
Nanoscale

PAPER

Cite this: Nanoscale, 2023, 15, 7812

Received 14th December 2022,
Accepted 15th March 2023

DOI: 10.1039/d2nr07001d

rsc.li/nanoscale

Excitation and emission distinguished
photoluminescence enhancement in a
plasmon–exciton intermediate coupling system†

Wenjun Zhang,a,b Long Gao, b,c Xiaohong Yan, b,d Hongxing Xu *a,e and
Hong Wei *b,f

Plasmonic nanocavities with tunable resonances provide a powerful platform to manipulate the light–

matter interaction at the nanoscale. Here, we investigate the coupling between monolayer MoS2 and the

nanocavity formed by a silver nanowire (NW) and a gold film. The splitting of scattering spectra indicates

intermediate coupling between the plasmon mode and two exciton states. The coupled system shows a

photoluminescence (PL) intensity enhancement of 86-fold for the nanocavity with an appropriate NW

diameter. In particular, the excitation and emission enhancement factors are experimentally distinguished,

and the simulation results confirm the plasmon resonance dependent excitation and emission enhance-

ments. Moreover, it is shown that the PL emission from the hybrid system becomes strongly polarized,

and the degree of linear polarization larger than 0.9 is obtained. These results demonstrate the tunable

coupling between plasmon mode and exciton states and help in deepening the understanding of the PL

enhancement mechanisms.

Introduction

Plasmonic nanostructures can concentrate light into nanoscale
volumes and thus largely enhance the local electromagnetic
field and the local density of optical states, providing a versa-
tile platform to manipulate light at the nanometer scale.1,2 For
quantum emitters coupling with plasmonic nanostructures,
their spontaneous emission can be significantly modified.3,4

The PL intensity of quantum emitters is jointly determined
by the excitation rate, quantum yield, and collection efficiency.
All these three parameters can be modified by coupling
with surface plasmons. In addition to enhancing the
emission intensity and accelerating the decay rate, plasmonic
nanostructures can also tune the emission polarization,5–8 pro-

viding various possibilities to manipulate the PL
properties of quantum emitters and improve the performances
of light-emitting devices. When the coupling strength is larger
than the mean dissipation rate of the plasmons and excitons,
the plasmon–exciton interaction enters into the strong coup-
ling regime. The mixed states called plasmon–exciton
polaritons or plexcitons are formed, which manifest as split
peaks in optical spectra.4,9,10 Plexciton states have been
observed at room temperature in the coupled systems of
plasmonic nanostructures and different types of quantum
emitters, such as molecules,11 J-aggregates,12–14 quantum
dots,15–17 and two-dimensional transition metal dichalcogen-
ides (TMDCs).18–21

In recent years, monolayer TMDCs have attracted much
research interest owing to their exotic optical and opto-
electronic properties.22,23 Monolayer TMDCs possess direct
band gap transitions, large binding energies, and high oscil-
lator strengths. However, their intrinsically weak absorption
and low PL quantum yield partly limit their application in
future nanophotonic devices. The capability of plasmonic
nanostructures to confine light into deep subwavelength
volumes can dramatically improve the light absorption and
emission performances of monolayer TMDCs. PL enhance-
ment of monolayer TMDCs has been reported in several coup-
ling systems, such as Au nanorods and WS2,

24,25 Ag nanocubes
on Au film and MoS2 or WSe2,

26–29 Ag NWs on Au film and
MoSe2,

30 Au nanospheres or nanosphere dimers on Au film
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and MoS2,
31,32 and metal nanostructure arrays and MoS2 or

WSe2.
33–36 Among a variety of plasmonic nanostructures, the

coupled structure of a metal nanoparticle and a metal film is
widely used, which is usually called nanoparticle-on-mirror
(NPOM), due to its easy fabrication, ultrasmall mode volume,
and readily tailored optical resonance over a wide spectral
range.37 In addition to PL enhancement, strong or intermedi-
ate coupling of the plasmon mode with one exciton state has
been demonstrated in the coupled systems of NPOMs and
monolayer TMDCs.28–30,38–40 In spite of the progress, the
strong coupling of multiple exciton states in monolayer
TMDCs with plasmonic nanogap mode has not been explored
yet. Moreover, while most studies were aimed to achieve a high
PL enhancement factor, less effort has been devoted to experi-
mentally disentangling the plasmon resonance dependent
contributions of excitation enhancement and emission
enhancement to the enhanced PL intensity.

Here, we utilize the plasmonic nanocavity formed by a
silver NW on a gold mirror (named nanowire-on-mirror,
NWOM) to manipulate the interaction between surface plas-
mons and excitons of monolayer MoS2 at room temperature.
The anticrossing dispersion curves obtained from the scatter-
ing spectra reveal the Rabi splitting of 121 meV and 105 meV
for plasmons coupling with A exciton and B exciton, respect-
ively. The PL intensity of A exciton of monolayer MoS2 in the
plasmonic nanocavity is enhanced by a factor of 86 compared
with the MoS2 on gold film, and the enhancement factor is
dependent on the plasmon resonance wavelength that can be
tuned by the NW diameter. By using two lasers of different
wavelengths, we distinguish the excitation and emission
enhancements in experiments. Theoretical simulations give
further evidence for the contributions to the PL enhancement
from the excitation and emission processes. In addition, the
unpolarized PL of monolayer MoS2 is converted to be linearly
polarized when it is embedded in the plasmonic nanocavity.
This hybrid system provides a versatile platform to tune
plasmon–exciton coupling and PL emission.

Results and discussion

As illustrated in Fig. 1a, the coupled system is composed of
monolayer MoS2 inserted in the nanogap between a chemically
synthesized Ag NW with a pentagonal cross-section and a Au
film coated with an Al2O3 layer of 6 nm thickness (see section
1 in the ESI†). Fig. 1b shows the scanning electron microscopy
(SEM) image of the MoS2–NWOM coupled systems. The mono-
layer MoS2 exhibited two clear exciton states A and B at
∼658 nm (1.883 eV) and ∼607 nm (2.043 eV) with a linewidth
of 52 meV and 169 meV, respectively, as extracted from the
differential reflection spectrum (Fig. 1c). A typical dark-field
scattering spectrum of NWOM without monolayer MoS2 shows
two peaks (Fig. 1d). In the following studies, we focus on the
plasmon mode at the longer wavelength. As shown in the inset
of Fig. 1d, the electric field of this plasmon mode is confined
in the nanogap between the Ag NW and the Au film and

located around the corners of the NW (see also Fig. S1†).41 It is
noted that the scattering of this plasmon mode is polarized
perpendicular to the NW (see Fig. S2†). Fig. 1e shows five
dark-field scattering spectra of NWOMs with varying diameters
of Ag NWs. As can be seen, the plasmon mode is progressively
red-shifted with the increase of the NW diameter. The
plasmon resonance energy is obtained by fitting the dark-field
scattering spectra of NWOMs with one Lorentzian peak (the
small peak at about 500 nm is cut off ). The resonance wave-
length converted from the resonance energy is approximately
linearly proportional to the diameter of the NW, as shown in
Fig. 1f. Therefore, by tuning the diameter of the NWs, certain
plasmon resonance wavelengths can be obtained. The mean
linewidth of the plasmon mode is about 279 meV (see
Fig. S3†).

When the monolayer MoS2 is sandwiched in the NWOM
structure, peak splitting can be observed in the scattering
spectra (Fig. 2a). Depending on the plasmon resonance energy,
either A or B exciton alone or both can couple with the
plasmon mode. The scattering spectra of MoS2–NWOM
coupled systems can be fitted by either two or three Lorentzian
peaks, as shown in Fig. 2b. For the spectra fitted by three
Lorentzian peaks, the three fitting peaks correspond to the
energies of the lower plexciton branch (LPB, ELPB), middle
plexciton branch (MPB, EMPB), and upper plexciton branch
(UPB, EUPB). The plasmon resonance energy Epl can be
obtained from Epl + EA + EB = ELPB + EMPB + EUPB, where EA and
EB are the energies of A exciton and B exciton, respectively.
The energies of three plexciton branches are plotted as a func-
tion of the plasmon resonance energy (circular dots in Fig. 2c).
The solid curves in Fig. 2c are obtained by fitting the experi-
mental plexciton energies using the model of three coupled
oscillators (see section 5 in the ESI†), which show clear antic-
rossing behaviors. After the fitting, the peak energies of the
scattering spectra fitted by two Lorentzian peaks are added to
Fig. 2c as triangular dots. As can be seen, the triangular dots
are also distributed close to the solid curves. This is because
the dispersion curves are close to that of two coupled oscil-
lators when the plasmon energy is close to one exciton state. If
the plasmon energy is deduced from the linear relationship of
the plasmon resonance wavelength and the NW diameter
(Fig. 1f), similar results are obtained (see section 6 in the
ESI†).

The coupling strengths of the plasmon mode with A exciton
and B exciton are 65 meV and 57 meV, respectively. The
minimal splitting between LPB and MPB and between MPB
and UPB is about 121 meV and 105 meV, respectively. The
minimal splitting between adjacent plexciton branches is
smaller than the mean linewidth of two corresponding plexci-
ton states (see section 7 in the ESI†), indicating that the coup-
ling strength is in the intermediate coupling regime.25,28,42

Fig. 2d shows the contributions of the plasmonic and two exci-
tonic components for each plexciton branch obtained from the
model of three coupled oscillators. For the UPB, the weight of
A exciton is small, and the hybridization mainly depends on B
exciton and the plasmon mode. B exciton dominates at the
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Fig. 1 Monolayer MoS2-NWOM coupled system and characterization of MoS2 and NWOMs. (a) Sketch of the cross-section of the coupled system. It
consists of monolayer MoS2 sandwiched between a Ag NW and a Au film, and Al2O3 is deposited on the Au film and on the top of the sample
surface. D represents the NW diameter. (b) SEM image of the coupled systems. The monolayer MoS2 is shown as the dark area with boundaries
marked by red dashed lines. (c) Differential reflection spectrum of monolayer MoS2 on Au film. (d) A representative dark-field scattering spectrum of
the NWOM structure. The inset shows the electric field distribution of the plasmon mode with a NW diameter of 70 nm. (e) Normalized dark-field
scattering spectra of individual NWOMs with the NW diameter increasing from bottom to top. The values of the NW diameter are written next to the
corresponding spectra. (f ) Plasmon resonance wavelength as a function of NW diameter. The solid line represents a linear fit.

Fig. 2 Scattering spectra of monolayer MoS2–NWOM coupled systems. (a) Normalized dark-field scattering spectra of MoS2–NWOM coupled
systems with the NW diameter increasing from bottom to top. (b) Scattering spectra fitted by two or three Lorentzian peaks, showing the evolution
of plasmon mode coupling with A exciton (top), both A and B excitons (middle), and B exciton (bottom). The black dots show the experimental scat-
tering spectra. The solid lines represent the Lorentzian fitting results. (c) Energies of plexciton branches as a function of plasmon energy. The red,
green, and orange circular dots represent experimental UPB, MPB, and LPB of A exciton–plasmon–B exciton coupling, respectively. The red, green,
and orange lines represent the fitting using the three-coupled-oscillators model. The green and orange inverted triangles represent experimental
UPB and LPB of A exciton–plasmon coupling, respectively. The red and green upright triangles represent experimental UPB and LPB of B exciton–
plasmon coupling, respectively. The blue and purple dashed lines indicate the energies of A exciton and B exciton, respectively. The black dashed
line shows the plasmon energy obtained according to its relationship with the energies of plexcitons and excitons. (d) Fractions of the plasmon
mode, A exciton, and B exciton for UPB, MPB, and LPB as a function of plasmon energy.
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lower plasmon energy, while the plasmon mode dominates at
the higher plasmon energy. Similarly, for the LPB, the hybrid-
ization mainly arises from the contributions of A exciton and
the plasmon mode, and the plasmon mode dominates at the
lower plasmon energy. For the MPB, both A and B excitons
couple with the plasmon mode, forming the mixed state of
three components.

Next, we investigated the PL enhancement of A exciton for
monolayer MoS2 in the NWOM nanocavity. Fig. 3a shows the
PL spectra of a coupled system excited by laser light of two
different wavelengths polarized perpendicular to the NW,
together with the corresponding PL spectra of the MoS2 on Au
film without NW. Compared with the MoS2 on Au film, the
NWOM system shows higher PL intensities for both excitation
wavelengths of 633 nm and 532 nm. Under the same excitation
power, the PL intensity of the NWOM system is larger for
633 nm excitation. From the scattering spectrum in the inset
of Fig. 3a, it can be seen that 633 nm is on resonance with one
plexciton peak, while 532 nm is off resonance. Therefore, the
excitation enhancement is larger for 633 nm excitation, which
leads to a higher PL intensity compared with 532 nm
excitation.

To quantitatively estimate the PL enhancement, we define
the PL enhancement factor EFPL as

EFPL ¼
INW � A0 � ANW

A0
IMoS2

IMoS2

A0
ANW

; ð1Þ

where INW is the maximum intensity of the PL spectrum for
the nanocavity system, IMoS2 is the maximum PL intensity for
the MoS2 on Au film, A0 represents the power of the focused
laser beam within the collecting area, and ANW is the power
corresponding to the nanocavity area that is determined by the
NW diameter and the collecting area. Fig. 3b shows the PL
enhancement factor for 633 nm excitation as a function of the
plasmon resonance wavelength of the NWOM system derived
from the NW diameter. As can be seen, the PL enhancement
factor is strongly dependent on the plasmon resonance wave-
length. A maximum of 86-fold enhancement is achieved at the
plasmon resonance wavelength of 678 nm. When the exci-
tation wavelength is switched to 532 nm, the PL enhancement
factor is decreased, but it still depends on the plasmon reso-
nance wavelength, as shown in Fig. 3c. A maximum PL
enhancement factor of 19 is obtained at the plasmon reso-

Fig. 3 Experimental PL enhancement of monolayer MoS2–NWOM coupled systems. (a) PL spectra of MoS2 coupled with NWOM (solid lines) and on
Au film (dot lines) for excitation light of 633 nm (red) and 532 nm (green). The inset shows the corresponding scattering spectrum of the coupled
system. The green and red vertical dashed lines indicate the excitation wavelength of 532 nm and 633 nm, respectively. (b and c) PL enhancement
factor as a function of plasmon resonance wavelength for 633 nm excitation (b) and 532 nm excitation (c). (d) Derived excitation enhancement
factor as a function of plasmon resonance wavelength for 633 nm excitation. The excitation light is polarized perpendicular to the NW. The dots
with error bars are averaged values from two to nine coupled systems. The error bars represent the standard deviations (see also Fig. S6†).
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nance wavelength of 697 nm. Since 532 nm laser light is off
resonance with the coupled system, the excitation enhance-
ment is negligible, which is confirmed by the simulations in
the latter part. Therefore, the PL enhancement is mainly from
the emission enhancement. Since the emission enhancement
is independent of the excitation laser wavelength and relies on
the emission wavelength and the antenna structure only, the
PL for both excitation wavelengths shares the same emission
enhancement factor. The PL enhancement factor for 532 nm
excitation can be approximated as the emission enhancement
factor. Then, the excitation enhancement factor for 633 nm
excitation can be obtained from the approximate relationship:

EFexc;633 � EFPL;633=EFPL;532; ð2Þ

where EFexc;633 is the excitation enhancement factor for
633 nm excitation light, and EFPL;633 and EFPL;532 are the PL
enhancement factors for excitation light of 633 nm and
532 nm, respectively. Fig. 3d shows the derived excitation
enhancement factor for 633 nm excitation wavelength (see also
Fig. S6†). The maximum value of 13 is reached at the plasmon
resonance wavelength of ∼630 nm, which is close to the exci-
tation wavelength. To further confirm that the plasmon reso-
nance contributes to the PL enhancement, we also performed
PL measurements with the excitation light polarized parallel to
the NW. Under such circumstances, the plasmon mode cannot
be excited and the PL intensity of the NWOM system appears
to have no significant enhancement compared with the MoS2
on Au film for both 633 nm and 532 nm excitation (Fig. S7†).

To further understand the experimental results, simu-
lations by the finite element method were performed with
structural and optical parameters mimicking experimental
conditions (see section 9 in the ESI†). Fig. 4a shows the scat-
tering spectra of the NWOM nanocavity with monolayer MoS2
for different NW diameters. Compared with the scattering
spectra of NWOMs without MoS2 (Fig. S8†), peak splitting is
observed near the wavelength of A exciton. Fig. 4b and c show
the calculated excitation and PL enhancement factors for exci-
tation wavelengths of 532 nm and 633 nm, respectively,
together with the emission enhancement factor. As shown by
the green triangles in Fig. 4b and c, the emission enhance-
ment reaches the maximum for the NW diameter of 70 nm,

corresponding to a plasmon resonance wavelength close to the
PL emission wavelength. For the excitation wavelength of
532 nm, the enhancement factor of excitation is very small,
and the PL enhancement factor is close to the emission
enhancement factor (Fig. 4b). For 633 nm excitation, the exci-
tation enhancement gets to the maximum for the nanocavity
with a NW diameter of 57.5 nm (orange squares in Fig. 4c),
which possesses a plasmon resonance wavelength close to the
excitation wavelength. The maximum PL enhancement is
obtained for the nanocavity with a NW diameter of 67.5 nm
(red dots in Fig. 4c), which benefits from both the excitation
and emission enhancements. Compared to the experimental
results, the simulated results show similar trends of the depen-
dence of enhancement factor on the plasmon resonance
wavelength.

Finally, we measured the polarization of the PL emission
from the coupled system. The excitation light of 633 nm wave-
length is polarized perpendicular to the NW. As shown in
Fig. 5a, the intensity of PL polarized perpendicular to the NW
is significantly higher than that of PL polarized parallel to the
NW. Fig. 5b shows the maximum PL intensities in polar plots
with the polarization angle varying from 0° to 360°. 0° is
defined as the direction corresponding to the polarization par-
allel to the NW. For the monolayer MoS2 on Au film (red dots
in Fig. 5b), the PL is unpolarized and the intensity is almost
identical for different polarization directions due to the valley
decoherence at room temperature.43,44 For the monolayer
MoS2-NWOM system, the PL becomes linearly polarized per-
pendicular to the NW (black squares in Fig. 5b). To quantitat-
ively analyze the polarization of the PL, the degree of linear
polarization (DOLP) is calculated as DOLP = (I⊥ − I//)/(I⊥ + I//),
where I = INW − IMoS2(A0 − ANW)/A0 represents the PL intensity
from the monolayer MoS2 in the NWOM nanocavity, and the
subscripts ⊥ and // represent the PL polarized perpendicular
and parallel to the NW, respectively. The experimental results
are plotted as a function of the plasmon resonance wavelength
(Fig. 5c). The DOLP larger than 0.9 is obtained around a
plasmon resonance wavelength of 680 nm, indicating that the
PL from the monolayer MoS2 coupled with NWOM becomes
linearly polarized. The calculated results for the DOLP are
shown in Fig. 5d, agreeing well with the experimental results.
The large DOLP for the PL of the coupled system is because

Fig. 4 Simulation results for MoS2–NWOM coupled systems. (a) Scattering spectra of the coupled systems with different NW diameters D. (b and c)
PL (red dots), excitation (orange squares), and emission (green triangles) enhancement factors as a function of NW diameter for 532 nm excitation
(b) and 633 nm excitation (c). The excitation and emission enhancement factors in (c) are magnified five times.
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the plasmon resonance dependent enhancement of PL inten-
sity is contributed dominantly by the dipoles oriented perpen-
dicular to the NW (see Fig. S13 and S15†). This polarization be-
havior can also be qualitatively understood by the efficient
energy transfer from the excitons of MoS2 to the plasmon
mode of NWOM, the radiation of which is linearly polarized
perpendicular to the NW.6

Conclusion

We have demonstrated the intermediate coupling of one
plasmon mode with one or two exciton states, plasmon reso-
nance dependent PL enhancement, and linearly polarized PL
emission in the coupled system of monolayer MoS2 and
NWOM. By tuning the plasmon resonance wavelength, both A
exciton and B exciton or one of them can strongly interact with
the plasmon mode, inducing peak splitting in the dark-field
scattering spectra. The PL emission of A exciton is enhanced
by the NWOM, and the enhancement factor strongly depends
on the plasmon resonance wavelength. The excitation

enhancement and emission enhancement are distinguished in
experiments by using two excitation lasers with the wavelength
on or off resonance with the plasmon mode. Additionally, it is
shown that the PL from the coupled system becomes linearly
polarized in a wide range of NW diameters. This study pro-
vides a highly tunable platform to manipulate plasmon–
exciton coupling, reveals the plasmon resonance dependent PL
emission properties, and will inspire new designs of plasmon–
exciton coupling systems for room-temperature nanophotonic
devices.
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