitted using two
Gaussian functions (see Supporting Information). The
energy evolution of PL peak A as a function of pressure
is summarized in Figure 3c and shows a good linear
increase at a rate of 20( 1meV/GPa. After the pressure
releases, PL peak A returns to its original energy
position, represented by an open dark cyan square
(Figure 3c) that indicates good optical quality of the
sample under pressure. We also noticed that the
emission intensity of PL peak A exhibits a significant
decrease with increasing pressure. This result might be
related to the strain-induced approaching the cross-
over point of the direct-to-indirect transition36 and/or
the pressure-induced increase of defects. However, to
clarify it, more work is required.
Figure 4a maps the PL intensity as a function of

hydrostatic pressure from 0.36 to 2.34 GPa for the
bilayer MoS2 sample, whose microscopic image is
displayed in the right inset. The data acquisition time
for PL measurements is 7 s. The PL intensities as a

Figure 3. (a) PL intensitymapping as a function of hydrostatic pressure from0.27 to 4.87GPa for themonolayerMoS2 sample,
whose microscopic image is shown in the right inset. A 4:1 methanol�ethanol pressure-transmitting medium is used. (b) PL
spectra under pressures of P=0.27, 0.93, 2.12, 3.45, and 4.51GPa. PL peaks A and T are indicated. (c) Photon energy of PL peak
A as a function of the pressure. The data can be linearly fittedwith a slope of 20( 1meV/GPa. The energy position of peak A is
represented by the open dark cyan square when the pressure releases.
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function of photon energy for the pressures of 0.36,
0.85, 1.51, 1.93, and 2.34 GPa are shown in Figure 4b,
with background signal having been subtracted (see
Supporting Information for detail). In contrast to
monolayer MoS2, both the direct interband transition
of peak A and indirect interband transition of peak I
of bilayer MoS2 exhibit considerably more complex
evolutions of peak energy (see Figure 4c). As Figure 4c
shows, a clearly pressure-induced changeover of opti-
cal gap occurs at approximately 1.5 GPa. Consequently,
interband transitions of peaks A and I are changed to
the labels A* and I*, respectively, when the pressure
exceeds 1.5 GPa. For 0 < P < 1.5 GPa, PL peak A shows a
blue shift at a rate of 19( 2 meV/GPa. However, when
1.5 < P < 2.34 GPa, PL peak A* shows a red shift at a rate
of �40 ( 4 meV/GPa. For PL peak I, and when 0 < P <
1.5 GPa, the peak shows a red shift at a rate of �17 (
2 meV/GPa; when 1.5 < P < 2.34 GPa, PL peak I*

undergoes a more rapid red shift at a rate of �64 (
6 meV/GPa. Again, after the pressure releases, both PL
peaks A (A*) and I (I*) return to their original positions,
represented by the open dark cyan squares (Figure 4c).
It is noteworthy that increasing the MoS2 sandwich

layer number nearly does not affect the direct band
gap at the K point, which is insensitive to the van der
Waals force between sandwiched layers.1,24,28 Addi-
tionally, theoretical calculations show that the direct
K�K interband transition of bilayer MoS2 is consider-
ably less susceptible to change in the out-of-plane
lattice constant c induced by the compressive strain,
yet increases significantly under increasing compres-
sive in-plane strain due to the change in the in-plane
lattice constant a.30,33,40,49 Hence, the hydrostatic pres-
sure dependence of the PL peaks A (related to direct
K�K interband transition) of monolayer and bilayer
MoS2 should be consistent. Indeed, the PL peaks A of

Figure 4. (a) PL intensitymapping as a function of wavelength as hydrostatic pressure increases from 0.36 to 2.34 GPa for the
bilayer MoS2 sample, whose microscopic image is shown in the right inset. A 4:1 methanol�ethanol pressure-transmitting
medium is used. (b) PL spectra of the bilayer MoS2 sample under pressures of 0.36, 0.85, 1.51, 1.93, and 2.34 GPa. PL peaks A
and I are identified. (c) Photon energies of the PL peaks A, A*, I, and I* as a function of pressure are shown by red, orange,
green, and olive solid circles, respectively. The data are linearly fitted, as shown by the blue lines, and the slopes of 19 ( 2,
�40( 4,�17( 2, and�64( 6 meV/GPa are obtained for the PL peaks A, A*, I, and I*, respectively. The energy positions of
peaks A and I are represented by the open dark cyan squares when the pressure releases. (d�f) Schematic representations of
theband structure for bilayerMoS2whenP=0GPa, 0 < P<1.5GPa, and1.5<P<2.34GPa. TheK,Λ, andΓpoints and interband
transitions (A, A*, I, and I*) are identified. Four dashed lines are used to guide the eye to the shift of related energy bands.
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bothmonolayer and bilayerMoS2 showblue shifts with
approximately identical pressure coefficients of 20
(Figure 3c) and 19 meV/GPa (Figure 4c), respectively,
when the pressure is less than 1.5 GPa. This result
agrees with the theoretical calculation for the upward
shift of the K valley of the conduction band under a
compressive strain.28,30,40 When the applied pressure is
greater than 1.5 GPa, for monolayer MoS2, the PL peak
A continues to blue shift. However, for bilayer MoS2, a
blue�red shift changeover is observed, indicating that
the Λ valley becomes the CBM because the compres-
sive strain induces a downward shift ofΛ the valley, as
theoretically predicted.30,33,40 In place of peak A, PL
peak A* related to the indirect Λ�K interband transi-
tion becomes the dominant peak. We believe that
under zero strain, the K valley forms the CBM of bilayer
MoS2 and is actually lower than theΛ valley, similar to
the case of monolayer MoS2. Otherwise, the change-
over from the direct K�K to the indirect Λ�K in-
terband transition would not occur. In monolayer
MoS2, no changeover is observed until approximately
4.87 GPa, thereby indicating that the energy difference
between the K and theΛ valleys should bemuch larger
than that in bilayer MoS2. Based on the positive and
negative pressure coefficients of 19 ( 2 meV/GPa and
�40( 4meV/GPa for the K�K and theΛ�K interband
transitions, respectively, as well as the changeover
point of pressure at 1.5 GPa, it is deduced that the
energy difference between the K and the Λ valleys
(ΔEKΛ) in bilayer MoS2 is approximately 89 ( 9 meV
under zero strain, that is, ΔEKΛ = (19þ 40) meV/GPa�
1.5 GPa. This energy difference is consistent with the
value of 100 meV predicted by the density function
theory (DFT) calculation40 and other theoretical
calculations.18,26 As is known, the exciton binding
energy in two-dimensional materials can be expressed
as Eb = 54.4 μex/m0ε

2, where μex = memh/(me þ mh) is
the exciton effective mass;me andmh are electron and
hole effective masses, respectively; m0 is the electron
mass; and ε is the relative dielectric constant.46 Accord-
ing to theoretical calculations,24,30,34,36 me at the K and
the Λ points, mh at the K point, and ε for both mono-
layer and bilayer MoS2 change little when the applied
strain is less than approximately 1%. Hence, the exciton
binding energies related to the K�K and the Λ�K
interband transitions are insensitive to the applied
strain. The measured pressure dependence of the
optical gap may thus be mainly related to the changes
in the electronic band structure. This conclusion is
supported by the consistency between the DFT calcu-
lation and the experimental result of ΔEKΛ of bilayer
MoS2 due to the reported result that the me values at
the K and theΛ points are notably similar to each other
under zero strain, namely, 0.542 and 0.579, respec-
tively.18 Here, we are aware that in monolayer and
bilayer MoS2, the exciton binding energies may be
somehow modified by the applied strain, which

should thus be considered for more precisely calcu-
lating the changeover of CBM from the K point to the
Λ point.
Moreover, for bilayer MoS2, PL peak I is related to the

indirect K�Γ interband transition under zero strain
and becomes PL peak I*, which is related to the Λ�Γ
interband transition when 1.5 < P < 2.34 GPa because,
in this case, the CBM is located at the Λ point. For 0 <
P < 1.5 GPa, the PL peak I related to the K�Γ transition
shows a red shift at a rate of�17( 2 meV/GPa. Such a
negative rate reflects that the upward shift of the Γ hill
occurs more quickly than does the upward shift of the
K valley. This effect is attributedmainly to the change in
the lattice constant c induced by compressive strain
along the out-of-plane direction because the c-axis is
more susceptible compared with the a-axis under hy-
drostatic pressure.47,48 When 1.5 < P < 2.34 GPa, the PL
peak I* related to the Λ�Γ transition is expected to
shift at a rate of �76 ( 8 meV/GPa, considering the
relative shift of the Λ valley and the Γ hill that is sche-
matically shown in Figure 4f, and based on the blue
shift of the K�K transition at a rate of 19( 2 meV/GPa
and the red shift of theΛ�K and the K�Γ transitions at
rates of �40 ( 4 and �17 ( 2 meV/GPa, respectively.
The value of�76( 8meV/GPa is close to the observed
Λ�Γ transition rate of 64( 6meV/GPa. The schematic
diagrams of the evolution of the band structure at the
K, the Λ, and the Γ points, as well as of the related
interband transitions (A, A*, I, and I*) under pressure for
bilayer MoS2 when P = 0 GPa, 0 < P < 1.5 GPa, and 1.5 <
P < 2.34 GPa are shown in Figure 4d�f. The band
structure shown in Figure 4f is similar to the calculated
result for bulk MoS2.

1,2

For monolayer MoS2, a tensile strain could induce
the direct K�K to the indirect K�Γ interband tran-
sition.18,36 In addition, a changeover between the
direct K�K to the indirect Λ�K interband transition
has been predicted when a biaxial compressive strain
as large as 1.3%18 or approximately 2%28 is applied to
the in-plane direction. It has also been experimentally
reported that the pressure rate of the in-plane lattice
constant a of bulk MoS2 is approximately 0.24%/GPa
when the hydrostatic pressure is less than 5 GPa.47,48 In
our study, the maximum hydrostatic pressure applied
by the DAC device is 4.87 GPa, corresponding to an in-
plane lattice constant reduction Δa of approximately
1.2%, which is slightly below the value of 1.3% for the
occurrence of the predicted direct-to-indirect change-
over. Moreover, the change in the direct K�K transition
energy has been theoretically calculated to be approxi-
mately 92 meV per a 1% change in the in-plane lattice
constant a.28 On the basis of these data, we can deduce
that the pressure coefficient of the K�K interband
transition of monolayer MoS2 will be approximately
22 meV/GPa, which agrees well with the experimental
result of 20 meV/GPa obtained in our study. Further-
more, we would like to note that these discussions are

A
RTIC

LE



DOU ET AL. VOL. 8 ’ NO. 7 ’ 7458–7464 ’ 2014

www.acsnano.org

7463

based on the assumption that few-layer and bulk MoS2
are expected to have similar values of hydrostatic
pressure rates of the in-plane lattice constant a. This
assumption is reasonable due to recent research that
indicates that the thermal expansion coefficients for
few-layer and bulk MoS2 are comparable.40,49

CONCLUSIONS

We have shown that both direct and indirect inter-
band transitions of monolayer and bilayer MoS2 can be
efficiently tunedusinghydrostatic pressure. The PLpeak
A undergoes a blue shift at a rate of approximately

20 meV/GPa for both monolayer and bilayer MoS2,
when 0 < P < 1.5 GPa. The pressure-induced change-
over point from a direct interband K�K to an indirect
interbandΛ�K transition is observed at approximately
1.5 GPa for bilayer MoS2. The observed red shift rates
are relatively higher for indirect interband transi-
tions, such as �40 meV/GPa for the Λ�K transition
and �64 meV/GPa for the Λ�Γ transition when 1.5 <
P < 2.34 GPa. It is demonstrated that the CBM of bilayer
MoS2 occurs at the K point, while the Λ valley in the
conduction band is approximately 89 ( 9 meV higher
than the K valley under zero strain.

METHODS
Sample Fabrication. The monolayer and few-layer MoS2 sam-

ples measuring a few micrometers were prepared by micro-
mechanical exfoliation of a natural bulk MoS2 (SPI Supplies)
on a thinned SiO2/Si substrate. Regions of one-, two-, and three-
layer MoS2 were identified by their optical contrast with an
optical microscopy. The contrasts were confirmed using PL
measurements.

Micro-PL Measurements under Pressure. Micro-PL measurements
were obtained at room temperature using an optical confocal
microscopy setup. A continuous wave solid-state laser beam
with a wavelength of 454 nm and an average power of approxi-
mately 2 mW was focused on the sample in the DAC device
using a long focal length objective (20�, NA 0.35). The emitted
PL was collected by the same objective; then, the PL was focused
on a pinhole to suppress background emission. The PL was ana-
lyzed using a 0.5 m monochromator equipped with a Peltier-
cooled silicon charge-coupled device. The pressure-dependent PL
measurements were obtained using a DAC device. A mixture of
methanol and ethanol at a ratio of 4:1 was used as the pressure-
transmittingmedium. The pressurewas determined based on the
shift of the R1 fluorescence line of ruby in the chamber.

Background Subtraction Method for PL Measurements. For hydro-
static pressure-dependent PL measurements, the background
signals from the diamond and the pressure-transmitting medi-
ummust be subtracted from themeasured raw data. Toweaken
the influence of the background emission on the PL peak, the
measured sample was kept close to the culet face of the bottom
diamond anvil. Considering the different focusing positions of
the diamond anvil and the sample, the background emission
from the diamond can be spatially filtered using a 100 μm
pinhole with the confocal microscopy configuration.
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