¥ ® ROYAL SOCIETY

Journal of
PP OF CHEMISTRY

Materials Chemistry C

View Article Online

View Journal | View Issue

2D layered metal-halide perovskite/oxide
semiconductor-based broadband optoelectronic
synaptic transistors with long-term visual
memoryy

’ '.) Check for updates ‘

Cite this: J. Mater. Chem. C, 2021,
9, 1429

Youngjun Park, Min-Kyu Kim and Jang-Sik Lee 2 *

To implement neuromorphic visual systems that can perceive and memorize optical information, it is
essential to realize the artificial synapses that respond to optical signals. Organic—inorganic halide perovskites
(OIHPs) have been considered as optically modulated synapses due to high absorption coefficient and long
charge-carrier lifetime. However, it is difficult to store the optical information because photo-excited carriers
recombine after removal of illumination. Here, we combine an OIHP with indium zinc tin oxide (IZTO) to
implement artificial synapses that can perceive and memorize optical information for long-term storage in
neuromorphic visual systems. The transparent IZTO on OIHP allows optical signal absorption by the OIHP
and protects it from atmosphere exposure. Excellent optical absorption of OIHP leads to generation of
photo-excited carriers, and the band alignment between IZTO and OIHP facilitates the spatial separation of

Received 6th September 2020, photo-excited carriers that serves as the basis of optically-meditated charge trapping; these characteristics

Accepted 22nd December 2020 enable nonvolatile change in conductance. Optical synapses show potentiation/depression under multiple
DOI: 10.1039/d0tc04250a wavelengths with a large dynamic range of ~10% which is significantly advantageous for recognition

accuracy in artificial neural networks. These results demonstrate the feasibility of OIHP-based optical
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Introduction

Vision is the main sense by which humans perceive their
environment.””> Optical information sensed by the retina is
transmitted and interpreted by neural networks.® In neural net-
works, synapses are the basic units that transmit, process, and
memorize visual information.> These processes can be achieved
by synaptic plasticity, which is a change of connection strength of
a synapse in response to repeated stimulation, in this case by light
signals.” Therefore, the implementation of neuromorphic visual
systems requires emulation of this synaptic plasticity in response
to the optical stimuli. For this purpose, artificial synapses for
vision perception have been designed by connecting a photo-
detector to a memory device,”” but this physical separation of the
optical sensing and memory requires complex integrated circuits
that cause low efficiency and high power consumption. The
solution to this problem is to develop a device that can perform
detection and synaptic behaviors simultaneously.
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synapses for neuromorphic visual systems.

To implement such artificial synapses, various materials
have been evaluated using graphene, quantum dots, transition
metal dichalcogenides, and organic-inorganic halide perovs-
kites (OIHPs).5 ' Especially, OIHPs have superior optical prop-
erties such as high optical absorption coefficient, long carrier
diffusion length, and low exciton binding energy, and therefore
have been considered as promising candidates for artificial
synapses.®'*'® However, OIHPs are easily degraded by air and
moisture."®?° Two-dimensional (2D) layered OIHPs have been
evaluated to overcome these problems.”’”>* 2D layered OIHPs
can be regarded as derivatives of 3D OIHPs by replacing a small
methylammonium cation (MA") with a large ammonium cation
such as butylammonium (BA') or phenylethylammonium
(PEA").”>** These OIHPs are stable in ambient air because
the large cations can impede moisture infiltration.>* Also, the
optical and electrical properties of 2D layered OIHPs can be
easily modulated by modifying their compositions.***> However,
although OIHPs have superior optical properties, they show only
temporary change in conductance under illumination; and after
removal of the illumination, the changed conductance decays
rapidly due to recombination of photo-excited carriers.>*”
These properties impede applications of OIHPs as artificial
synapses that require combined memory and learning functions.
Thus, to store the information about optical stimulation, OIHPs
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have been developed as artificial synapses by introducing
integrated structures with other materials such as pentacene
with a floating-gate structure or Si nanomembrane.'*%2829
Synaptic behaviors in these devices result from the movement
and trapping of photo-excited carriers between perovskite and
channel layer. Also, to apply the artificial synapses to artificial
neural networks (ANNs), the synapses should have large dynamic
range (ie., the ratio of maximum conductance to minimum
conductance) and linear/symmetric synaptic weight updates.
These properties would enable the implementation of ANNs
with high recognition accuracy,®®*" so to obtain these properties,
the development of materials and device structures for artificial
synapses is required.

In this study, we develop an optical synapse that combines
2D layered OIHP of (C4;HoNHj3),PbBr, (BA,PbBr,, BA = butylam-
monium) with transparent oxide semiconductor of indium zinc
tin oxide (IZTO). The use of IZTO on OIHP enables implemen-
tation of bottom-gate structure. In this optical synapse, the
OIHP shows strong optical absorption, and therefore can be
efficiently stimulated by optical spikes. The band alignment
between IZTO and 2D layered OIHP can lead to the effective
spatial separation of photo-excited carriers that serves as the
basis of optically meditated charge trapping, which enables
nonvolatile conductance change. The device shows potentiation/
depression characteristics with a large dynamic range of ~10%,
The large dynamic range can allow a large number of distinct
synaptic weight states, which can improve the recognition
accuracy in ANNs.*" Also, the large dynamic range can increase
mapping capability of synaptic weights in algorithms that nor-
malize synaptic weights to a range between 0 and 1.%° Symmetry
and linearity of potentiation/depression characteristics are
improved by controlling depression pulses. In a simulation
using these properties, ANNs that use these optical synapses
achieve 80% recognition accuracy of handwritten digits. These
results demonstrate the feasibility of an optical synapse based on
2D layered OIHP and provide a promising resource for develop-
ment of neuromorphic visual systems.

Experimental section
Materials

Lead bromide (PbBr,, 98% purity) was purchased from Sigma-
Aldrich. n-Butylammonium bromide (BABr) was purchased
from GreatCell Solar. Si wafers with a 300 nm-thick thermally-
grown SiO, were used as the substrate.

Device fabrication

SiO,/Si substrate was cleaned by sequential ultrasonication in
acetone, ethanol, and distilled water for 10 min each. The OIHP
layer was formed by sequential vapor deposition. First, PbBr,
thin film was deposited on the substrate by thermal evapora-
tion using PbBr, powder. Then, the PbBr, film deposited on the
substrate was transferred to a glove box. To transform the PbBr,
to BA,PbBr,, PbBr, film was exposed to BABr vapor that was
prepared by heating the BABr powder (3 mg) sprinkled on a
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glass Petri dish. BaBr molecules were intercalated into PbBr,
frames during exposure to BABr vapor; consequently, the PbBr,
layer was transformed to BA,PbBr, with layered structure. This
treatment was performed at 150 °C for 3 h on a hot plate. Then
IZTO film was deposited on the OIHP layer by co-sputtering
from ITO and ZnO targets. The RF power of 100 W was used for
the ZnO target, and DC power of 100 W was used for the ITO
target. Sputtering was performed with the gas flow of Ar/O, (10/
4 sccm) at the deposition pressure of 5 mTorr. Finally, Al source
and drain electrodes of 100 nm thickness were deposited on the
IZTO layer by e-beam evaporation.

Characterization

All electrical characteristics of the optical synapse were mea-
sured using a semiconductor parameter analyser (4200A-SCS,
Keithley) in the probe station. The crystal structures of PbBr, and
2D layered OIHP were investigated using X-ray diffraction
(XRD, D/MAX-2500, Rigaku) with Cu Ko radiation. The optical
responses were measured by applying monochromatic light
from a xenon lamp under ambient conditions with a light source
(Model 71S100059, Newport). Memorization of letter ‘N’ images
by the optical synapse array was performed by optical spike input
to each device in a 5 x 5 synapse array.

Results and discussion

A human perceives optical information via the retina (Fig. 1a).
Nerve cells in a retina transform optical information to neural
impulses, which are transmitted along the optic nerve to the
visual cortex in the brain.® The visual cortex consists of a large
number of neurons and synapses that can process and memorize
information.>**> We emulated these properties of a visual
system by implementing optical synapses composed of 2D
layered BA,PbBr, and IZTO. The BA,PbBr, was composed of
an inorganic layer of [PbBre]*~ octahedra sandwiched between
two organic [C,HoNH;]" layers (Fig. 1b). The BA,PbBr, was
formed by sequential vapor deposition of PbBr, and BABr on
Si0,/Si substrate (Fig. 1c).>* This process could form an OIHP
layer that has uniform surface coverage and controllable
thickness.>**> A PbBr, layer was first deposited on the substrate
by thermal evaporation. Then BABr was deposited on the PbBr,
layer to form the BA,PbBr,. BaBr molecules became inter-
calated into the PbBr, frames during this process, then PbBr,
was transformed to BA,PbBr,. To confirm the formation of
BA,PbBr, OIHP, we analyzed the XRD patterns. The XRD
patterns of BA,PbBr, showed (00/) diffraction peaks, which
indicated the preferential orientations along c-axis (Fig. 1d).**?°
To confirm whether sputtering of IZTO affects the quality
of the OIHP, we analyzed the XRD patterns of BA,PbBr, after
the deposition of IZTO. Diffraction peaks assigned to (002),
(004), (006), (008), and (0010) planes were observed (Fig. S1,
ESIY); this result is consistent with the peaks observed on the
BA,PbBr, film before deposition of IZTO. These results indi-
cated that the sputtering process did not noticeably affect the
OIHP film.

This journal is © The Royal Society of Chemistry 2021
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Fig. 1 (a) Schematic illustrations of human visual system and optical synapse composed of 2D layered OIHP with IZTO. Alis used for source (S) and drain
(D) electrodes; Siis used as the gate electrode (G). (b) Schematic structure of BA,PbBr, (atom colors: Pb = blue; Br = red; C = black; N = yellow; H = grey).
(c) Schematic illustrations of procedures to deposit the 2D layered OIHP using the sequential vapor deposition process. PbBr; film is deposited by thermal
evaporation, then this PbBr; film is exposed to BaBr vapor to convert PbBr, to BA,PbBr4. (d) XRD patterns of PbBr, and BA,PbBr,.

The transfer characteristics of the device were measured by threshold voltage shifted in the negative direction. (Fig. 2a).
applying gate voltage Vg to the Si gate electrode under a drain The threshold voltage was changed more in the device that
voltage Vp of 5 V. When an optical pulse with a wavelength combined IZTO with 2D layered OIHP than in the device that used
/=365 nm and intensity L; = 100 pW cm > was irradiated to the only IZTO (Fig. S2, ESI{). These results indicated that electron-hole
device for 30 s, drain current I, abruptly increased and the pairs generated by light illumination in the OIHP layer could
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Fig. 2 (a) Transfer characteristics of the device in ‘dark’, ‘after illumination’, and ‘erase’ operation. Transfer characteristic of ‘after illumination’ state is
measured 30 s after application of optical pulse (365 nm, 100 pW cm™2, 30 s) under Vg sweep from —15 to 5 V. Transfer characteristic of ‘erase’ state is
measured after applying a positive Vg pulse (30 V, 2 s) under Vg sweep from 5 to 20 V. (b) Retention property after light illumination for 30 s. (c) Change of
Ip with different durations of illumination (5 s, 10 s, 30 s) and without illumination. (d) The resistance change of the device by applying optical spikes
(365 nm, 100 pW cm~2, 10 s) and applying positive Vg (30 V, 2 s). (e) Change of Ip between LRS and HRS for 110 cycles. (f) Schematic illustration of band
diagram of the IZTO/2D layered OIHP device under illumination.
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contribute to the device operation. Transfer curve that shifted in
the negative direction returned to its initial state after the applica-
tion of a positive V; pulse (30 V, 2 s). To further quantify the
effect of illumination, the device was exposed to light (365 nm,
100 uW em™2) for 30 s, without applying Vg (i.e., Vg = 0 V). The I,
increased abruptly from high-resistance state (HRS) to low-
resistance state (LRS) during illumination; and the ratio of the
current values of the two states was ~10* (Fig. 2b). The device
remained in LRS for 10" s after the illumination ceased (Fig. S3,
ESIt). The long retention time may be related to optically-meditated
charge trapping, so it is important to understand charge trapping
mechanism and trap energy levels. The trap depth can be calcu-
lated from attempt-to-escape frequencies and trap density of states
obtained by thermal admittance spectroscopy measurement.”
Among them, the attempt-to-escape frequency can be obtained by
temperature-dependent capacitance-frequency measurement.*®*°
Deep-level traps may be formed for long retention time. 2D layered
OIHPs are known to have deep level defects.****> Butylammonium-
based 2D layered OIHP has deep level defects with a defect
activation energy of 0.398 eV, which is higher than that of 3D
perovskite (0.075 eV).** In our device, 2D layered OIHP was used for
optical signal absorption and the formation of deep traps in the 2D
layered OIHP may enable long retention time. Also, we implemen-
ted four distinct resistance states by controlling light illumination
time (Fig. 2c). These results demonstrated that the device showed
the feasibility of multilevel data storage by modulating the illumi-
nation time. In addition, the device showed consecutive resistance
change between HRS and LRS during repeated application of
pulses. The change of resistance from HRS to LRS was achieved
by an optical pulse (365 nm, 100 yW cm™2, 10 s). The return to HRS
from LRS was implemented by applying a Vs pulse (30 V, 2 s)
(Fig. 2d). The 2D layered OIHP-based device was switched stably
between HRS and LRS for 110 cycles (Fig. 2e). To confirm the
stability, the device was kept in ambient air and transfer character-
istics were measured. The device was operated stably without
degradation after 14 days (Fig. S4, ESIT). There are several possible
mechanisms for device operation in three-terminal devices such as
ion migration and charge carrier transport. OIHP film includes
several ions such as CH;NH,", Pb**, and halides.** In 3D OIHP,
halide ions can move easily because they have a low ionic migration
barrier.**** However, in 2D OIHP, ion migration is suppressed
because long-chain organic cations can act as a barrier that
prevents the ion migration.*®*” Also, ion migration in the OIHP
is observed when voltage is applied and affects the electrical
properties of device.*®* However, the fabricated device did not
require the voltage to change the resistance from HRS to LRS. In
contrast, movement of photo-excited carriers can affect the change
of resistance state of device. The change of resistance state with
optical signal may be a result of the photogating effect caused by
photo-excited carriers.”® The photogating effect has been reported
in heterostructured devices that combine OIHP with oxide semi-
conductor, organic semiconductor, or graphene.'****** During
light illumination, electron-hole pairs were generated in the 2D
OIHP layer (Fig. 2f). The photo-excited carriers could be effectively
dissociated by the built-in field that was induced by a bending of
the energy band. The photo-excited electrons were transferred from
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OIHP layer to IZTO layer, whereas the photo-excited holes remained
behind in OIHP layer. These holes could induce photogating effect
and consequently increase current by capacitive coupling.’® The
number of remaining holes could be reduced by recombination
under positive Vg, and thereby overcome the barrier to prompt
electron injection from IZTO to OIHP layer, so the increased I
could return to its initial state.

Synapses are responsible for signal transmission, memory,
and learning functions in a brain.>* Biological synapses are
located between presynaptic and postsynaptic neurons. The
synapses perform their functions by adapting their connection
strength, which is called ‘synaptic plasticity’.>>>® Synaptic
plasticity can be classified into short-term plasticity (STP) and
long-term plasticity (LTP).>”*® STP is a temporary change in
synaptic weight that lasts a few seconds to minutes; LTP is a
permanent change in synaptic weight that lasts days to years.>®
We emulated synaptic plasticity by using the device. STP was
emulated by applying an optical pulse with a short pulse
duration that was insufficient to induce a permanent change
of current. When optical pulses (365 nm, 100 pW cm ™ *) with a
duration of 50 ms were applied, the I, increased, then decayed
after the applied pulses ended (Fig. 3a). Also, we emulated
paired-pulse facilitation (PPF) using the device. PPF is the
phenomenon in which a second presynaptic spike causes a
larger postsynaptic current than the first spike does.’® The
degree of increase in the second postsynaptic current decreases
with an increase in the time interval A¢ between the two spikes.
A Dbiological synapse exploits PPF to recognize and decode
temporal information.®® To emulate this characteristic, we
applied two consecutive optical pulses (365 nm, 100 pW cm ™2,
200 ms) with At = 400 ms. The first spike yielded an increased
amplitude A; of Ip, and the second spike yielded a further
increased amplitude A, (Fig. 3b). Also, we investigated the
change of PPF value by adjusting A¢ between two pulses. The
PPF index was defined as a ratio between A, and A; (4,/A; X
100%).%° The PPF index was 55% at At = 100 ms, and decreased
to 21% at At = 2 s (Fig. 3c). The decay in PPF index was described
using a double-exponential function,®>**

PPF index = 1+ C; x exp(—f—f) + Cy X exp (—%)
where C; and C, are initial facilitation magnitudes, and 7, and 7,
are relaxation time constants. Curve fitting yielded t; = 45 ms
and 1, = 2.2 s. The change of PPF index with two distinct phases
is similar to the response of a biological synapse.’® LTP could be
obtained by applying a consecutive pulse long enough to induce
permanent change of current. When optical pulses (365 nm,
100 pW cm 2, 1 s) were applied, I, increased and was main-
tained without returning to its initial state (Fig. 3d). Also, the
magnitude of the change in I, could be controlled by application
of different numbers of optical pulses (N = 5, 10, 20, 50) (Fig. 3e).
As N was increased, I, after pulse application gradually
increased. The change in I, could also be controlled by adjusting
A of the applied optical spikes. The changes in current with
wavelengths have been reported in OIHP-based synapse devices
and photodetectors.'*'®>*%* To confirm this characteristic, we

This journal is © The Royal Society of Chemistry 2021
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Fig. 3 (a) STP characteristics with four consecutive optical spikes (365 nm, 100 pW cm 2, 50 ms). (b) Change of I, after two consecutive optical pulses (365 nm,
100 pW cm™2, 200 ms) separated by At = 400 ms. A, is the change of Ip after the first spike; A, is the change of Ip after the second spike. (c) Decrease in
PPF = A,/A; x 100% with increase in time interval At between two optical spikes. (d) LTP characteristics by four consecutive optical spikes (365 nm, 100 pW cm™2 1's)
(e) Change of Ip by the number of applied optical spikes (N = 5, 10, 20, 50). (f) Potentiation and depression characteristics of the [TZO/2D layered OIHP device. 50 optical
spikes (100 yW cm™2, 1 s) with different wavelengths were applied for potentiation process and 50 positive V¢, pulses (20 V, 2 s) were applied for depression process.

applied red (630 nm), green (530 nm), blue (460 nm), or UV
(365 nm) optical spikes (100 uW ¢cm™2, 200 s) to induce LTP
(Fig. S5, ESIt). All applied spikes could induce LTP character-
istics in the device. As A was decreased, the change in I
increased. These changes can be related to strong absorption
of OIHP in the short wavelength region.'® Based on this effect of
A on LTP characteristics, we measured the potentiation and
depression characteristics. Fifty consecutive optical spikes
(100 uW em™?, 1 s) with different . were applied to the device
to emulate potentiation, whereas fifty consecutive positive Vg
spikes (20 V, 2 s) were applied to emulate depression (Fig. 3f).
When optical spikes with 4 = 660 nm were applied, I, gradually
increased from 10 pA and 300 pA, and I, returned to its initial
state after positive Vs spikes were applied. When optical spikes
with 4 =365 nm were used, the change of I, for potentiation and
depression increased significantly and achieved a large dynamic
range of ~10" It is known that a dynamic range of artificial
synapse should be sufficiently large for high recognition
accuracy in ANNs.®* Also, a large dynamic range permits a large
number of conductance states with well separated states; these
characteristics improve tolerance to write noise and to device-to-
device variations.*’ Furthermore, a large dynamic range can
improve mapping capability of synaptic weights in algorithms
that normalize synaptic weights to a range between 0 and 1.*°
The dynamic range of ~10* is advantageous for application
to neuromorphic computing. To confirm the effect of frequency
on potentiation characteristics, we applied the ten consecutive
optical spikes (365 nm, 100 pW cm % 1 s) with different
frequencies (0.83 Hz, 0.5 Hz, 0.33 Hz) (Fig. S6, ESIT). The I,
increased as the frequencies of applied optical spikes increased.
These results indicated that the potentiation characteristics
could be controlled by the frequency of applied optical spikes.
The goal in developing artificial synapses is to apply the
devices to practical ANNs. The introduction of artificial

This journal is © The Royal Society of Chemistry 2021

synapses with weight-update characteristics can accelerate the
training process and reduce power consumption in ANNs.®
Simulation can easily confirm the possibility of the fabricated
device in practical application. We performed simulation to
confirm the applicability of the fabricated artificial synapses in
ANNs. To investigate the learning capability of the artificial
synapse driven by optical spikes, we simulated the recognition
accuracy in ANNs. The simulation was conducted using a
multilayer perceptron neural network with 400 input neurons,
100 hidden neurons, and 10 output neurons (Fig. 4a).°"*® The
Modified National Institute of Standard and Technology
(MNIST) data set was used for the simulation. The multilayer
perceptron algorithm was used in simulations with our experi-
mental results of the optical synapse, including dynamic range,
number of states, and linearity from the fitting result of
potentiation and depression. Potentiation was performed by
applying fifty optical spikes (365 nm, 100 uW cm >, 1 s). To
improve the linearity for synaptic weight update, electrical
pulses with incremental amplitudes were used for depression.
Fifty consecutive pulses with amplitudes of Vs from 10 V to
29.6 V in increments of 0.4 V were applied to control the
depression process (Fig. S7, ESIt). We compared recognition
accuracy of depression processes with controlled Vg pulses and
those with fifty consecutive identical Vg pulses (20 V, 2 s). In the
simulation, recognition accuracy was 45% for identical-pulse
condition and 80% for controlled-pulse condition (Fig. 4b).
These results indicated that this optical synapse was applicable
in ANNs for neuromorphic systems, and that recognition
accuracy could be increased by controlling the potentiation/
depression characteristics. We also emulated the functions of
human visual memory that used the optical information sen-
sing and memorizing capabilities of the optical synapse. The
simulation used the conductance change under illumination of
IZTO/2D layered OIHP (Fig. S8a, ESIt). To compare the
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Fig. 4 (a) Schematic illustration of multilayer neural network composed of 400 input neurons, 100 hidden neurons, and 10 output neurons. (b) The
recognition accuracy of artificial neural networks based on the artificial synapses that use 1IZTO/2D layered OIHP device for 125 epochs under identical
and controlled pulse condition. (c) Current response before stimulus, at the last stimulus, and 300 s after last stimulus by inputting the optical stimuli with
image of letter of “N" consisting of 5 x 5 pixels of IZTO/2D layered OIHP optical synapses and (d) current response before stimulus, at the last stimulus,

and after 5 s of 2D layered OIHP device without IZTO.

possibility of human visual memory emulation, we also con-
sidered a device that used only 2D layered OIHP without IZTO
(Fig. S8b, ESIt). Twenty-five devices were chosen to recognize
and memorize the input image of letter “N” consisting of 5 x 5
pixel array. Before the optical stimuli were applied, all devices
had low conductance because they were in the HRS. Each
device was stimulated by application of optical pulses
(365 nm, 100 uW cm 2, 30 s), followed by decay measurement
of postsynaptic current at 5 V for 60 s. The input image of letter
“N” was recognized on all devices as a result of contrast in
postsynaptic current. The IZTO/2D layered OIHP device showed
reliable memorization for 300 s (Fig. 4c), whereas the 2D
layered OIHP forgot the information after 5 s (Fig. 4d). These
results indicated that integrated optical information sensing
and memorizing capabilities of the IZTO/2D layered OIHP
enabled mimicry of human visual memory.

Conclusions

We investigated an optical synapse that used a 2D layered OIHP
(BA,PbBr,) and an amorphous oxide semiconductor (IZTO).
The band alignment between IZTO and 2D layered OIHP could

1434 | J Mater. Chem. C, 2021, 9, 1429-1436

induce effective spatial separation of photo-excited carriers;
this separation was the basis of optically-meditated charge
trapping, and this trapping enabled control of conductance
under illumination. The conductance increased by applying
optical spikes, then returned to its initial state by applying
electrical pulses. The device showed long-term potentiation and
depression characteristics with a large dynamic range of ~10*
which allowed a large number of distinct synaptic states that
could improve the recognition accuracy in the neuromorphic
system. We confirmed the applicability of the optical synapses
to ANNs by simulation of recognition accuracy. These results
demonstrated the feasibility of an optical synapse based on 2D
layered OIHP. We believe that this work can provide a promis-
ing route to development of neuromorphic visual systems.
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