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ABSTRACT: Herein, we demonstrate a highly tunable enhance-
ment and switching of nonlinear emission from all-inorganic metal
halide perovskites based on an asymmetrically biased metal−
insulator−semiconductor (MIS) structure. We achieve 2 orders of
magnitude enhancement of the two-photon-pumped photolumi-
nescence (TPL) from CsPbBr3 microplates with the MIS structure,
due to comprehensive effects including localized field effect, trap-
filling effect, and collection enhancement. In particular, taking
advantage of electric-field-induced passivation/activation of Br
vacancies, we realize highly tunable TPL enhancement, ranging
from ∼61.2-fold to ∼370.3-fold. Moreover, we demonstrate an
efficient modulation of the two-photon-pumped lasing from the MIS
structure, which exhibits electric field induced switching with a high
on/off ratio of 67:1. This work has opened new avenues for steering carrier transport and nonlinear emission in lead halide
perovskites, which shows great promise for realizing high-efficiency and tunable nonlinear nanophotonic devices.
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■ INTRODUCTION

Owing to desirable advantages such as large absorption
coefficient,1 tunable optical bandgap,2 low defect concen-
tration,3 high defect tolerance,4−6 and long carrier diffusion
length,7−9 metal halide perovskites show great promise for
high-performance optoelectronic devices. Up to now, they
have been widely utilized for solar cells,10−12 nanolasers,13−15

light-emitting diodes (LEDs), and photodetectors.16−18 From
the outstanding optoelectronic responses, metal halide perov-
skites have become excellent candidates for nonlinear
optics.19−23 In particular, the two-photon pumped regime
exhibits relatively high efficiency, deep penetration, and small
damage effect. As a consequence, the nonlinear responses from
perovskite materials have attracted great attention in emerging
fields, including frequency upconversion,21,22,24,25 super-
resolution imaging,26 and information processing.27,28 More-
over, perovskites are highly susceptible to pressure, light, and
temperature, which suggests a great tunability of the optical
devices.29−32

Carrier transport and steering have played important roles
for revealing the photophysical processes and modulating the
device performances based on perovskites. For example, by
combining electric-field-modulated imaging and time-resolved
PL spectroscopy, charge transport has been investigated in
CsPbBr3 nanoplates.33 In general, the external electric field
would drive the carriers to drift to the opposite directions,

leading to a reduction of the PL emission.34−36 Interestingly, a
different mechanism would appear for trap states in the electric
field. The nonradiative recombination traps can be passivated
by the electric field induced doping, resulting in an increase of
the radiative recombination.37,38 Although the electric field has
offered a powerful approach for modulating the optoelectronic
responses, the effect on the nonlinear light emission of metal
halide perovskites through cooperation with a hybrid structure
still remains unexplored, which is especially important for
fabricating dynamic and tunable nonlinear nanophotonic
devices.
In this work, we demonstrate a highly tunable enhancement

and switching of the nonlinear light emission from all-inorganic
metal halide perovskites. A hybrid metal−insulator−semi-
conductor (MIS) structure is fabricated by transferring high-
quality CsPbBr3 microplates onto SiO2-capped Au electrode
arrays, which allows for 2 orders of magnitude enhancement of
the two-photon-pumped photoluminescence (TPL) of the
CsPbBr3 microplates. The TPL enhancement originates from
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comprehensive effects, including localized field effect, trap-
filling effect, and collection enhancement. In particular, the
MIS structure facilitates modulation of the nonlinear emission
from the CsPbBr3 microplates via electric field, through an
asymmetrically biased configuration. Consequently, we realize
a highly tunable TPL enhancement ranging from ∼61.2-fold to
∼370.3-fold by taking advantage of the electric-field-induced
passivation/activation of Br vacancies. In addition, we
demonstrate an efficient modulation of the two-photon-
pumped lasing from the MIS structure with a high on/off
ratio of 67:1.

■ RESULTS AND DISCUSSION

The CsPbBr3 microplates were grown on a 2 × 2 cm2 glass
substrate by using pressure-assisted solution method (Note S1
and Figures S1 and S2, Supporting Information).25,39 Figure 1a
shows the optical microscopic image of an as-grown CsPbBr3
microplate. The lateral size of the microplate is up to several
hundred micrometers. The scanning electron microscope
(SEM) image in Figure 1b displays a regular shape and
smooth surface, indicating a high crystallization quality. The
energy dispersive spectroscopy (EDS) results in Figure 1c
reveal that Cs, Pb, and Br distribute homogeneously in the
microplate (Figure S3, Supporting Information). X-ray

Figure 1. (a) Optical microscopic image and (b) SEM image of an as-grown CsPbBr3 microplate on glass substrate. (c) Elemental analysis, (d) X-
ray diffraction pattern, and (e) Raman spectrum of an as-grown CsPbBr3 microplate. (f) Absorption (yellow curve) and two-photon-induced
photoluminescence (TPL, green curve) spectra of an as-grown CsPbBr3 microplate. The inset shows the Tauc-plot fitting of the absorption
spectrum.

Figure 2. (a) Schematic diagram of the MIS structure composed of vertical-stacking CsPbBr3 microplate, SiO2 film, and Au electrodes. (b) Left
panel: optical microscopic image of the MIS structure. Right panel: dark-field PL images of the MIS structure (upper panel) and bare CsPbBr3
microplate (bottom panel). (c) TPL spectra of the MIS structure (red curve) and the bare CsPbBr3 microplate (blue curve). (d) Simulated electric
field distribution in the MIS structure. (e) Plots of the TPL intensity as a function of excitation power for the bare CsPbBr3 microplate (blue dots)
and the MIS structure (red dots). The solid curves represent the power-law fitting results. (f) Time-resolved PL decay traces for the bare CsPbBr3
microplate (blue) and the MIS structure (red).
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diffraction (XRD) characterization displays three sharp
diffraction peaks (Figure 1d), and the splitting peaks at
(002)/(110), (112)/(200), and (004)/(220) declare the
formation of orthorhombic phase. The Raman spectrum in
Figure 1e features the inherent mode and interaction between
atoms of CsPbBr3, which suggests three active modes
corresponding to the Pb−Br vibration of pure PbBr6
octahedron (∼74.1 cm−1), the movement of head to head
Cs atom combined with adjacent Br face (∼127.9 cm−1), and
the second-order longitudinal optical (LO) mode (∼310.1
cm−1).40,41 Figure 1f presents the absorption and PL spectra of
the CsPbBr3 microplate. A sharp absorption band edge is
located at ∼532.4 nm, and the bandgap is determined to be
∼2.31 eV (inset in Figure 1f), which is in accordance with the
reported results.42

On the basis of the high-quality CsPbBr3 microplate, a
hybrid MIS structure is fabricated by stacking the CsPbBr3
microplate onto a SiO2-capped Au electrode array, as
illustrated in Figure 2a. The clean and smooth surface of the
substrate provides a good contact with the CsPbBr3 microplate
(Figure S4, Supporting Information). The left panel of Figure
2b presents the microscopic image of the sample, in which the
MIS structure and suspended bare CsPbBr3 microplate can be
clearly observed. As CsPbBr3 has been demonstrated to exhibit
a favorable nonlinear emission,21,23,43 the hybrid MIS structure
would further promote the nonlinear response. For optical
measurement, a femtosecond-pulsed Ti:sapphire oscillator
centered at 800 nm (Vitara, Coherent) is used as the pumping
source. The optical signal is detected by a CCD camera for
imaging or by a spectrometer (Andor, SR193i) for
spectroscopic measurement (Note S1 and Figure S5,
Supporting Information). The right panel of Figure 2b shows
the PL images from the MIS structure and bare CsPbBr3
microplate, respectively. Notably, the TPL emission from the
MIS structure exhibits a much brighter green spot, indicating a
significant enhancement of the signal. Figure 2c shows the
corresponding TPL spectra for quantitative characterization.
The enhancement factor can be calculated as F = IMIS/I0 =
105.7, where IMIS and I0 are TPL intensities for the MIS
structure and bare CsPbBr3 microplate, respectively.
The giant TPL enhancement can be attributed to the unique

hybrid MIS structure. First, the MIS structure can be regarded

as a hybrid Fabry−Peŕot (F−P) microcavity, thus resulting in a
localization enhancement of the excitation. The electric field
distribution of the excitation light coupling inside the cavity is
calculated by finite-difference time-domain (FDTD) method,
as shown in Figure 2d (Note S2 and Figure S6, Supporting
Information). The oscillating patterns of the electric field
distribution demonstrates the localized-field effect. The
average intensity of the excitation field localized inside the
microcavity can be calculated as Iave = ∫ |E|2 dv/V, with V being
the total volume incident by the laser beam, which has been
enhanced by ∼3.4 times compared with that inside the bare
CsPbBr3 microplate. For a third-order nonlinear process, the
TPL intensity is proportional to the square of the excitation
intensity (ITPL ∼ IEx

2), implying ∼11.6-fold enhancement of
the TPL emission. Second, the enhanced excitation field will
produce increased carriers inside the CsPbBr3 microplate,
which is beneficial for filling the traps and increasing the
radiative recombination of free carriers. For demonstration, the
power-dependent TPL intensity was measured, as plotted in
Figure 2e. Since both exciton recombination and free carrier
recombination exist in the CsPbBr3 perovskite, the exper-
imental results can be well fitted by a power-law model, ITPL =
AIEx

m (Note S3 and Figure S7, Supporting Information).44,45

In particular, as the excitation power increases, the TPL
intensity from the MIS structure grows faster with a slope of
∼3.1, indicating an increased proportion of the free carrier
recombination (Figure S7, Supporting Information). Previous
reports show that the increased free carrier recombination can
be attributed to the saturation of the trap-related excitons and
dissociation of the free excitons.44 The increased radiative
recombination of the free carriers can also be verified by the
increased PL lifetime of the MIS structure (Figure 2f). Besides,
the increased reflection of the Au electrode will contribute to
an improved collection of the TPL signal. The reflectivity of
the TPL signal can be calculated to be 0.36 and 0.175 for the
MIS structure and bare CsPbBr3 microplate, respectively,
indicating a ∼2-fold increase of the TPL collection.
The MIS structure provides a suitable platform to modulate

the light emission of the perovskites by external electric field.
In the experiment, a direct-current (DC) power supply was
connected between the adjacent Au electrodes, as illustrated in
Figure 2a. Figure 3a shows the dark-field PL images of the MIS

Figure 3. (a) Dark-field PL images of the MIS structure with voltages varying from −12 V to +12 V. (b) Measured TPL spectra with voltages
varying from −12 V to +12 V. (c) Plots of TPL intensities versus voltage for the MIS structure (red dots) and bare CsPbBr3 microplate (blue dots).
(d) Plot of the TPL enhancement factor of the MIS structure versus voltage. Inset: Reversible electric field modulated TPL in the MIS structure.
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structure, with voltages varying from −12 V to +12 V. The “−”
(“+”) symbol represents that the Au electrode stripe
underneath the measured CsPbBr3 microplate is negatively
(positively) biased. A maximum voltage of 12 V is adopted to
avoid the lattice collapse. Interestingly, the TPL brightness
gradually increases as the external bias varies from 0 V to −12
V, while it displays a completely opposite trend when the
biased is reversed. Figure 3b plots the corresponding TPL
spectra measured at various voltages, which are consistent with
the PL images. Figure 3c summarizes the TPL intensity as a
function of the biased voltage for the MIS structure and the
suspended bare CsPbBr3 microplate. The TPL emission from
the MIS structure is strongly dependent on the voltage and
polarity of external bias, while that from the bare CsPbBr3
microplate is almost unaffected by the external electric field.
The distinct responses to the external electric field suggest
different interaction mechanisms of the two parts. The
calculated distribution of the imposed electric field shows
that the field is vertical to the surface of the MIS structure,
while it is parallel to the surface of the CsPbBr3 microplate
between the Au electrodes (Note S4 and Figure S8, Supporting
Information), revealing that the vertical electric field plays the
dominant role in the TPL modulation. More importantly, the
vertical electric field is notably asymmetric with respect to the
upper and bottom interfaces of the CsPbBr3 microplate, which
is responsible for the polarity-dependent TPL emission.
Furthermore, we calculate the TPL enhancement in the MIS
structure as a function of the biased voltage, as presented in
Figure 3d. Overall, the TPL enhancement can be achieved in a
highly tunable range by controlling the biased voltage, from
∼61.2 times to ∼370.3 times, which implies a novel effect for
engineering the TPL emission (Table S1, Supporting
Information). We also noted that similar results can be
observed in the MIS structure with CsPbBr3 films (Note S5
and Figure S9, Supporting Information). In addition, the
electric field modulated TPL emission possesses a great

reversibility (inset of Figure 3d), suggesting an excellent
stability of the CsPbBr3 microplates under the external bias.
Generally, the external electric field will drive the electrons

and holes to separate, which leads to a decrease of the
recombination rate.46 Actually, the electric field can also drive
the motion of charged particles, such as the electron/hole
traps.47 As reported, the trap density is in the range 1010−1018
cm−3 in lead halide perovskites.44,48 To investigate whether the
traps have effect on the electric field modulated TPL, the
CsPbBr3 perovskite is processed to reduce the trap density by
using annealing treatment49,50 and potassium passivation51

(Note S6 and Figures S10 and S11, Supporting Information).
The trap density can be characterized by the space-charge-
limited current method.52−55 As shown in Figure 4a, the trap-
filled limit voltage (VTFL) is determined to be ∼0.88 V, ∼0.46
V, and ∼0.42 V, respectively, for the as-grown, annealed, and
KBr-passivated CsPbBr3 microplates. Correspondingly, the
trap density is calculated as53,54

N
V

eL
2

t
0 r TFL

2
ε ε

=
(1)

where ε0 is the vacuum permittivity. εr is the relative dielectric
constant of CsPbBr3 crystal (εr = 22).54 e is the elemental
charge, and L is the distance between the electrodes (L = 10
μm). With this method, the trap density of the as-grown
CsPbBr3 microplate is measured to be ∼2.1 × 1013 cm−3,
which reduces to ∼1.1 × 1013 cm−3 and ∼1.0 × 1013 cm−3 after
the annealing treatment and potassium passivation, respec-
tively. And then we measured electric field modulated TPL
emission of the MIS structures with trap-reduced CsPbBr3
microplates to compare with the as-prepared samples, as
shown in Figure 4b. In this situation, the TPL intensity has a
slight variation as the voltage changes from −10 V to +10 V,
which is significantly distinct from the as-prepared MIS
structure. Therefore, we can conclude that the traps in the

Figure 4. (a) Dark current−voltage (I−V) characteristics of trap density in the as-grown, annealed, and KBr-passivated CsPbBr3 microplates,
respectively. (b) Plots of the normalized TPL intensity versus the voltage for the as-prepared (red dots), air-annealed (cyan dots), and KBr-
passivated (black dots) MIS structure, respectively. (c) Plots of the TPL intensity as a function of excitation power, with voltages of −8 V (red
dots), 0 V (yellow dots), and +8 V (blue dots), respectively. (d) Time-resolved PL decay traces for the MIS structure, with voltages varying from
−12 V to +12 V. (e) Schematic illustration of the electri-field-induced interaction between the Br vacancies and excessive Br−.
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as-grown CsPbBr3 perovskite play a dominant role in the
electric-field modulated TPL emission.
Taking the traps into consideration, the two-photon pumped

recombination dynamics can be described by the following rate
equations (Note S3, Supporting Information)56,57

n
t

G k np k N n n
d
d

( )b t t t= − − −
(2)

p
t

G k np k k p
d
d b h t= − −

(3)

n
t

k N n n k k p
d
d

( )t
t t t h t= − −

(4)

where n (p) represents the electron (hole) concentration. nt is
the trapped electron concentration, and Nt represents the total
trap concentration. kb, kt, and kh represent the electron−hole
recombination rate, the electron trapping rate, and the electron
detrapping rate, respectively. G represents the generation rate
of electrons (holes), G = (Iexc/(hv))

2σ2P, with σ2P being the
two-photon absorption cross section.56 We measured the
power-dependent TPL of the MIS structure at different
voltages (Figure 4c), which can be numerically fitted by
solving the rate equations 1−3 with the Runge−Kutta method.
The TPL intensity exhibits a power-law dependence on the
excitation power, and the slope values are obtained to be 3.9,
3.3, and 2.9 for the +8 V, 0 V, and −8 V biased situations,
respectively, corresponding to a gradually decreased total trap
concentration (Nt) in the CsPbBr3 microplate (Figure S7,
Supporting Information). Moreover, the time-resolved PL
decays shown in Figure 4d indicate that as the biased voltage
varies from +12 V to −12 V, the PL lifetime increases from
3.51 to 6.92 ns, which further demonstrates the decreased
nonradiative recombination with a negative-biased electric
field.58

In order to understand the underlying mechanism, the
characteristics of the electric field modulated TPL emission of
the MIS structure can be summarized as follows: (1) The traps
in the CsPbBr3 microplate play important roles. (2) Only the
vertical electric field is effective for the TPL modulation. (3)
The interaction process is strongly dependent on the polarity
of the vertical electric field, and a negatively biased electric field
is advantageous for decreasing the traps. Combined with the
above analyses, a phenomenological model is proposed to
illustrate the interaction process, as schemed in Figure 4e. As
the halogen vacancies represent the most common trap state in
the halides, Br vacancies (VBr

+) are considered to mainly exist
at the surface of the CsPbBr3 microplate, which act as the
positive center and can capture the photogenerated elec-
trons.51 Elementary analysis indicates that the Br element is
slightly excessive in the as-grown CsPbBr3 microplate (Figure
S3, Supporting Information). With negative-biased electric
field, the excessive Br− will travel toward to the upper surface
of the CsPbBr3 microplate, thus resulting in a Br-rich
distribution at the surface. The Br-rich distribution is beneficial
for passivating the traps induced by the Br vacancies and
increasing the proportion of the radiative recombination.51 As
a consequence, the TPL emission can get enlarged. In contrast,
with a positive-biased electric field, Br− will move to the
bottom interface of the CsPbBr3 microplate. Correspondingly,
Br vacancies near the upper surface of the CsPbBr3 microplate
are further increased, resulting in a decrease of the TPL
emission. For further demonstration, we prepared the MIS
samples with Pb-rich CsPbBr3 microplate to measure the TPL
emission. The TPL intensity is decreased for both the
negatively and positively biased electric field (Figure S12,
Supporting Information), indicating that the excessive Pb2+ has
no effect on repairing the traps in the CsPbBr3 microplate.
Therefore, we can conclude that the Br vacancies are the
dominant electron traps in the as-grown CsPbBr3 microplate,

Figure 5. (a) Plot of TPL spectrum of the MIS structure versus pump fluence. Inset: PL images below (281 μJ/cm2) and beyond (455 μJ/cm2)
lasing threshold. (b) The log−log plot of the peak density versus the pump fluence. Inset: Corresponding fwhm of the spectrum versus the pump
fluence. (c) Typical lasing spectrum of the MIS structure, showing a fwhm of ∼0.29 nm. (d) Lasing spectra of the MIS structure with voltage on
(blue curve) and voltage off (yellow curve). Insets present the corresponding dark-field PL images. (e) The log−log plot of lasing intensity versus
the pump fluence, with voltage on (blue dots) and voltage off (yellow dots). (f) Dynamic switching characteristic of the lasing emission.
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and the electric field modulated TPL emission originates from
the interaction between the Br vacancies and excessive Br−.
As the MIS structure can be regarded as a hybrid F−P

microcavity, it offers a versatile system for us to investigate the
field-modulated lasing behavior. For lasing measurements, the
femtosecond pulses from a Ti:sapphire regenerative amplifier
centered at 800 nm were used as the excitation source. Figure
5a shows the TPL spectrum of the MIS structure versus the
pump fluence. As the pump fluence increases from 281 μJ/cm2

to 455 μJ/cm2, the TPL intensity exhibits a sharp increase and
the PL image varies from a homogeneous spot to a coherent
diffraction pattern (inset of Figure 5a), which demonstrate the
occurrence of stimulated emission. Moreover, the log−log plot
of the TPL intensity versus the pump fluence shows the “kink”
characteristic (Figure 5b), representing a typical feature for the
transition from spontaneous emission to stimulated emission.
Correspondingly, the fwhm of the PL spectra experiences a
dramatic decrease (inset of Figure 5b). The transition of
spontaneous emission toward stimulated emission occurs at P
= 426.5 μJ/cm2, which is determined as the lasing threshold.
Figure 5c shows that the lasing line width (fwhm) is fitted to
be Δλ = 0.29 nm. Therefore, the quality factor of the lasing
emission can be calculated as Q = λ/Δλ = 1866. We further
investigate the lasing characteristics, which exhibit excellent
performance (Note S7, Figure S13, and Table S2, Supporting
Information).
The electric field effect on the lasing emission is investigated

by applying a biased voltage on the MIS structure. Figure 5d
shows the lasing spectra of the MIS structure at a pump fluence
of 462 μJ/cm2, with (−12 V) and without (0 V) the external
bias. Differing from the TPL regime, the lasing intensity has
been strongly attenuated once the −12 V voltage is imposed
on the sample. We also measure the power-dependent TPL
intensity, as shown in Figure 5e. The threshold of the two-
photon pumped lasing is slightly increased under the −12 V
bias (∼435 μJ/cm2). A previous report indicates that the lasing
behavior in CsPbBr3 is dominantly originating from the
stimulated emission of electron−hole plasma (EHP).59

Although the surface traps have played an important role in
the electric field modulated TPL emission, the effect on the
lasing emission can be screened by the high-density electron−
hole plasma. Therefore, the damping of the lasing behavior
under external bias is ascribed to the destruction of the
electron−hole correlation. As further evidence, the lasing
emission is no longer dependent on the polarity of the external
electric field because similar results can be obtained for both
the positive bias and negative bias (Figure S14, Supporting
Information). In order to realize a dynamical tuning of the
lasing behavior, the external bias is turned on and off
alternatively for every 50 s. Correspondingly, the lasing
emission experiences a periodic switching between the on/off
states, as displayed in Figure 5f. The on/off ratio, defined as
the ratio between the lasing intensities at 0 and 12 V, is
determined to be 67:1, which suggests a high performance of
the electric-field-induced modulation.

■ CONCLUSION
In summary, we have demonstrated highly tunable TPL
enhancement and lasing switching of the CsPbBr3 microplates
based on the MIS structure. The MIS structure has promoted a
105.7-fold enhancement of the TPL from the CsPbBr3
microplate, due to comprehensive effects including field
localization effect, trap-filling effect, and increased collection

efficiency. Moreover, the TPL emission can be modulated by
an external electric field, and a highly tunable TPL enhance-
ment from ∼61.2 to ∼370.3 times has been achieved, which is
attributed to electric-field-induced passivation/activation of Br
vacancies in the CsPbBr3 microplate. Besides, an efficient
switching of the two-photon-pumped lasing from the MIS
structure has been demonstrated. This work has opened new
avenues for steering the carrier transport and nonlinear light
emission in lead halide perovskites, which shows great promise
for realizing high-efficiency and tunable nonlinear nano-
photonic devices.
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