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ABSTRACT: Piezo-phototronic eﬀect is a fundamental eﬀect of
semiconductors lacking of central symmetry with geometries from
one-dimensional (1D) nanowire to 3D bulk. Here, we present that
the piezo-phototronic eﬀect can even tune a spin−orbit coupled
photoluminescence (PL) based on all-inorganic perovskite CsPbBr3
quantum dots (QDs). Although the cubic structure of CsPbBr3 QDs
is nonpiezoelectric, a cooling treatment can change it to an
orthorhombic structure, which is proven to possess a piezoelectric
property. The spin−orbit coupled PL intensity is demonstrated to
be dependent on the polarization of the excited light. Because of the
manipulation of the spin-split energy levels via the piezo-phototronic
eﬀect, the spin−orbit coupled PL intensities under a −0.9%
compressive strain for linearly and circularly polarized light
excitations can be enhanced by 136% and 146%, respectively.
These ﬁndings reveal fundamental understandings of the spin−orbit coupled PL dynamics and demonstrate promising
optoelectronic applications of the piezo-phototronic eﬀect in these QDs.
KEYWORDS: piezo-phototronic eﬀect, piezo-potential, spin−orbit coupling, photoluminescence, all-inorganic perovskites

H

ances of electronic and optoelectronic devices.12−16 The piezophototronic eﬀect regards to the regulation of generation,
separation, transfer, and/or recombination of electron−hole
pairs at semiconductor interfaces by employing strain-induced
piezo-potential or piezo-charges. The piezo-phototronic eﬀect
has demonstrated a promising way in enhancing the performances of various optoelectronic devices, such as photovoltaic
cells,17,18 light-emitting diodes (LEDs),19,20 photodetectors,21,22 and spin devices.9,23,24
In this work, the presence of a strong spin−orbit coupling
(SOC) in the CsPbBr3 QDs was conﬁrmed. A strong
piezoelectric property in CsPbBr3 QDs was discovered and
investigated after the QDs have undergone a cooling-treated
process, which has a great inﬂuence on the spin−orbit coupled
photoluminescence (PL). The piezo-phototronic eﬀect was
used to tune the spin−orbit coupled PL intensity with a simple
application of bending strain on the QDs’ covered ﬂexible
substrate. These ﬁndings are of great signiﬁcance to the
development of advanced optoelectronic and spintronic

alide perovskites have attracted enormous attention due
to their excellent optoelectronic properties for applications in solar cells,1 photodetectors,2 light-emitting diodes,3
and lasers.4 Rapid development in bulk perovskite materials
has also inspired extensive researches for perovskite nanostructures. Among them, the all-inorganic colloidal cesium lead
halide perovskites (CsPbX3, X = Cl, Br, I) quantum dots
(QDs) featuring large quantum-size eﬀect have drawn growing
interest for their outstanding optical characteristics, which
make CsPbX3 QDs better candidates for new-generation light
sources, display techniques, and bioluminescence labeling.5−8
The discovery and study of the piezoelectric property of
inorganic CsPbX3 QDs are of great signiﬁcance for highperformance optoelectronic devices. It has been demonstrated
that organic−inorganic lead halide perovskites have revealed
strong piezoelectricity due to the alignment of organic
molecular (such as methylammonium (MA)) dipoles.9−11
However, in all-inorganic CsPbX3 QDs the piezoelectric
property has been rarely reported. The reason lies in that the
CsPbX3 QDs are usually cubic structure at room temperature,
which is a steady structure and hence insensitive to mechanical
stimuli.
Piezotronic and piezo-phototronic eﬀects are two born
features of semiconductors that lack center symmetry, which
have been widely utilized in materials such as third-generation
semiconductors, transition-metal dichalcogenides, and organic−inorganic lead halide perovskites to enhance the perform© XXXX American Chemical Society
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Figure 1. Characterization of the all-inorganic perovskite CsPbBr3 QDs. (a) A schematic diagram of QDs on a substrate (i), an optical image of
QDs on a glass substrate (ii), and an optical image of a 2 mm size dropped QDs on PET substrate (iii). (b) Absorption and PL spectra of the QDs.
(c) Normalized PL intensity as a function of the power density of a 325 nm laser. (d) TRPL spectrum of the QDs corresponding to 508 nm. (e)
XRD of the glass substrate and the QDs/glass. (f) HRTEM image of the CsPbBr3 QDs along [001] zone axis (z-axis). The inset at the bottom right
corner denotes the corresponding FFT image. (g) EDX spectrum of the CsPbBr3 QDs.

Figure 2. Normalized PL spectra of the as-fabricated QDs under diﬀerent strains. (a,b) Normalized PL spectra excited with LP (a) and CP (b)
lights. (c) Normalized PL intensity corresponding to the emission wavelength of 538 nm as a function of strain. The upper left and bottom right
insets in (c) sketch the compressive and tensile strains, respectively, along z-axis of the QDs.

illustrates the absorption and PL spectra of the CsPbBr3 QDs
at 300 K with an optical PL peak of 508 nm and a narrow full
width at half-maximum (FWHM) of 17 nm. The diameter of
the laser spot for all of the following measurements was 2 mm.
The power density dependence of the normalized PL intensity
is almost linear for both 508 and 538 nm wavelengths (Figure
1c and Figure S2, Supporting Information). The time-resolved

applications based on perovskite QDs with outstanding
quantum conﬁnement eﬀects.
The CsPbBr3 QDs’ solution showed a light green color
(Figure 1a) and was dropped on the surface of a ﬂexible
polyethylene terephthalate (PET) substrate with 500 μm in
thickness for further applying strain on the QDs (Figure 1a,
Figure S1 and Note S1, Supporting Information). Figure 1b
B
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Figure 3. Temperature dependence of PL characteristics of CsPbBr3 perovskite QDs on a p-Si substrate. (a) Normalized PL spectra measured at
diﬀerent temperatures ranging from 78 to 294 K, where the inset denotes an optical image of the cryogenic system combined with laser and
microscope for the measurements. (b) Schematic recombination dynamics after a light excitation, where the tail states are sketched below the CB.
(c) Peak positions and FWHM of PL spectra under diﬀerent temperatures extracted from (a).

PL (TRPL) spectrum reveals a fast recombination time of 6.8
ns on average (Figure 1d), indicating that the radiation of
CsPbBr3 QDs is mainly derived from exciton recombination.
From the X-ray powder diﬀraction (XRD), only (002) and
(004) indices of the crystal face were detected, which shows a
uniform distribution of the CsPbBr3 QDs with [001] or [001̅]
direction (i.e., z-axis) pointing away from the surface of the
substrate. The high-resolution transmission electron microscopy (HRTEM) and the corresponding fast Fourier transformation (FFT) images of CsPbBr3 perovskite QDs (Figure
1f, Figure S3 and Note S2, Supporting Information) indicate a
cubic structure of the as-fabricated QDs with a lattice constant
of 0.58 nm. Energy dispersive X-ray (EDX) spectrum of the
CsPbBr3 QDs (Figure 1g) reveals the presence of Cs, Pb, and
Br elements with the corresponding atomic ratio of 1:0.9:2.3,
close to the stoichiometric ratio of 1:1:3. The deviated
experimental atomic ratio of QDs from the stoichiometric ratio
is probably due to the evaporation of Pb and Br under highenergy TEM electron beam and the limit accuracy of EDX
quantiﬁcation.
The as-fabricated QDs (without cooling treatment) under
diﬀerent strains were excited with linearly polarized (LP) and
circularly polarized (CP) 532 nm lasers and the excited PL
intensity are shown in Figure 2. The excitation laser was
changed to 532 nm so the laser polarization can be tuned via a
quarter waveplate working between 400 to 700 nm. The PL
intensities excited with LP and CP lights are both increased
with the strain varying from −0.9% compressive strain to
+0.9% tensile strain (Figure 2a,b), and the calculation of strain
is shown in Note S3 of Supporting Information. Compared
with the micrometer-scale thickness of the PET substrate, the
nanometer-scale thickness of QDs can be neglected. The QDs
are believed to attach to the surface of the PET with a van der
Waals force. Hence the bending strain applied on the QDs is
approximately equivalent to the strain applied on the upper
surface of the PET substrate (insets in Figure 2c). An upward
bending (the upper left inset in Figure 2c) of PET brings an inplane tensile strain and an out-of-plane (i.e., z-axis)
compressive strain on the QDs. On the contrary, a downward
bending (the bottom right inset in Figure 2c) makes an inplane compressive strain and an out-of-plane tensile strain.
Plotting normalized PL intensities emitted from 538 nm
wavelength as a function of strains, Figure 2c shows the
normalized PL intensity increases almost linearly with the
strain changing from −0.9% to +0.9%. Such linear
correspondence can be attributed to the stronger scattering

of PL light when a compressive strain was applied, while the
stronger gathering of PL light can be noted when a tensile
strain was applied. That is, the slight change in PL intensity
results from diﬀerent light scatterings with the change of device
geometry under diﬀerent strains. The slightly smaller PL
intensity for CP light excitation compared with that of LP light
excitation is believed to be derived from the presence of
Rashba SOC, and the PL measured in this work will be reﬁned
as the spin−orbit coupled PL, whose detailed physical picture
will be disscussed later.
The temperature dependence of the normalized PL spectra
of the CsPbBr3 perovskite QDs on a p-Si substrate is displayed
in Figure 3. The experimental setup is shown in the inset of
Figure 3a. When decreasing temperature from 294 to 78 K, the
peak intensity of PL spectra is increasing while the PL peak
position appears as a reduced photon energy (i.e., a redshift)
(Figure 3a). The redshift is opposite to that expected for
typical semiconductors such as Si, Ge, and GaAs.25 The PL
spectra are not strictly symmetrical around their peaks, which
is believed to be due to the presence of free-excition and bright
tail states that allow diﬀerent radiative recombinations of
excitons localized in the states.26,27 A diagram of carrier
recombination dynamics after electrons excited from the
valence band (VB) to the conduction band (CB) is illustrated
in Figure 3b. The redshift of the lower-energy peak
corresponds to the enhanced recombination of carriers relaxed
in the tail states with the decrease of temperature. The
temperature dependence of PL peak positions (i.e., photon
energies) and that of PL spectra FWHM is summarized in the
blue and green labels in Figure 3c, respectively. The
recombination luminescence from the bright tail states is
becoming much more dominant than that from the freeexciton states with a further decrease of temperature from 200
K; as a result, the peak position shows a severe redshift below
200 K. The PL spectra FWHM shows a linear decrease with a
slope of 0.037 nm/K as temperature is decreasing in the whole
measured range. In comparison with traditional QDs based on
Cd-chalcogenides and rare-earth phosphors, the perovskite
QDs possess outstanding quantum eﬃciency and narrower
FWHM of PL intensity spectra. Therefore, perovskite QDs can
be synthesized for more saturated colors and hold better
application potentials in QLED displays.6,28,29
The more interesting phenomenon is that the perovskite
CsPbBr3 QDs demonstrated a piezoelectric property when
they experienced a cooling treatment at 200 K for 20 min, and
the piezoelectric property can be maintained even when the
C
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Figure 4. Normalized spin−orbit coupled PL of the CsPbBr3 perovskite QDs after a cooling treatment. (a) Normalized PL spectra of the QDs and
PET for diﬀerent light polarizations. (b) Normalized PL spectra excited with LP light and under diﬀerent strains. (c) Normalized PL spectra excited
with CP light and under diﬀerent strains. (d) Normalized PL intensity corresponding to the emission wavelength of 538 nm as a function of strain
for LP and CP excitations. The inset table illustrates amended manipulations for LP and CP excitations under −0.9% and 0.9% strains. (e)
Schematic transformation of phase structure after a cooling treatment of 200 K.

temperature has risen to 292 K (a controlled room
temperature). Considering that the low-temperature resistance
of the PET substrate is limited to around 200 K, the cooling
temperature was thus selected to be 200 K to allow phase
transition and not damage the PET substrate. The PL intensity
also reveals a dependence on the polarization of the exciting
laser light (532 nm). As shown in Figure 4a, the normalized
intensity of spin−orbit coupled PL spectrum of the CsPbBr3
perovskite QDs for both right circularly polarized (RCP) and
left circularly polarized (LCP) light excitations are almost the
same (Figure 4a red and blue lines, respectively) while slightly
smaller than that for LP light excitation (Figure 4a black line).
The downward bending of PL for the case of LP light on PET
is due to the absorption of PET. Later, the strain dependences
of the normalized intensity of the spin−orbit coupled PL
spectrum for LP (Figure 4b) and CP (Figure 4c) light
excitations were studied. Both investigations reveal PL
intensity increases when applied compressive strain increases
and decreases when applied tensile strain increases. The
normalized spin−orbit coupled PL intensity as a function of
strain corresponding to the emission wavelength of 538 nm is
extracted in Figure 4d. Note that the manipulations of spin−
orbit coupled PL intensity in the table of Figure 4d are
amended in consideration of the modulation of PL due to the
diﬀerent light scatterings with the change of device geometry
according to Figure 2c. For an LP light excitation, the
normalized spin−orbit coupled PL intensity is enhanced by
136% and decreased by 57% under a −0.9% compressive strain
and a 0.9% tensile strain, respectively. For a CP light excitation
under the same compressive and tensile strain, the spin−orbit
coupled PL intensity is enhanced by 146% and decreased by
53%. Compared to untreated QDs (Figure 2c), the PL

intensity response to strains is quite diﬀerent when QDs have
undergone a cooling treatment (Figure 4d and Figure S4,
Supporting Information). This is a strong demonstration of the
piezo-phototronic eﬀect tuned-photoluminescence based on
CsPbBr3 QDs. The eﬀect should be attributed to the structural
transformation of QDs from a cubic structure with a space
group of Pm3̅m to an orthorhombic structure with a space
group of Pna21 due to the cooling treatment, as illustrated in
Figure 4e, and the Pna21 phase can be maintained even at 292
K. But a heating treatment at 310 K for 20 min can turn the
Pna21 phase back to the cubic phase, as demonstrated in
Figure S5 (see Supporting Information). The Pna21 group is a
noncentrosymmetric structure, which results in the piezoelectricity of materials.30,31 Very recently, Li et al. proved that
the ferroelectricity in cooling-treated perovskite CsPbBr3 QDs
is due to the distorted structure with twisting and tilting of the
[PbBr6]4− and the oﬀ-centered Cs+ causing a weak separation
of centers of positive and negative charges, which were
obtained by a polarization-electric ﬁeld hysteresis loop
measurement using a ferroelectric tester.32 The present work
is more evidence of the presence of piezoelectric property for
cooling-treated perovskite CsPbBr3 QDs.
The possible mechanism accounting for the polarization
dependence of the spin−orbit coupled PL is proposed.
Regarding the CsPbBr3 QD as a supermolecule, electrons
(holes) will move around the supermolecule, whose spins will
couple, identically as the single molecule case with the porbitals of the Pb (the s-orbital of the Pb and p-orbitals of the
surrounding Br), resulting in spin-splittings in the CB and VB
with the same spin states of
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stress-free case shows a spontaneous polarization32 with a
moderate piezo-potential as CsPbBr3 QDs uniformly oriented
D
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Figure 5. Proposed mechanisms of the piezo-phototronic eﬀect tuned spin−orbit coupled PL intensity. (a) Schematic intensity of piezo-potential
distribution in z-axis under compressed, stress-free, and stretched states. Brown and blue colors are, respectively, positive and negative piezopotentials, where the darker the color is, the stronger the piezo-potential is. (b,c) Schematic radiation recombination processes of electron−hole
pairs excited with LP light in spin-split CB and VB under weak (b) and strong (c) piezo-potential. (d,e) Schematic radiation recombination
processes of electron−hole pairs excited with CP light in spin-split CB and VB under weak (d) and strong (e) piezo-potential. Labeled numbers
with a yellow circle background indicate each process step.

along + z or −z axis on the PET substrate. Although the
polarity directions of the QDs may be reversed, that is, along
+z or −z, the variation tendencies of the piezo-potential are the
same, that is, both increasing or both decreasing under the
same strain. The piezo-potential decreases when QDs are
compressed along the z-axis and increases when QDs are
stretched, as illustrated in Figure 5a. An increase of piezopotential can not only strengthen the Rashba SOC but also
severely incline the spin-split band levels. When QDs are
excited by an LP light with angular momentum of 0 and
compressed with a weaker piezo-potential (i.e., applying a
small compressive strain), photoinduced carriers are excited
1

1

from the spin-split VB ( 2 , − 2 ⟩ and
1

1

CB ( 2 , − 2 ⟩ and

1
,
2

1
,
2

excitation is only slightly reduced compared to that for an LP
light excitation (Figure 4a). When a strong piezo-potential is
emerged (i.e., a stretched case, see Figure 5e), the spin-split
energy levels will be tilted more seriously, and hence the
electron−hole pairs will be separated more seriously, which
will suppress the recombination luminescence due to the
stronger indirect bandgap property. In other words, for a CP
light excitation an increased compressive strain will reduce the
magnitude of piezo-potential and thus enhance PL intensity,
while an increased tensile strain reduces PL intensity, as shown
in Figure 4c,d. As they are more severe with indirect
recombination for CP light excitation, in general the spin−
orbit coupled PL intensity for CP light excitation is weaker
compared with that for LP light excitation. Also, the cubicstructured CsPbBr3 QDs also reveal a Rashba SOC although it
does not possess a piezoelectricity (Figure 2c). The PL spectra
for RCP and LCP light excitations under the same piezopotential are nearly the same (Figure 4a) which is probably
because the spin-ﬂipping process 3 and the subsequent
recombination luminescence process 4 are dominant, whereas
the recombination luminescence processes 5 and 6 are
relatively weak.
In conclusion, the piezo-phototronic eﬀect is shown to
eﬀectively tune the spin−orbit coupled PL intensity based on
all-inorganic perovskite CsPbBr3 QDs. The QDs with a cooling
treatment are demonstrated to yield a piezoelectric property
and a spontaneous polarization, which can be maintained even
after the temperature is raised to 292 K. The piezo-potential
can tune not only the Rashba SOC but also the inclination of
the spin-split band levels. For LP and CP light excitations, the
normalized spin−orbit coupled PL intensities can be enhanced
eﬀectively by 136% and 146%, respectively. The spin−orbit
coupled PL intensity for LP light excitation is larger than that
for CP light excitation due to the diﬀerent carrier
recombination processes in the spin-split band levels. These
ﬁndings demonstrate that the piezo-phototronic eﬀect can still
work at all-inorganic perovskite-based QDs, revealing great
potential of advanced optoelectronic and spintronic applications of the piezo-phototronic eﬀect in these QDs.

1

+ 2 ⟩) to the spin-split

1

+ 2 ⟩), respectively, and the carriers will

get recombination luminescence between subbands with the
same spin angular momentum after suﬀering a slight drift
under the weaker piezo-potential (process 3 in Figure 5b).
However, if the piezo-potential is stronger under a tensile
strain (stretched case), the electrons and holes with the same
spin angular momentum will be separated rapidly (process 2 in
Figure 5c), which is relatively diﬃcult for the recombination
luminescence (process 3 in Figure 5c). In other words, an
increased compressive strain makes an enhanced spin−orbit
coupled PL intensity while an increased tensile strain makes a
decreased spin−orbit coupled PL intensity for LP light
excitation, as shown in Figure 4b,d. As illustrated in Figure
5d, when a CP light, such as a left (σ+)-handed CP light, is
excited on the QDs with a weaker piezo-potential, electrons
will be excited from the spin-split VB
CB

1
,
2

1
,
2

1

− 2 ⟩ to the spin-split

1

+ 2 ⟩ (process 1 in Figure 5d) according to the optical

transition selection rule.36 The excited spin-polarized electrons
and holes will be drifted slightly under the weak piezo-potential
(process 2 in Figure 5d) and also experience a spin-ﬂipping to
the opposite spin-subband levels nearby (process 3 in Figure
5d); ﬁnally a spin−orbit coupled PL intensity is measured due
to the carrier recombination corresponding to processes 4, 5,
and 6 in Figure 5d. The processes 3 and 4 may be much more
dominant than the processes 5 and 6, thus a nearly direct
recommbination transition of process 4 will emit a large amout
of LP light, which is the reason why PL intensity for a CP light
E
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