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Halide perovskites, with tunable photovoltaic properties, is one of the most attractive materials in
photovoltaics. The non-negligible soft lattice in perovskites induces vacancy-mediated ion migration,
which is crucial to the device's efficiency and long-term stability. However, the methodologies to
quantify and directly observe ion migration often require the direct contact of a metal electrode with the
perovskite materials, where interfacial interactions and interior ion migration are intertwined. Here, we
developed a non-contact method to evaluate the ion mobility of MAPbBrs via combining PL microscopy
and an interpenetrating electrode device. We demonstrated the polarization and recovery dynamics of
single MAPbBrz particles in an external electric field, as measured by modulation of the optical contrast
during switching of the external electric field. The PL intensity was suppressed under the external electric
field, which was mainly attributed to the ion migration. And, the PL spectra showed that the blue-shift of
MAPbBr3 originated from lattice distortions induced by field-induced ion migration. Most importantly, we
obtained an intrinsic ion mobility for single MAPbBr3 particles of (2.56 + 0.67) x 1072° cm? V=t s~ under
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Introduction

In the family of halide perovskites, ion migration is a widely
observed solid-state electrochemical phenomenon, attributed
to their intrinsic soft ionic lattice structure and hybrid electron-
ion conduction properties."” The ion migration in halide
perovskites is generally considered to be an important factor
leading to anomalous effects in hysteresis behavior,* and phase
segregation,®® allowing for the migration of structural defects
under external stimuli, such as temperature,*” photoexcitation,®
and electric fields.” To understand the effect of ion dynamics on
the efficiency and stability of perovskite devices, various
methods have been developed to assess ion migration,
including current-voltage,'®'* impedance spectroscopy,” and
deep-level transient spectroscopy,* all of which have excellent
time resolution. However, it is crucial for perovskite devices to
detect spatiotemporal dynamic information as well. Along these
lines, imaging the dynamics of moving ions would provide
insight into ion migration in perovskite materials.

Recently, the introduction of various advanced microscopy
techniques has significantly enhanced the ability to perform
spatially resolved characterization in different materials." For
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instance, Kelvin probe force microscopy (KPFM) enables
nanoscale spatial imaging of surface potentials,*>*® dark lock-in
thermography (DLIT) technology evaluates local power dissi-
pation,’” and photoluminescence (PL) microscopy, combining
spatial and temporal resolution, allows real-time, quantitative
analysis of in situ ion migration processes in perovskite mate-
rials.*®'® To record the in situ migration of ions under an electric
field, it is necessary to design an optimal electrode structure to
study the ion migration under external stimuli. Ongoing PL
imaging typically requires that the perovskite materials are
fabricated as a thin film and tightly fitted to the electrode device
with a lateral orientation.>® While this is a simple and common
method to characterize the quality and stability of perovskite
films, the deposited films normally exhibit high defect densi-
ties, and their intrinsic ion mobility could be overestimated.*
More importantly, the contact properties of perovskites with
metal electrodes are often highly defective, and the charge
transfer of this heterogeneous structure receives impedi-
ments.” Thus, the effects of carrier transport and interface
transfer are often intertwined,”** making it difficult to
decouple interfacial and interior contributions and obtain
intrinsic mobile ion diffusion in perovskites.**** Monitoring the
intrinsic ion mobility with in situ non-contact methods in
perovskites devices is hence desirable, but is yet to be
demonstrated.

In this work, we demonstrated a strategy that combined PL
microscopy and interpenetrating electrode devices to reveal the
effect of an external electric field on the intrinsic ion mobility of
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single particles in a non-contact manner for the first time. We
grew MAPDBTr; perovskite particles in situ on an interpenetrating
electrode and investigated the effect of the external electric field
on the polarization dynamics of MAPbBr; particles by applying
an electric field of 130 kV em™". We found that the PL intensity
of MAPbBr; particles was suppressed under the external electric
field, and there was a clear correlation of both particle size and
electric field intensity with the polarization dynamics, which
was mainly attributed to the movement of ions. The PL spectral
blue-shift experimentally demonstrated that the external elec-
tric field response of MAPbBr; originated from lattice distor-
tions introduced by the field-induced ion migration. In
particular, we obtained the ion mobility of MAPbBr; about (2.56
+0.67) x 107'° em® V™' s7! at the single-particle level.

Results and discussion

Optical imaging of single MAPbBr; by photoluminescence
(PL) microscopy

We spin-coated the diluted MAPbBr; solutions onto the inter-
penetrating electrode devices, and grew MAPDbBr; particles in
situ. The ion migration behavior of MAPbBr; particles was
investigated by applying a periodic external electric field
between the electrodes. As one of the typical halide perovskites,
MAPDBr; undergoes polarization under an electric field, which
results in the ionic movement of MA cations and Br anions in
specific directions.”® In particular, with the external electric
field, the vacancies/defects formed by migrating ions, acting as
non-radiative recombination centers, promote non-radiative
recombination,” and the interfacial polarization field per-
turbs the radiative recombination pathways of excitons.*® These
effects lead to PL spectral shifts and pronounced PL quenching.
This optical response provided a direct and quantitative probe
for investigating ion migration dynamics at the single-particle
level.

The PL imaging system was equipped with tailored inter-
penetrating electrodes. The MAPbBr; particles were uniformly
dispersed on the substrate, where the studied particles were
situated on the bare quartz substrate in the middle of the
electrodes, without direct contact with the electrodes.?® When
an external electric field was applied between the electrodes, it
induced perovskite particle polarization and drove ion migra-
tion without any current flowing through the perovskite mate-
rials. This approach effectively avoided the effects of carrier
injection and interfacial charge transport layers, which facili-
tate the decoupling of interfacial and intrinsic contributions to
reveal intrinsic mobility in perovskite materials (Fig. 1a). During
the application of the external electric field, we utilized a func-
tion generator to modulate the electric field and a voltage
amplifier to amplify the field. We simultaneously recorded the
voltage signal from the function generator and the transistor-
transistor logic signal from the camera via a data acquisition
card. In order to have enough time to capture the migration of
the ions, a square wave voltage was applied to the electrodes for
a period of 30 seconds. More details about the PL imaging
system and the parameters of interpenetrating electrodes are
provided in Fig. S1 and S2.
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MAPDBr; particle response to the external electric field

To investigate the response behavior of MAPDbBr; particles
under an external electric field, we performed PL imaging of
individual particles. When a voltage of 130 V was applied to two
electrodes separated by 10 um, an external electric field of up to
130 kV cm ™' was established instantaneously in the gap. As
shown in Fig. 1b, the PL switching behavior of single MAPbBr;
particles on a bare quartz substrate was directly observed by
applying a square-wave electric field modulation. When the
external electric field was established, the PL of the MAPbBr;
particle was suppressed on a time scale of 5 s and maintained
a stable PL intensity thereafter. When the external electric field
was removed, their PL was recovered on a similar time scale.
Periodic modulation of the external electric field resulted in
alternating MAPDbBr; particle polarization and recovery, with
periodic fluctuations being exhibited in the PL intensity
trajectory of individual MAPDbBr; particles (Fig. 1b). These
results suggest a reversible polarization process of perovskite
materials, which is consistent with previous studies.*

To quantitatively describe the PL switching performance, we
defined the switching efficiency (SE) as the relative PL intensity
difference between ON and OFF states:

PLon - P Loff

E=
S PL,,

where PL,, and PL. are the stabilized PL intensity of the ON
and OFF state, respectively (Fig. 1c). Previous studies showed
that the PL intensity of perovskite films was suppressed under
an external electric field. This phenomenon was mostly attrib-
uted to electric field induced ion migration processes, man-
ifested as the formation of vacancies/defects and the generation
of interfacial polarization. These effects modified the PL emis-
sion process under the external electric fields: the vacancies/
defects formed by migrating ions acted as non-radiative
recombination centers, promoting non-radiative recombina-
tion;”” meanwhile, the interfacial polarization electric field
perturbed the radiative recombination pathways of excitons.?®
Thus, they collectively lead to the suppression of PL emission
under the external electric fields (Fig. S3). We specifically
discuss them in the results below.

The correlation between the SE and the external electric field
is shown in Fig. 1d and e. The PL intensity was gradually sup-
pressed with the increase of the external electric field, indi-
cating that a higher external electric field provided more energy
to induce perovskites to undergo polarization and their ions to
migrate. When more ions were involved in the migration, the
displacement of the optical centroid of individual MAPbBr;
increased, and a higher PL intensity contrast between ON and
OFF states was obtained (Fig. S4-S6). Moreover, we applied an
external electric field from zero stepwise to the maximal field
(90-130 kv em ™) to verify the reversible behavior (Fig. S7). It is
worth mentioning that electron-hole charge separation is not
negligible under the electric field, and this process usually
suppresses the radiative recombination pathway, leading to the
reduction of PL intensity.** As the nanosecond decay and
second decay were attributed to electron dynamics and ion

© 2025 The Author(s). Published by the Royal Society of Chemistry
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Fig.1 The optical measurements of MAPbBrs; under an external electric field. (a) The schematic of a classical contact perovskite device (top) and
the electric field-induced non-contact perovskite device in this work (bottom). (b) The evolution of PL intensity with time under external electric
field control. (c) The evolution of the PL intensity for a 10-cycle superposition (grey line) and the average curve (red line). The inset is the raw
image of individual MAPbBr3 particles with/without the external electric field. (d) The switching efficiency of an individual particle with different
external electric fields in 10 cycles. (e) The histogram of switching efficiency for 43 particles at different external electric fields.

dynamics, respectively; ion migration was the dominant process
for PL switching of MAPbBr; particles in the presence of an
external electric field.>»*® This slow-decaying PL image facili-
tated us to analyze the ion dynamics under an external electric
field, and achieved the intrinsic ion mobility measurement of
perovskite particles.

Ion mobility of single MAPbBr; particles

To understand the intrinsic ion mobility of MAPbBr; particles,
we recorded the PL intensity evolution of MAPbBr; particles
with different sizes at room temperature and carried out
dynamics analyses under electric field switching processing
(Fig. S8). To compare the polarization dynamics for particles of
different sizes, we standardized the PL intensity of the MAPbBr;
particles by the corresponding initial intensity, and super-
imposed the evolution of the PL intensities for each cycle.
Representative PL optical curves of three individuals with
different side lengths (658 nm, 871 nm, and 1270 nm) were
further analysed in detail as shown in Fig. 2a—f. The blue area
represented the case after the withdrawal of the electric field,
while the orange area represented the case with a 130 kV cm ™"
electric field. Considering that the single particle possesses PL
blinking behavior, this leads to fluctuations in its PL intensity.
Thus, we counted and averaged the polarization and recovery
dynamics over 10 cycles of PL curves to mitigate the effect of
fluctuations on the quantitative analysis. Considering that the
perovskite particles were almost certainly not experiencing
a temporally constant electric field. Specifically, the initial decay
process correlated with rapid ion migration driven by a strong
internal electric field. Subsequently, charge redistribution

© 2025 The Author(s). Published by the Royal Society of Chemistry

caused by ion migration induced a screening effect, leading to
a gradual weakening of the internal electric field. This process
manifested as slower decay dynamics. To accurately describe
this time-dependent internal electric field evolution and its
impact on PL dynamics, we fit the PL decay curves of perovskite
materials via a biexponential function, which can be well fitted
with the experimental data:

t

€z L
Al(t) = 10+[1 e T +12 e ™

L+ b
L +15L

where I, is the optional constant offset component, 7, and t, are
the time constants, I; and I, are the related pre-exponential
factors, and rt is the average PL dynamic time. Before the elec-
tric field switching (0-5 s), the PL intensities of all particles were
stable, indicating that the recovery (polarization) process had
been completed. Subsequently, the electric field was switched
(5-20 s) and the MAPbBr; particles began to polarize (recovery).
Obviously, dynamics times with polarization and recovery
processes were significantly faster for the smaller particles (#1,
Fig. 2a and b) than for the larger ones (#3, Fig. 2¢ and f). The
electron dynamics was typically at the nanosecond time scale
when exciton radiative and non-radiative recombination was
the main decay process.** Considering that all dynamics in our
work were slow processes, the polarization and recovery time of
all MAPbBr; particles were on the second scale, which was
consistent with the assumption that the inner ions of the
MAPDBr; particles migrate under an external electric field.
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Fig.2 The polarization and recovery dynamics with different sizes. The polarization process and recovery process of three individuals with side
lengths of (a and d) 658 nm, (b and e) 871 nm, and (c and f) 1270 nm at 130 kV cm™*. The scale bar is 1 pm. (g and h) Linear correlation of the

dynamic time constant with particle size.

To further validate the size-dependent electric field polari-
zation dynamics of MAPbBr;, we analyzed the optical response
curves of 20 MAPDbBr; individuals in the field of view. The cor-
responding polarization and recovery time of individuals are
plotted in Fig. 2g and h, respectively. Although the particle
heterogeneity resulting from the synthesis process caused data
dispersion, the polarization (recovery) time generally still
showed a gradual increase with increasing particle size.
Previous studies showed that the ion drift velocity can be
expressed as v = L/t, where L is the channel length." Consid-
ering that the single halide perovskite particles were non-
contact with the electrodes in our work, it is reasonable that
their channel length was expressed as the size of particles, and
size linearly correlated with the polarization (recovery) time.
Moreover, since the ion drift velocity is a function of both the
intrinsic material properties and the external driving force, we
will further discuss the influence of external electric fields on
ion migration in the following discussion.

To understand the external electric field dependence of ion
mobility, we counted and analysed the dynamic evolution of the
MAPDBr; particles under different external electric field
strengths from 90 to 130 kV cm ™" for 10 cycles each. All the
measured optical curves of MAPbBr; particles were statistically
taken into account to get the average curves and polarization
(recovery) time (Fig. 3a, b and S9). The polarization and recovery
times of 43 particles were collected to construct histograms
(Fig. 3c). As the electric field increased, we found that the
polarization dynamics were related to the external electric field
switching magnitude, while the recovery dynamics were
uncorrelated with that. For the former (polarization), this was
attributed to that, at a larger external electric field, the align-
ment of the ion was easier, requiring less polarization time and

Chem. Sci.

faster dynamics.***® For the latter (recovery), the external elec-
tric field was switched to zero, in other words, the external
electric field was uninvolved in the recovery process and did not
interfere with its dynamics. Then, we described the velocity of
the ion migration as a function of the external electric field. By
applying the various external electric fields, we found that the
polarization dynamics were proportional to the external electric
field, as shown in Fig. 3d. This ion migration can be described
by a simple theory, which was based on a first-order approxi-
mation that neglected ion diffusion:*”*
o
Mion = E

where the u;o, is defined as the ratio between the ion drifting
velocity (v) and external electrical field strength. We plotted
drifting velocity versus the external electric field, and found that
both are essentially linearly correlated (Fig. S10), suggesting
that the formula was applicable. Moreover, we performed
statistics on the calculated ion mobility and plotted the corre-
sponding histograms (Fig. 3e). By fitting the field-dependent ion
migration, the mobility of ions can be obtained as (2.56 &+ 0.67)
x107'® ecm® V7' s7'. Following the Einstein relation, the
correlation between ion mobility and diffusion coefficient (D) is
established as:

D= /J'ionkB T/C]

where kg is the Boltzmann constant, T is the absolute temper-
ature, and ¢ is the electron charge. Thus, we obtained a diffu-
sion coefficient of around 6.58 x 10" cm® s for single
MAPDBr; particles, which was consistent with that of single
crystals.*

© 2025 The Author(s). Published by the Royal Society of Chemistry
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Fig. 3 The ion mobility of single MAPbBrs particles under different external electric fields. (a) The PL curves of the polarization process under
different external electric fields of the representative individual MAPbBr3 particle. The solid lines are the corresponding fitting results. (b) The
evolution of polarization and recovery time to external electric fields of the representative individual MAPbBr3 particle. (c) The histogram of the
polarization (orange) and recovery (blue) time under different external electric fields. (d) The evolution of the statistical polarization and recovery

time to the external electric field. (e) The histogram of ion mobility.

Electrically driven reversible blue-shifted PL of MAPbBr;
particles

To verify the influence of the electric field on ion migration, we
tracked the PL emission spectra of individual MAPbBTr; particles in
the presence of an external electric field. Before performing the PL
spectra measurements, we calibrated the combination of the
spectrograph and the camera, and corresponded each pixel of the
spectral images to the wavelength (Fig. S11). The single MAPbBr;
particle was exposed to a periodic applied electric field and excited
at 445 nm, while the PL spectra of single particles were recorded
(Fig. 4a). The PL spectra absence/presence of 130 kV ecm ™ electric
field modulation was indicated at the bottom (blue/orange block).
It was found that the PL intensity decayed in the presence of an
external electric field, which was consistent with the above results.

To clarify the modulation of the PL spectra, we carried out the
Lorentzian-fitting to the spectra of each frame and obtained the PL
peak positions.** Fig. 4b presents blue regions showing the PL
spectral shift between subsequent frames without an external
electric field, where the PL shift of the mean frame was around
0 nm (blue). In contrast, the spectral shift between subsequent
frames with an external electric field modulated at 130 kV em ™
(orange) exhibited an average frame shift of —0.86 nm towards
higher energy emission. Previous studies showed that in the
presence of the electric field, ion migration from the polarization
of perovskite particles can cause lattice distortions, which modu-
lated their energy bandgap and resulted in spectral blue-shift.*
Once the external electric field was removed, the ions were driven
by the mixing entropy and the concentration gradient to fill the
original position. The MAPbBr; particles exhibited reversible blue-
shift of the PL spectra under a periodic external electric field,
which was attributed to the migration of the ions and subsequent
lattice distortion.

© 2025 The Author(s). Published by the Royal Society of Chemistry

To further understand the electrically driven reversible blue-
shifted PL of MAPbBr; particles, we monitored the evolution of
the PL shift at different external electric fields (Fig. S12). Obvi-
ously, the PL peak position exhibited a reversible spectral blue-
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Fig. 4 The PL spectra of MAPbBr3 single particle with the modulation
of the external electric field. (a) The pseudo-colored successive
spectra of the representative single MAPbBrs particle without/with
external electric field for the 0 V to 130 kV cm ™! measurement. (b) The
PL shift between subsequent frames ‘without external electric field
and ‘with external electric field’ from the measurement. The left panel
was the time trace of PL shift. The right panel was the histogram of PL
shifts fitted by a normal distribution. (c) The Lorentzian-fitted PL peak
position of successive spectra under the different external electric
fields. (d) The evolution of PL spectral shifts with external electric fields.
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shift during electric field cycling of individual particles, and the
blue-shift increased when applying a larger external electric
field (Fig. 4c). We performed histogram statistics for the spec-
tral shift in the absence/presence of the external electric field,
and they possessed normally distributed probabilities induced
by the spectral shift (Fig. S13). From this, we extracted the most
probable PL peaks, and associated them with the external
electric field, as shown in Fig. 4d and S14. The field-induced
spectral shifts were found to be linear, namely, shifting to
higher energies due to an increase in the external electric field.
The linear correlation of the spectral blue-shift with the external
electric field was consistent with the above trend of field-
induced dynamics evolution (Fig. 3d). The migration of ions
was facilitated by the higher external electric field, which
further shortened the polarization time and modified the Pb-Br
bond angle and length, leading to subsequent lattice distortion
and increased blue-shift.

Conclusions

In summary, we developed a strategy combining PL microscopy
and an interpenetrating electrode device to monitor the polar-
ization and recovery processes of single perovskite particles in
a quantitative, non-contact, and high-throughput manner. With
this strategy, direct contact between the metal electrode and the
perovskite material was avoided. It not only achieves the
decoupling of interfacial and interior contributions, but also
facilitates the investigations on single nanoparticles, where
microfabrication of metal-perovskite-metal configurations can
be technically challenging. The PL intensity of MAPbBr; parti-
cles was suppressed under an external electric field, which was
dominated by the migration of the ions and their triggered
chemical processes. The size-dependent and field-dependent
polarization dynamics of MAPbBr; were further investigated
at the single particle level, and both showed significant corre-
lations with the dynamics time. In addition, the PL spectra were
investigated for the energy shift of MAPbBr; under the external
electric field, which was suggested to originate from lattice
distortions caused by field-induced ion migration. Combining
PL images and spectra, the ion mobility of MAPbBr; was
deduced to be around (2.56 + 0.67) x 10" ** cm®> V ' s~ " at the
single-particle level. It offers the potential for non-contact
evaluation of novel optoelectronic materials.
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