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Abstract
We report on detailed temperature dependent (T=7–295 K) optical spectroscopy studies of WSe2,
WS2, MoSe2 and MoS2 monolayers exfoliated onto the same SiO2/Si substrate. In the high energy
region of absorption type (reflectivity contrast—RC) and emission (photo-luminescence—PL)
spectra of all the monolayers resonances related to the neutral and charged excitons (X and T) are
detected in the entire measured temperature range. The optical amplitudes of excitons and trions
strongly depend on the temperature and two dimensional carrier gas (2DCG) concentration. In the
low energy PL spectra of WSe2 andWS2 we detect a group of lines (L) which dominates the spectra
at low temperatures but rapidly quenches with the increase in the temperature. Interestingly, in the
same energy range of the RC spectra recorded for WS2, we observe an additional line (L0), which
behaves in the same way as the L lines in the PL spectra. The optical amplitude of L0 and T
resonances in the RC spectra strongly increases with the growth of the 2DCG concentration. On the
base of these observations we identify the L0 resonance in the RC spectra as arising from the fine
structure of the trion. We also propose that the line interpreted previously in PL spectra of WSe2 and
WS2 as related to the biexciton emission is a superposition of the biexciton, trion and localized
exciton emission. We find that with the temperature increase from 7–295 K the total PL intensity
decreases moderately in WSe2 and WS2, strongly in MoS2 and dramatically in MoSe2.
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1. Introduction

Semiconducting transition metal dichalcogenides (TMDCs)
of chemical formula MX2 (such as WSe2, WS2, MoSe2 and
MoS2) have attracted considerable attention from the scien-
tific community due to the underlying physics and promising

applications in photonics, optoelectronics and the develop-
ment of valleytronics [1–12].

Similarly to graphene, in monolayers of TMDCs the
bottom of the conduction band and the top of the valence
band are located at the binary indexed corners K+ and K− of
the 2D hexagonal Brillouin zone. On the other hand, contrary
to graphene, the lack of inversion symmetry and a strong
spin–orbit coupling in single layers of TMDCs results in
valley-contrasting strong spin splitting of the valence and
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conduction bands. The confinement to a single layer and
reduced dielectric screening lead to strong many body effects
mediated by Coulomb interactions. In the TMDC mono-
layers, excitons, bound electron–hole pairs (X=e+h)
exhibit very high binding energies of a few hundreds of meV
[13–15], which leads to their stability at room temperature. In
the presence of excess carriers charged excitons, trions (T),
consisting of two electrons and one hole or two holes and one
electron, are detected in optical spectra of TMDC monolayers
[16–29]. The spin splitting of the valence band Δv, leading to
formation of so called A and B excitons, amounts to about
150, 180, 430, and 450 meV for the MoS2, MoSe2, WS2, and
WSe2 monolayer, respectively [30]. A diagram of relevant
subbands in the conduction and valence bands at the K+ and
K− of the 2D hexagonal Brillouin zone of MoS2, MoSe2,
WS2, and WSe2 is presented in figure 1. As predicted in
theoretical calculations [6, 31], the conduction-band spin
splittingΔc is significantly smaller and shows a larger relative
variance between different TMDC monolayers. It leads to the
splitting between the dark and bright exciton subbands of
the so-called A-exciton defined by the spin–orbit splitting in
the conduction band, Δc. Bright excitons are composed of an
electron and hole with parallel spin, whereas dark excitons are
composed of the electron and hole with the opposite spin. In
molybdenum based TMDC Δc is predicted to be positive
(equals 3 and 21 meV in MoS2 and MoSe2, respectively),
resulting in the lowest energy exciton subband being bright
(figure 1(a)). In contrast, in tungsten based TMDC Δc is
predicted to be negative (equals −32 and −37 meV in WS2
and MoSe2, respectively), and the lowest energy subband is
dark (figure 1(b)). In the low temperature PL spectra of
selenides (MoSe2 and WSe2) monolayers, well resolved
exciton and trion transitions are detected [16–22]. However,
the emission spectra of sulfides (MoS2 and WS2) monolayers
reveal different character, with larger broadening, and

observation of the fine structure of exciton and trion often
requires special conditions, e.g. applying gating or alternatively
choosing samples with appropriate doping levels [24–26]. The
differences in the PL spectra between selenides and sulfides
monolayers are mainly related to the substantial difference of
their intrinsic two dimensional (2D) carrier concentration (mea-
sured in vacuum), which in sulfides is about two orders of
magnitude higher than in selenides [4, 16]. Low temperature
emission spectra of WSe2 and WS2 are dominated by lines
positioned in the low energy sector of PL spectra. The nature of
these lines is still under debate. They have been assigned to
excitons localized on defects (L) [17, 24–29] or to indirect
excitons [31]. You et al [27] reported on observation of biex-
citon emission (XX) in the low temperature PL spectra of a
WSe2 monolayer. Their interpretation was based on the super-
linear dependence of emission intensity from the XX species
with respect to the X emission in excitation power dependent
experiments and quenching of the XX line for the lowest exci-
tation power densities. Plechinger et al [25, 26] reported on the
observation of biexciton emission in a WS2 monolayer. How-
ever, they claimed that the XX emission merged with the
emission of a localized exciton (L). They measured a linear
increase in the integrated XX/L PL intensity for low excitation
densities and a quadratic one for higher exciton densities, which
in their interpretation is related to two different emission lines: at
low excitation density, the main contribution to the PL peak
stems from defect-bound excitons, and at high excitation density,
the biexciton (XX) emission is dominant. However, other
authors reported experiments in favor of a trion nature of this
species. Jones et al [28] showed in PL experiments on a WSe2
monolayer that by applying a gate voltage, the spectral weight of
PL transfers from the neutral exciton (X) to the trion (T) and at a
voltage higher than 20V, to a new PL feature (named X2′),
positioned at the same energy as the biexciton emission reported
in [27]. They show that X2′ behaves in the same way as the
trion, and suggest that X2′ probably arises from the fine structure
of the trion. The well resolved X and T resonances have been
also observed in the RC spectra of most TMDCs [14, 18, 19] but
to the date the observation of an additional low energy line in the
RC spectra has not been reported.

The aim of this paper is to clarify this issue, and to gain
insight into the nature of excitons observed in different energy
regions of the optical spectra of TMDCs. We present detailed
optical spectroscopy studies of WSe2, WS2, MoSe2 and MoS2
monolayers exfoliated onto the same SiO2/Si substrate. In the
high energy region of absorption type (reflectivity contrast) and
emission (photoluminescence) spectra of all the monolayers we
detect two resonances of the neutral and charged excitons (X and
T), whose optical amplitudes strongly depend on the temperature
and two dimensional carrier gas (2DCG) concentration. In the
low energy PL spectra of WSe2 and WS2 we detect a group of
lines (L) which dominates the spectra at low temperatures but
rapidly quenches with the increase in the temperature. Surpris-
ingly, an additional line (L0) which we detected at the low
energy RC spectra of the WS2 monolayer exhibits similar
temperature behavior as the L lines in the PL spectra. The optical
amplitude of the L0 and T resonances in the RC spectra strongly
increases with the increase in the 2DCG concentration. On the

Figure 1. A diagram of low energy subbands in the conduction and
valence bands at the K+ and K− points of the 2D Brillouin zone of:
(a) molybdenum based TMDC and (b) tungsten based TMDC. The
spin-up (spin-down) subbands are denoted in gray (black) colors. Δc

and Δv indicate the corresponding spin–orbit splittings of the
conduction and valence bands. The optical transitions of A and B
excitons active in σ+ and σ− helicities are indicated by red and blue
dashed arrows, respectively.
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base of these observations we identify the L0 resonance in the
RC spectra as arising from the fine structure of the trion. We also
propose that the line interpreted previously in PL spectra of
WSe2 and WS2 as related to the biexciton emission is a super-
position of the biexciton, trion and localized exciton emission.
We find that the total PL intensity at all measured temperatures
is the highest for WSe2. We also observe that with the temp-
erature increase from 7 to 295K the total PL intensity decreases
moderately in WSe2 (≈5×) and WS2 (≈7×), strongly in MoS2
(≈40×) and dramatically in MoSe2 (≈1000×). Our observa-
tions contrast with the previous reports, where the increase in the
total PL intensity for WSe2 with the increase in the temperature
was reported. We attribute this contrasting temperature evolution
of the total PL intensity of WSe2 to the different 2D carrier
concentration in the investigated monolayers.

2. Methods

The studied monolayers of WSe2, WS2, MoSe2 and MoS2 were
prepared by mechanical exfoliation of bulk crystals grown by the
chemical vapor transport technique. Prior to the crystal growth,
powdered compounds of the series were prepared from the
elements (Mo: 99.99%; W: 99.99%, S: 99.999%; Se: 99.995%)
by reaction at T=1000 °C for 10 d in evacuated quartz
ampoules. The chemical transport was achieved with Br2 as a
transport agent in the amount of about 5mg cm−3. Initially,
flakes were exfoliated onto DGL film (Gel-Pak), attached to a
glass plate and identified by their optical contrast and char-
acterized by Raman scattering and PL measurements at 295K.
For further optical studies, they were deposited on the same
Si/SiO2 (295 nm) target substrate.

The samples were mounted on a cold-finger of a non-
vibrating closed cycle cryostat, where temperature can be varied
from 6 to 300K. Photoluminescence was excited by the 532 nm
(2.33meV) line of a Diode-Pumped Solid State laser. The laser
beam was focused on the sample under normal incidence using a
50× magnification long working distance microscope objective
(NA=0.65). The diameter of an excitation spot was equal to
≈1.5μm. PL signal was collected by the same objective. The
spectra were analyzed with an 0.5m focal length spectrometer
with a 600 linesmm−1 grating. A Peltier-cooled Si charge couple
device was used as a detector. The RC measurements were
conducted in the same set-up with filament lamp as a light source.

3. Results and discussion

In figure 2 examples of comparative PL and RC spectra of all
the studied monolayers are presented at T=7 K. In PL
measurements the laser excitation power is kept relatively low
at P=80 μW to avoid possible heating effects. Two reso-
nances are observed in the higher energy region of the PL and
RC spectra for all the samples. We attribute them to the
optical transitions of an exciton (X, a higher-energy one) and
trion (T, a lower-energy one). The energy position of X and T
resonances are in good agreement with the previous reports
[16–29]. The exciton and trion energies, as well as their full

widths at half maximum (FWHM), for all the studied
monolayer are presented in table 1.

The common feature observed in the PL spectra of all the
studied monolayers is that the PL intensity of the trion
exceeds that of the exciton. In contrast, in reflectivity spectra
of selenides, WSe2 and MoSe2, the exciton resonance is
substantially stronger than that of the trion. Moreover, in
WSe2 the trion resonance is scarcely distinguished in the RC
spectra. In the RC spectra of WS2 the X resonance is slightly
stronger than the T resonance, and only in MoS2 the T
resonance is stronger than that of X. The reason for the dif-
ference in the optical amplitude of the exciton and trion in the
PL and RC spectra is that the strength of the exciton and trion
resonances in reflectivity is determined by respective density
of states, whereas the PL intensity is contributed additionally
by a state occupation factor. At low temperatures, the excess
carriers and photo-created excitons (electron–hole pairs)
thermalize to the same locations, corresponding to the minima
of the potential in the monolayer, leading to the increase in
the probability of the trion formation that is observed as an
increase in the trion emission relative to the exciton emission.
The relation in the strength of the exciton and trion reso-
nances in the RC spectra depends on the 2DCG concentra-
tion. The increase in the 2DCG concentration results in the
increase in the strength of the trion resonance relative to the
strength of the exciton resonance. An inspection of the RC
spectra presented in figure 4 shows that the lowest 2DCG
concentration is expected in WSe2, whereas the highest in
MoS2. Also, the 2DCG concentration in the studied mono-
layers is higher in sulfides than in selenides, that is in
agreement with the previous reports, where about two orders
of magnitudes higher 2DCG concentration in the sulfides than
in the selenides was measured [4, 16]. The FWHM of the
exciton and trion lines is about two times higher in the sul-
fides than in the selenides, that also points to its relation with
the 2DCG concentration. In the low energy sector of the PL
spectra of the tungsten compounds shown in figures 1(a) and
(b) a group of high intensity lines (L1–L5) in WSe2 and
(L1–L4) in WS2 is detected. In the RC spectra of WS2 pre-
sented in figure 1(a) we observe a new, additional line (named
L0). To the date this line has not been observed.

The strength of the L0 resonance is strongly position
dependent. In figure 3 the RC spectra of the WS2 monolayer
recorded at different points on the monolayer are presented.
As is seen there is a clear correlation between the strength of
the X, T and L0 resonances. The increase in the strength of the
L0 resonance is accompanied by the simultaneous increase in
the strength of the T resonance and the decrease of the
strength of the X resonance. Since the increase in the trion
strength relative to the exciton strength is related to the
increase in the 2DCG concentration, this observation implies
that: (1) the concentration of the 2DCG is different in dif-
ferent regions of the studied WS2 monolayer, and (2) the
strength of the L0 resonance increases with the increase in the
2DCG concentration. The observed increase in the strength of
the T and L0 resonances in the RC spectra with the increase in
the 2DCG concentration allows us to assess both features as
related to the fine structure of the trion. It is well established
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from the PL studies of gated WS2 structures that pristine
WS2 MLs are n-type doped, so we attribute the T and L0
resonances to two optically bright negatively charged trion
species (X−). Due to the Pauli principle two constituent
electrons in a trion in TMDC monolayers occupy states with
different spin or valley index. In a WS2 monolayer this leads
to three possible pairs of doubly degenerate configurations of
the bright trion X− complex, schematically presented in
figure 4: (a) the intravalley trion, with a hole and a pair of
electrons in the same valley in the upper and lower conduc-
tion bands, forming an electron spin singlet state, (b) the
intervalley trion, with electrons located in different valleys, in
the upper and lower conduction bands, forming an electron
spin triple state, and (c) the intervalley trion with electrons
located in different valleys, but in the upper conduction
bands, forming an electron triplet state. Due to the opposite
spin splitting of the valence and conduction bands in WS2, the
optical selections rules, for optically bright trions, enforce a
recombination of an electron in the higher-energy spin-split
conduction band with a hole in the same valley.

The formation of trion complexes with an additional
electron in the lower-energy spin-split conduction band,
presented in figures 4(a) and (b), are more probable at low
two-dimensional electron gas (2DEG) concentrations,
whereas the formation of the trion complex with electrons in
the higher-energy spin-split conduction bands are preferable
at higher 2DEG concentrations, when the electron Fermi level
is located above the upper spin-split conduction band. Further
in the text we will determine for our WS2 monolayer the
electron Fermi level EF=12 meV, which is equal roughly to
one half of theoretically predicted energy distance between
spin-split conduction bands. One possible model that could
explain the coexistence of the T and L0 resonances in the RC
spectra is that the WS2 monolayer is inhomogeneous, possi-
bly due to interaction with the substrate or randomly created
vacancies. This results in distinct regions: (1) regions with

Figure 2. Examples of comparative PL and RC spectra recorded at T=7 K for the monolayers of: (a) WSe2, (b) WS2, (e) MoSe2, (g) MoS2.

Table 1. Energies and full widths at half maximum (FWHM) of
excitons and trions measured in the PL spectra at T=7 K for all the
studied monolayers.

WSe2 MoSe2 WS2 MoS2

EX (eV) 1.747 1.655 2.097 1.964
FWHM (meV) 10 10 18 18
ET (eV) 1.716 1.625 2.055 1.925
FWHM (meV) 12 11 20 20

Figure 3. The RC spectra of WS2 recorded at different points on a
monolayer. Spectra are ordered from low strength of the L0
resonance at the bottom (RC1) to high strength at the top (RC4).
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low 2DEG concentration, for which we detect only X and T
resonances, and (2) regions with high 2DEG concentration
and the electron Fermi level positioned above the upper spin-
split conduction band, for which we detect all three X, T and
L0 resonances. Our interpretation of the fine structure of the
trion in WS2 monolayer predicts energy splitting of the trion
into three separate resonances, not resolved within the line-
width of the T and L0 features in our RC spectra. However, in
the previous studies of the low temperature PL spectra of WS2
monolayer Plechinger et al [26] have observed the energy
splitting of the T feature into two components, which they
attributed to the electron spin singlet and triplet states, with an
additional electron in the lower conduction band (figures 4(a)
and (b), respectively). The splitting of the singlet–triplet states
equal to 11 meV observed in [26] is more than two times
smaller than the one observed in our RC spectra, where the
splitting between the T and L0 resonances is equal to 24 meV.
Our interpretation implies that the binding energy of the trion
with two electron in the upper conduction bands is higher

than that of the trion with one electron in the upper and one in
the lower conduction bands. This interpretation needs con-
firmation in further theoretical studies.

Let us discuss now the nature of the low energy peaks,
L1–L5 and L1–L4 observed in the PL spectra of WSe2 and
WS2 (figures 2(a) and (b), respectively). As is seen in
figure 2(b), the PL lines: X, T and L1 are red shifted, by about
5 meV, in respect to the RC resonances: X, T and L0,
respectively. This observation suggests the similar character
of the L0 and L1 features. However, in the previous studies the
L1 feature in PL spectra of WS2 was attributed to the super-
position of biexciton and localized exciton emission [25]. To
gain more insight into the character of the L1 and other low
energy L lines we performed excitation power dependent PL
measurements of WS2 and WSe2 monolayers.

In figures 5(a) and (b) the respective PL spectra of WSe2
and WS2 monolayers recorded at T=7 K, for different
excitation powers, are presented. At low excitation powers all
the X, T and L lines in the PL spectra of WSe2 are well
separated and have comparable intensities, whereas at higher
excitation powers the L1 line strongly dominates the spectra.
In the PL spectra of WS2 only the X and T lines are well

Figure 4. A schematic illustration of possible configurations of a
hole and a pair of electrons in a bright negatively charged A exciton
(trion) in a WS2 monolayer at the K+ and K− points of the 2D
Brillouine zone. The spin-up (spin-down) subbands are denoted in
red (blue) colors. The electrons (holes) in the conduction (valence)
band are represented by orange (green) spheres.

Figure 5. Evolution of the PL spectra as a function of the excitation
power, recorded at T=7 K, for (a) WSe2 and (b) WS2.
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separated, whereas the L1 line merges with the lower energy
L2–L4 lines. However, the same relation in the evolution of
the total PL intensity of the X, T, L1 and L2–L4 species as a
function of the excitation power is observed. The common
feature observed in the evolution of the PL spectra of both
monolayers as a function of the excitation power is that the
integrated PL intensity of the exciton and trion grows almost
linearly, whereas the integrated PL intensity of the L1 exhibits
superlinear growth with the excitation power. The lines L2–L5
in WSe2 and L2–L4 in WS2 grow sublinearly with the exci-
tation power.

To compare our data with the previous reports [25, 27]
we analyze the emission from the L1 in terms of the neutral
exciton X strength using a power law relation of the form
IL1∼IαX. For WSe2 we obtain α=1.28, slightly lower than
α=1.39 obtained in [27]. For WS2 we obtain α=1.46,
whereas in [25] authors report on a linear dependence of the
total PL intensity of the relevant line for low excitation
powers and a quadratic one for higher excitation powers.
They have interpreted this effect as related to emission of two
different species with the same PL energy: at low excitation
power the main contribution to PL stems from defect bound
excitons, whereas for higher excitation powers the emission
from biexciton dominates. Although the relation of the L1
feature in PL spectra of WSe2 and WS2 to biexciton emission,
proposed in the previous studies, is convincing, on the base of
our study of the PL and RC spectra of WS2 monolayer we
propose an alternative interpretation of the L1 feature as
related to the superposition of: biexciton, defect bound exci-
ton and trion emission. However, due to the large broadening
of the L1 feature in the PL spectra of our WS2 monolayer
these three species cannot be resolved in the spectra, even at
the lowest laser excitation power P=10 μW (0.35 kW cm−2)
applied in our experiment. In our defected and highly electron
doped samples the L1 emission can be contributed by radia-
tive recombination of excitons bound on neutral and charged
donors or acceptors. As was shown in theoretical calculations
[32, 33], point defects in TMDC serve as both, donors or
acceptors. In strongly confined systems in 2D structures, in
the presence of an excess electron (hole) gas, a neutral donor,
D0 (or a neutral acceptor, A0) can bind an additional electron
(hole) to form a charged complex D− (or A+). In our previous
studies we have shown that such charged complexes are
stable at low temperatures in 2D GaAs/AlxGa1−x as semi-
conductor structures [34, 35]. The stability of such charged
complexes is also expected in TMDC monolayers, where the
confinement is much stronger than in 2D GaAs/AlxGa1−xAs
structures. Indeed, in recent theoretical calculation Ganchev
et al [36] have shown that in TMDCs such as WSe2, WS2,
MoSe2 and MoS2, the binding energy of an additional elec-
tron (hole) to a neutral donor (acceptor) is equal to about
30 meV. In a highly n-type doped WS2 monolayer the for-
mation of optically active complex of an exciton bound on a
negatively charged donor D−X is very probable. However, the
PL intensity of charged and localized exciton complexes in
GaAs/AlxGa1−xAs 2D structures is very weak [34, 35] and a
similar weak contribution of D−X emission to PL intensity of
WS2 monolayer is expected. Another scenario, possible in our

defected structure, is that the L1 feature is additionally con-
tributed by emission of excitons bound on neutral donors or
acceptors (D0X and A0X, respectively). In an n-type structure
acceptors are compensated and form an optically inactive
negatively charged complex A−. Under illumination a nega-
tive A− can trap a photo-excited hole to become a neutral
complex A0, which can further bind an exciton X to become
an optically active complex. It is well known from the PL
studies of bulk crystals that the D0X and A0X emission
intensities exhibit superlinear dependence on the laser power,
and the similar behavior is expected in atomically
thin TMDC.

We attribute the L2–L4 lines positioned in the PL spectra
of WS2 at lower energies in respect to the L0 line to optical
transitions of: electron to acceptor (e–A0), hole to donor
(h–D0), and donor to acceptor (D0

–A0) complexes, as they
exhibit similar sublinear growth of the emission strength as a
function of the laser power as relevant complexes in bulk
crystals [37, 38]. As the L1 line in the PL spectra of the WSe2
monolayer behaves in the same way as the L1 lines in the PL
spectra of the WS2 monolayer as a function of the laser
excitation power, we assess both lines as related to the same
emission species. Also, we perform similar assessment of the
L2–L5 lines in the PL spectra of the WSe2 monolayer as the
L2–L4 lines in the PL spectra of the WS2 monolayer.

In order to gain further insight into the nature of all the
excitonic complexes detected in the PL and RC spectra we
perform temperature dependent (T=7–295 K) measurements
of all the studied monolayers, presented in figures 6 and 7 for
molybdenum and tungsten based TMDC monolayers,
respectively. The corresponding spectrum for each temper-
ature is normalized to the maximum value. The com-
plementary figure 8 presents temperature dependence of the
PL intensity of excitons, trions, and L lines for the appropriate
energy range indicated in figures 6(a) and (c), and 7(a) and
(b), respectively. For clarity, within the L lines only the
intensity of the L1 line is presented separately, whereas the PL
intensity of L2–L5 lines in WSe2 (figure 8(a)) and the L2–L4
lines in WS2 (figure 8(b)) are drawn as a total PL intensity.

Let us first analyze the temperature evolution of the PL
and RC spectra of the tungsten based compounds. The PL
spectra of the WS2 and WSe2 monolayers exhibit similar
behavior as a function of temperature. With increasing
temperature the low energy L peaks rapidly quench and they
are not detected in the spectrum at temperatures above 80 K.
This rapid quench of the low intensity lines is independent of
the excitation power, which is clearly seen in figure 9, where
we compare evolution of the low temperature (T�80 K) PL
spectra of WS2 for different excitation powers, equal to 2.5,
10 and 80 μW (each power shown in a different panel, as
indicated). The same effect is observed for WS2 monolayer
(not presented). However, in both monolayers with increasing
temperature the PL intensity of the L1 line decreases much
slower than the PL intensity of the other L lines: the L2–L5
lines in WSe2 (figure 8(a)) and L2–L4 lines in WS2
(figure 8(b)). Surprisingly, in the WS2 monolayer the L0
resonance in the RC spectra exhibits similar temperature
evolution as the L1 resonance in the PL spectra and disappears
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from the RC spectra spectra at the same temperature
T>80 K. This accounts for the relation of the L0 and L1
resonance to the same radiative complex. In order to interpret
the rapid temperature quenching of the L0 and L1 features we
consider the impact of the inhomogeneous distribution of the
2DEG in our WS2 monolayer. The electron Fermi level,
evaluated from the overall 2DEG concentration in our sample,
equals EF=12 eV and is roughly located in the middle of the
spin-split conduction bands. In our interpretation of the L0

resonance as related to the negative trion, with a pair of
electrons located in the upper spin-split conduction bands, we
assume that due to the potential fluctuations in some regions
of the monolayer the upper spin-split conduction band is
positioned below the Fermi level. As the temperature
increases, the access electrons become more mobile, that
causes a more homogeneous redistribution of the 2DEG over
the whole sample, which in turn leads to decrease of the
number of electrons in the upper conduction bands and the L0

Figure 6. The temperature evolution of the PL and RC spectra of WSe2 and WS2 monolayers. (a) PL spectra of WSe2. (b) RC spectra of
WSe2. (c) PL spectra of WS2. (d) RC spectra of WS2.

Figure 7. The temperature evolution of the PL and RC spectra of MoSe2 and MoS2 monolayers. (a) PL spectra of MoSe2. (b) RC spectra of
MoSe2. (c) PL spectra of MoS2. (d) RC spectra of MoS2.
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resonance disappears from the RC spectra of the WS2
monolayer. With the increase in the temperature, the occu-
pation of the lower spin-split conduction band is only weakly
affected and the T resonance, related to the trion complex
with the access electron in the lower spin-split conduction
band, is detected in the PL and RC spectra up to T=295 K.

In contrast to low energy L lines the X and T lines con-
tribute to the PL spectra of WS2 and WSe2 monolayers at all
measured temperatures T=7–295. This is related to a higher
oscillator strength of the X and T states compared to the
localized states. However, the optical amplitude of X and T
resonances strongly differs in the absorption (RC) and emis-
sion spectra (PL) of both the WS2 and WSe2 monolayers,
what is mainly related to the different 2DEG concentrations in
sulfides and selenides and, as it has been discussed above, to
that fact that the strength of the X and T resonances in
reflectivity is determined by respective density of states,
whereas the PL intensity is contributed additionally by a state
occupation factor.

We observe similar temperature evolution of the X and T
resonances in the PL and RC spectra in the MoSe2 and MoS2
monolayers (figure 7), as in the WSe2 and WS2 monolayers
(figure 5). The low energy line, detected in the PL spectra of
MoS2 (denoted as L) decreases in intensity with the increase
in the temperature, similarly as the L lines in tungsten based
compounds, but the L line in MoS2 quenches at much higher
T>160 K, which is likely related to its much higher binding
energy in comparison to the L lines in the WS2 and WSe2
monolayers. As expected, the X and T resonances in the PL
and RC spectra of all the studied monolayers shift to lower

energy following the reduction of the band gap at increased
temperature [16, 19]. The observation of the X and T reso-
nances in the entire temperature range and the strong temp-
erature induced transfer of the optical strength from the L
features to the exciton (X) and trion (T) implies that the
exciton and trion are related to essentially free states, whereas
the L features are related to strongly localized states. Note that
for all optically active complexes some form of localization
(on various monolayer imperfections, e.g., monolayer’s local
tension or shallow impurities) is generally expected. This
confinement may be strong or weak. Here, by the designation
of ‘essentially free’ states, we refer to those for which loca-
lization has insignificant effect on the emission energy, in
contrast to the truly ‘localized’ states.

Figure 8. Integrated PL intensities of excitons, trions and localized
excitons as a function of the temperature in: (a) WSe2, (b) WS2 (c)
MoSe2 and (d) MoS2.

Figure 9. The low temperature (T�80) evolution of the PL spectra
of WS2 under different excitation powers: (a) P=2.5 μW, (b)
P=10 μW, (c) P=80 μW.
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At elevated temperatures, with the increase in the temp-
erature in both the RC and PL spectra of WSe2, WS2 and
MoSe2 the transfer of spectral weight from trions to excitons
is observed. To get a better insight into this process and to
confirm our assignment of excitons X and trions T to the
essentially free states, we have analyzed temperature evol-
ution of the integrated PL intensity ratio of the trion and
exciton lines. We perform a numerical fit to determine the
exact shapes and the energy positions of the exciton and trion
lines using the Lorentzian function. In figure 10 the logarithm
of the trion to exciton ratio of integrated PL intensity is drawn
as a function of invert temperature in WS2, WSe2 and MoSe2.
The data in figure 8 are presented only for those temperatures,
for which the X and T peaks are well resolved and the fitting is
reliable. For MoS2 the data are not presented since in this
monolayer the X line is not well resolved in the PL spectra. In
the regime of higher T the temperature evolution of the total
PL intensity of the trion and exciton lines (IT(T) and IX(T),
respectively) can be described using the Boltzmann law:

a a= - -( ) ( ) ( ) ( )I T I T E E k Texp , 1T X T X T X B

where αT and αX are the trion and exciton degeneracies, ET

and EX are their energy positions in the PL spectra, and kB is
the Boltzman constant. The energies obtained from
equation (1), ΔE=46, 30, and 30 meV for WS2, WSe2 and
MoSe2, respectively, are in good agreement with the energy
separation of the T and X lines in the PL spectra, which are
equal to 42, 30 and 30 meV for WS2, WSe2 and MoSe2,
respectively (see figure 1).

As is seen from figure 10, the ratio of the exciton to trion
PL intensity obeys Boltzmann law in WSe2 at temperatures

above T�80 K, when the L lines disappear from the PL
spectra (see figure 3(a)). In contrast, in WS2, where the L lines
disappear from the PL spectra in the same temperature range
(see figures 6(c) and 9), the ratio of the exciton to trion PL
intensity obeys Boltzmann law at much higher temperatures
T�180 K. In MoSe2, where no additional lines, except X
and T, are observed in the PL spectra (see Figure 7(a)),
equation (1) for the X and T lines is valid at T�60 K. This
result reveals a complex interplay between the effect of dif-
ferent recombination channels (radiative and non-radiative)
and 2D carrier concentration, which can be additionally
dependent on position on the sample. However, in high
temperature regime, different for different samples, radiative
recombination of the trion and exciton are the dominant
recombination channels. Significant difference in the energy
separation of the trion and exciton lines in the PL spectra of
selenides and sulfides are related to a strong difference in their
2D carrier concentration. In selenides, WSe2 and MoSe2, the
carrier concentration is low and the energy separation of the X
and T lines is equal to the trion binding energy. However, in
WS2 and MoS2, the 2D electron concentration is high, which
causes that during the radiative recombination of an electron–
hole pair in a trion complex, an additional electron is excited
over the Fermi energy due to the space filling effect, and the
relation between the exciton and trion positions in the PL
spectra is given by the formula [24]:

= +– ( )E E E E , 2X T b,T F

where Eb,T is the trion binding energy and EF is the Fermi
energy. In order to determine the trion binding energy one has
to decrease the 2D carrier concentration, what can be realized
in a gated structure.

Lacking capabilities to conduct transport measurements
on our monolayers we performed the following additional PL
experiment from which we evaluated both the trion binding
energy and the 2DEG concentration in WS2 to show that the
2DCG concentration is substantially higher in the sulfides
than in the selenides. It is well established that under ambient
conditions the physisorbed O2 and H2O molecules deplete
n-type materials such as MoS2 and WS2, much more than
conventional electric field gating [39, 40]. In figure 11 we
compare the RC and PL spectra recorded at T=295 K in
ambient and vacuum conditions for all the studied mono-
layers. The experiments were performed under the same
conditions for all the samples. In the sulfides, WS2 and MoS2,
the shape and energy position of the PL lines and RC reso-
nances strongly differ between experiments performed in
ambient and vacuum, which, as we will show, confirms the
previous reports that in ambient the 2DCG concentration is
strongly depleted. The PL spectra of WS2 and MoS2 mea-
sured in vacuum are dominated by the trion. However, in the
PL spectra of WS2 measured in ambient well resolved peaks
of X and T are resolved. Their energy separation equal to
30 meV matches the trion binding energy reported in previous
studies [14, 25, 26]. Having established the trion binding
energy, we evaluate from the equation (1) and the energy
separation of the X and T peaks in PL spectra measured at low
temperatures in vacuum (see figure 2(b)) the Fermi energy

Figure 10. Integrated PL intensity rate ln(IT/IX) of the trion (T) and
exciton (X) lines as a function of 1/T (symbols) for WS2 (black),
WSe2 (green) and MoSe2 (red). The lines are linear fits used to
deduce the activation energies (see equation (1)).
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EF=12 meV. Then, using the equation n=meEF/πħ
2 and

the electron effective mass me=0.37 [6] we calculated the
intrinsic 2D electron concentration n=1.86×1012 cm−2. In
the PL spectra of MoS2 measured in ambient we detect only
the T line, which enables us to evaluate the trion binding
energy. This observation also shows the high 2D electron gas
concentration in MoS2, even in vacuum. Using the theoretically
calculated trion binding energy in MoS2: Eb,T=30meV [36]
and the electron effective mass of me=0.35 [41], we evaluate
the Fermi energy as EF=13meV and the intrinsic 2D electron
concentration as n=1.91×1012 cm−2.

As is seen in figures 11(a) and (c), in the PL and RC
spectra of selenides, WSe2 and MoSe2, recorded at
T=295 K, in ambient and in vacuum, only one line of the
exciton is detected in both monolayers. The energy position

of the X line in the PL and RC spectra in both monolayers is
almost the same. This observation confirms that the 2DCG
concentration is substantially lower in the selenides than in
the sulfides. Additionally, we find that in all the samples the
PL intensity is substantially stronger in ambient than in
vacuum, which confirms the previous reports [39, 40].

In figure 12 the evolution of the total PL intensity for all
the monolayers is presented. At all the measured temperatures
the total PL intensity is the highest in WSe2. Also, we observe
the decrease of the PL intensity with the increase in temper-
ature for all the monolayers. However, this decrease is weak
in WSe2 (≈5×) and WS2 (≈7×), strong in MoS2 (≈40×) and
dramatic in MoSe2 (≈1000×). The temperature decrease of
the PL intensity in WSe2 is in contrast to the previous studies
[42, 43], where the increase in the PL intensity of WSe2 with
increase in temperature was reported. Additionally, in [43], in
which the authors compared the PL intensities of monolayers
exfoliated onto the same substrate (as in this study), the PL
intensity of MoSe2 was higher than in WSe2 at low tem-
peratures and lower at higher temperatures. This contrasting
behavior of the PL intensity of WSe2 and MoSe2 in our
studies and in the previous reports is likely related to different
concentration of the 2DCG. In [42] the authors performed
comparative studies of the total intensity of both the sus-
pended and gated WSe2 and MoSe2 monolayers, near the
neutrality points, for a very low carrier concentration, whereas
in our studies of intrinsic monolayers, even in the selenides,
the 2DCG concentrations are substantial, of an order of
1010 cm−2 [16], which is evidenced by efficient trion emission
even at elevated temperatures (see figures 3(a) and 6(a)).

Figure 11. The PL spectra recorded at T=295 K in ambient (black
line) and vacuum (red line) for (a) WSe2, (b) WS2, (c) MoSe2 and
(d) MoS2.

Figure 12. The temperature evolution of the total PL intensity in
WSe2, WS2, MoSe2 and MoS2 monolayers.
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4. Conclusion

To conclude, we present detailed temperature dependent
(T=7–295 K) optical spectroscopy studies of WSe2, WS2,
MoSe2 and MoS2 monolayers exfoliated onto the same
SiO2/Si substrate. In the high energy region of the absorption
type (reflectivity contrast) and emission (photo-luminescence)
spectra of all the monolayer, the resonances related to the
neutral and charged excitons (X and T) are detected in the
entire measured temperature range. In the absorption spectra
of WS2 monolayer we reveal resonances arising from one
neutral exciton and two negatively charged excitons. In the
low energy PL spectra of WSe2 and WS2 we detect a group of
lines (L), which dominates the spectra at low temperatures but
rapidly quenches with the increase in temperature. We pro-
pose that the line interpreted previously in the PL spectra of
WSe2 and WS2 as related to biexciton emission is a super-
position of the biexciton, trion and localized exciton emission.
We find that the total PL intensity at all the measured tem-
peratures is the highest in WSe2. We also observe that with
the temperature increase from 7 to 295 K the total PL inten-
sity decreases moderately in WSe2 (≈5×) and WS2 (≈7×),
strongly in MoS2 (≈40×) and dramatically in MoSe2
(≈1000×).
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