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The analog resistive switching properties of amorphous InGaZnO, (a-1GZO)-based devices with Al as the
top and bottom electrodes and an Al-O, interface layer inserted on the bottom electrode are presented
here. The influence of the electrode deposition rate on the surface roughness was established and pro-
posed as the cause of the observed unusual anomalous switching effects. The DC electrical characteriz-
ation of the optimized Al/a-IGZO/AlO,/Al devices revealed an analog resistive switching with a satisfactory
value for retention levels, but the endurance was found to decrease after 200 cycles. The predominant
conduction mechanism in these devices was found to be thermionic emission. An in-depth analysis was
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performed to explore the relaxation kinetics of the device and it was found that the current has a lower
decay rate. The current level stability was tested and found reliable even after 5 h. The cost-effective and
precious metal-free nature of the a-IGZO memristor investigated in this study makes it a highly desirable

Open Access Article. Published on 08 August 2023. Downloaded on 12/4/2025 8:19:52 PM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

rsc.li/nanoscale

Introduction

The advent of neuromorphic computing over von Neumann com-
putation has facilitated efficient high-density data handling, over-
powering Moore’s law in the memory industry." The adaptation
of human brain modelling in artificial intelligence (AI) demands
new techniques and materials. Memristors, the fourth (or
missing) entity of the fundamental pyramid, form the heart and
brain of such an Al-based system.”” Owing to their ability to
handle massive amounts of data with a very low power consump-
tion at miniaturized dimensions and very high switching frequen-
cies, their use spans an extremely wide spectrum of technological
applications.® ™ This includes pattern recognition, fingerprint
encryption, intelligent organs, and space programs.®™" The last
decade has witnessed an increasing growth of research on mem-
ristors, resulting in the development of cost-effective devices with
enhanced properties and performances.

Recently, memristors with a-InGaZnO, (a-IGZO) as the
active layer have been attracting considerable attention owing
to their efficient resistive switching properties (which can be
controlled by the oxygen vacancy composition), low-tempera-
ture fabrication conditions, compatibility in cascading with
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candidate for neuromorphic computing applications.

thin film transistors in system-on-panel applications, down scal-
ability as it is devoid of constraints from grain boundaries during
size reduction,'”® and many other features. Investigations have
been conducted to improve a-IGZO-based memristors according
to the requirements of the scientific community. The nature of
the resistive switching in a-IGZO-based memristors could be
effectively tuned by the choice of electrodes, varying layer thick-
nesses, elemental stoichiometry of the a-IGZO, parametric vari-
ation of a-IGZO deposition conditions, proximity of an additional
layer, thermal effects, etc."® Earlier work in the literature on Al/
a-IGZO/Al memristor devices reported analog/gradual resistive
switching (GRS) with negative SET and positive RESET bias con-
ditions.>® More recently, abrupt/filament-type switching (ARS)
with positive SET and negative RESET bias conditions has been
reported in contrast to the previous studies.”” However, the values
of voltages and currents involved in the two above-cited reports
are comparable where the effect of the interface layer in the oxi-
dized electrode was considered although with different expla-
nations. Most of the reported literature on a-IGZO memristors
exhibited abrupt (filament type) resistive switching, whereas
mimicking human brain functionalities favours analog/gradual
resistive switching.?*?®

Here, we report on the observation of analog resistance
switching behaviour of a noble metal-free a-IGZO-based mem-
ristor and discuss the possible reasons behind the anomalous
behaviour observed with the same layer structure during the
initial development stage. We attempt to correlate the earlier

This journal is © The Royal Society of Chemistry 2023
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reports with contrasting results by suggesting the role of inter-
face effects in such devices with the experimental outcomes.
Also, we present the detailed analog switching aspects of the
device with same layer structure but fabricated under opti-
mized conditions to comply with neuromorphic computing
applications. Additionally, the transport mechanism is dis-
cussed based on the results obtained from cyclic endurance
and retention measurements.

Experimental methods

Amorphous-InGaZnO, (a-IGZO)-based memristor devices (refer
to Fig. 4(a)), used for the study presented here, were fabricated
on Si0,(300 nm)/Si wafer. A 100 nm thick aluminium bottom
electrode was deposited on 2.5 cm x 2.5 cm pieces of the sub-
strate using shadow mask patterning in commercial electron
beam vacuum evaporation equipment (SORONA SRN200).
Electrode formation was conducted with a deposition rate
ranging from 0.4 to 2.5 A s™" at a chamber pressure of ~107°
torr. The bottom electrode was then subjected to oxygen
plasma treatment under optimized plasma conditions (O, gas:
10 sccm, 100 W, exposure time: 60 s) to create a thin layer of
AlO,, on the bottom electrode using a plasma chamber in the
sputtering cluster system (Pure Vacuum Technology). An active
a-IGZO layer with a thickness of ~25 nm was then deposited
on the Al-O,/Al structure in the presence of oxygen partial
pressure (Ar:0, — 49:1 sccm) for the optimized switching
conditions using an RF magnetron sputter unit in the same
cluster system (200 W, 0.46 A s™). The top Al electrode
(~100 nm) was then deposited on the a-IGZO layer in the same
manner as the bottom electrode.

Cross-sectional analysis of the device’s structure and the
layer thickness analysis were performed using high resolution
transmission electron microscopy (HRTEM) (Themis Z,
Thermo Fischer Scientific). The surface roughness of the layer
was quantified using atomic force microscopy (AFM, Park
Systems) and analysed using the AFM image processing and
analysis program in XEI software (Park Systems). All electrical
experiments presented in this study were conducted using a
Keithley source meter with a probe station and its associated
electronics. X-ray photoelectron spectroscopy (XPS, Thermo
Scientific ESCALAB 250Xi) was conducted for surface analysis
with Ar etching to determine the elemental states in the layers.
Devices of 100 x 100 um?> area with electrodes deposited at
0.8 A s™" were used for the detailed characterization presented
here. Optical observations on the device during the electrical
characterization were performed using thermal reflection
microscope (TRM250) equipment (Nanoscopesystems).

Results and discussion
Surface effects on resistive switching

The preliminary DC electrical characterization studies of the
Al/a-IGZO/AIO,/Al device processed with an electrode depo-
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sition rate of 1.5 A s™" are presented in Fig. 1(a), with a few
cyclic repetitions in the inset. The observed bipolar resistive
switching has abrupt transitions from a high-resistance state
(HRS) to a low-resistance state (LRS) marked by a jump at ~2.5
V on the application of a positive bias. A similar jump is
noticed at ~—1.8 V, indicating a transition from LRS to HRS
during the application of a negative bias. All voltages were
applied to the top electrode, whereas the bottom electrode was
grounded. However, the observed SET/RESET voltages (associ-
ated with the current jumps) were found to be highly unstable
over several cycles. The device ended up settling, after 11
cycles, in an unrecoverable read-only/low resistance state (inset
of Fig. 1(a)).

The I-V characteristics presented in Fig. 1(a) show the
behaviour based on abrupt resistance switching, which may be
caused by the sporadic formation of conduction filaments
inside the sample. The roughness/unevenness of the various
layers involved in the memristor stack has been reported to be
the origin of abrupt switching in some of the oxide-based
memristors. For instance, Nandi et al. (2015)*° and Charpin-
Nicolle et al. (2020)*° had discussed the investigations on
HfO,-based devices with varying roughness by thickness/mor-
phological modifications made on the bottom electrodes to
moderate the electric field or forming voltage with the obser-
vation of abrupt resistive switching, while Ahn et al. (2018)*
had discussed the effective control of filament formation by
introducing nano pins on a unipolar NiO, device structure. On
the other hand, the observation of abrupt switching due to the
highly rough bottom electrode and a dynamic behaviour with
a thick layer (80 nm) of the TiO, active material sandwiched
between electrodes of different materials ((Pd and Ti) reported
by R. Hu et al. (2021)).%?

To correlate the effect of the fabrication conditions on layer
uniformity and thus resistive switching, we conducted surface
roughness measurements through AFM analysis (5 x 5 pm?)
for Al thin films with different deposition rates, treated with
different oxygen plasma conditions. Fig. 1(b) represents the
root mean square (RMS) value of the surface roughness for
100 nm thick Al films deposited with different rates of 0.4, 0.8,
1.5 and 2.5 A s™". The roughness profiles of the as-deposited
films are represented by grey-coloured half-filled squares,
while the roughness profiles for thin films treated with oxygen
plasma with powers of 50 W and 100 W are represented by
half-filled blue circles and pink triangles, respectively. This
result indicates a common trend for all plasma powers, where
the roughness increases with the electrode deposition rate.

Nevertheless, the oxygen plasma treatment seems to reduce
the RMS values for films, which becomes smaller as the
plasma power increases. Fig. 1(c) and (e) show the AFM 3 D
topography maps of the Al thin films fabricated with depo-
sition rates of 1.5 and 0.8 A s™", respectively. Fig. 1(d) and (f)
show the cross-sectional STEM images of the Al/a-IGZO/AlO,/
Al devices, with Al electrode deposition rates of 1.5 and 0.8 A
s™!, respectively. The AFM and cross-sectional STEM measure-
ments clearly identify an enhancement in the sharpness of
local needles (peaks) of the Al film surface accompanied by a
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Fig. 1 (a) Bipolar resistive switching of the Al/a-IGZO/ALO,/Al device with an electrode deposition rate of 1.5 A s™%. The inset represents the cyclic
repetition of resistive switching in the same device. (b) Electrode (Al 100 nm) deposition rate vs. RMS value of roughness for different plasma powers
and AFM images of Al thin films deposited with rates of (c) 1.5 A s™* and (e) 0.8 A s, respectively. (d) and (f) Cross-sectional TEM images of the
devices with Al electrodes deposited with rates of 1.5 A s™* and 0.8 A s™%, respectively, and having bottom electrodes that had undergone oxygen

plasma treatment soon after the Al deposition.

degraded flatness of the wide section, leading to an increase in the
surface roughness when the layer deposition rate was increased.
The non-uniform surface roughness and flatness of the various
layers may lead to highly sensitive electrical properties.

Earlier reports have demonstrated that oxygen plasma treat-
ment can be effectively used for the formation of metal-oxide
thin films on metal surfaces and for the surface cleaning of
metallic thin films, by reducing the surface roughness.>”**7’
By adjusting the electrode deposition rate and optimizing the
oxygen plasma treatment conditions, a drastic change is
observed in the electrical characteristics. This is manifested by
a gradual variation in the current with the applied bias, poss-
ibly owing to the change in the transport mechanism. This will
be discussed in detail in later sections.

Fig. 2 shows schematic of the device’s cross-section. The Al
electrodes are indicated by golden yellow blocks at the top and
bottom. The oxygen vacancies, oxygen ions, and bonded
oxygen are indicated by red, sandal, and off-white-coloured
spheres, respectively. Fig. 2(a) represents the situation when
the electrode surfaces are flat, or of negligible roughness, in
the absence of an applied bias, while Fig. 2(b) shows the sche-
matic of the device’s cross-section with a rough bottom elec-
trode surface under an applied bias. Fig. 2(b) shows the

14478 | Nanoscale, 2023, 15, 14476-14487

device’s structure for which the bottom electrode was deposited
at a rate of 1.5 A s or higher. The influence of the surface
roughness on the observed electrical behaviour can be explained
as follows. In general, when a potential bias is applied to the
electrodes in a sandwich structure with an oxide switching layer,
oxygen or oxygen vacancies move under the influence of the
electric field formed between the electrodes. The accumulated
carriers (oxygen vacancies) generate a change in the resistance
of the entire device, leading to current conduction.

In abrupt resistive switching, (as shown in Fig. 1(a)) the
oxygen vacancies form linear (conical sometimes) vertical fila-
ments, connecting the top and bottom electrodes. In contrast,
a layer-by-layer accumulation of the same occurs in the planar
direction in the case of gradual resistive switching (Fig. 5(a)).
Due to this phenomenon, the accumulated oxygen or oxygen
vacancies form a vertical columnar structure that acts as the
conducting path between the electrodes. Additionally, the pres-
ence of needle-like points on the bottom electrode shortens
the distance to the top electrode, leading to a faster movement
of the carriers compared to the remaining surface. Hence, the
devices with a bottom layer deposited at a higher deposition
rate (i.e., with higher surface roughness) exhibit an abrupt/con-
duction filament-type resistive switching due to the generation

This journal is © The Royal Society of Chemistry 2023
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Fig. 2 Artistic representation of the device cross-section: (a) in the absence of an applied bias with smooth interfaces at each layer and (b) eventual
occurrence of oxygen vacancy filament formation (red spheres) originated from the peaked locations (needle points) due to bottom electrode
roughness. Golden yellow blocks on the top and bottom represent Al electrodes, (off-white spheres represent oxygen bonded to IGZO molecules),
sandal-coloured spheres represent oxygen ions and red spheres represent oxygen vacancies.

of localized filaments. It follows that, based on this model,
contradictory results in electrical characteristics could be
observed for the same device structure as in previously
reported studies, depending on the relative roughness of the
electrode and the a-IGZO interface.”®*”>*

Furthermore, to achieve stable non-volatile resistive switch-
ing, the modification of several fabrication parameters,
namely layer thicknesses, deposition rates, plasma parameters
for oxygen plasma treatment, and the oxygen partial pressure
ratio to Ar for a-IGZO deposition, were considered. The device
processed with an electrode deposition rate of 0.8 A s™ was
found to exhibit a gradual resistance change with the applied
bias and was used for further investigations presented in this
paper.

In order to confirm the observed abrupt and gradual resis-
tive switching behaviours in the devices, differed only by elec-
trode deposition rates, area dependence on the current was
experimented. Fig. 3(a) and (b) represent the variation of
current measured at 0.5 V for devices with different device
areas of 50 x 50, 100 x 100, 150 x 150 and 200 x 200 pm® for
the two deposition rates of 1.5 A s™* (Fig. 3(a)) and 0.8 A s™*
(Fig. 3(b)), respectively. A linear increment of current with the
device area in Fig. 3(b) indicates that the devices processed
with 0.8 A s™* exhibit gradual/analog resistive switching while
the devices with 1.5 A s™ show nonlinear area dependence.
The device structure used for the study is schematically pre-
sented in Fig. 3(c). The representation is made with the circu-
lar area for better perception, while real experiments were con-
ducted with a rectangular/square device area.

Structural aspects

The material stability, layer-by-layer structure and chemical
composition of the device under investigation (processed with
an electrode deposition rate of 0.8 A s™') were tested using

This journal is © The Royal Society of Chemistry 2023

high-angle annular dark-field scanning transmission electron
microscopy (HAADF-STEM) measurements of the device’s
cross-section and X-ray photoelectron spectroscopy (XPS) with
Ar etching. The extracted key points are indicated in different
sections of Fig. 4. A schematic of the fabricated crossbar struc-
ture is shown in Fig. 4(a), along with the proposed layer-by-
layer structure and cross-sectional HAADF image. Fig. 4(b)
shows that the oxygen concentration at the a-IGZO/Al bottom
interface (at the 60 nm position) is higher than that at the Al/
a-IGZO top interface. Correlating the depth profile (line) from
the cross-sectional STEM analysis (Fig. 4(b)) with the XPS
spectra obtained with Ar etching, the a-IGZO/Al interface is
found to have oxidized Al (designated as AlO,, with a thickness
of ~10 nm), originating from the oxygen plasma treatment as
well as the proximity to a-IGZO. To confirm the oxidation state
of oxygen near the a-IGZO/Al bottom electrode (BE) interface,
the analysis was performed by dividing it into two regions (i.e.,
I and II in Fig. 4(b)) based on the proximity to a-IGZO and Al.
In Fig. 4(b), region I is the a-IGZO/Al interface close to the
IGZO layer, and region II is the interface close to the Al bottom
electrode.

The XPS spectra of O 1s and Al 2p, taken in the two regions,
are presented in Fig. 4(c—f). The O 1s spectra of both regions
(Fig. 4(c) and (e)) were deconvoluted into three Gaussian peaks
of suitable full width at half maximum (FWHM) for each peak
position, which correspond to the metal-bound oxygen (M-O:
In/Ga/Zn/Al-0O) centred at around ~530-531 eV, the oxygen
vacancy (Vo) centred at around ~531-532 eV and the loosely
bound oxygen (M : OH or Og,) at around ~532-533 eV.>>?%7*3
Compared to region I, the proportion of Vo states is relatively
larger in region II. In addition, a slight decrease in the M-O
peak is observed in region II due to the diminishing/absence
of IGZO in this region. In region I, the major contribution to
the M-O bond is from IGZO(In/Ga/Zn-0), while in region II

Nanoscale, 2023,15, 14476-14487 | 14479
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Fig. 3 Area dependence of the device current at HRS (blue-coloured open circles) and LRS (red-coloured open triangles) measured at 0.5 V on the
Al/a-IGZO/AlO,/Al devices with different device areas (50 x 50, 100 x 100, 150 x 150, and 200 x 200 um?) processed with electrode deposition
rates of (a) 1.5 A s™  and (b) 0.8 A s™. (c) Schematic of the device structure used for the study, circular geometry is drawn for better perception.

the M-O peak has the major contribution from Al-O. The Al
2p spectra of regions I and II are presented in Fig. 4(d) and (f),
exhibiting binary peaks in which the lower energy peak stems
from metallic contribution (AI°) and the higher energy peaks
originate from the addition of oxide/hydroxyl ligands.****

A careful deconvolution of the Al 2p spectra resulted in two
peaks in region I, and three peaks in region II. The de-convo-
luted peaks in region I centred at ~72-73 eV and ~75-76 eV
are attributed to metallic Al and the binary oxide of Al which is
Al, 03, respectively.*>*®*” In region II, the de-convoluted peaks
were found centred at around ~72-73 eV, ~73-74 eV and
~75-76 eV. While the first and third peaks are similar to those
in region I, the middle (second) peak appearing on the spec-
trum in region II corresponds to the presence of AlO, sub-
oxides at the bottom electrode.*>*® The change in the intensi-
ties of the low-energy peaks in both regions indicates a vari-
ation in the metallic Al concentration at the interface.

Analog resistive switching

Electrical (I-V) measurements were carried out on the Al/
a-IGZO/Al-0,/Al samples, which were manufactured with Al
electrodes deposited at 0.8 A s™*, which is the optimized depo-
sition rate. Bias voltages were applied to the top electrode
keeping the bottom electrode grounded, as in the previous
case. The underlying transport mechanism is also discussed in
this section with the help of electrical measurements referring
to the existing literature.>"*”*°

Fig. 5(a) shows the DC current-voltage behaviour of the Al/
a-IGZO/Al-0,/Al device with a semi-log plot having voltage on

14480 | Nanoscale, 2023, 15, 14476-14487

the abscissa and the absolute value of the current on the ordi-
nate. The device exhibits a bipolar gradual resistive switching
(analog type) with the end voltages of ~4.5 V for the HRS to
LRS (SET) transition and ~—2.2 V for the HRS to LRS (RESET)
transition. To confirm the presence of gradual resistance
switching in our device, the area dependency of the current for
the device structure was tested and the results are presented in
Fig. 3.

Few studies in the literature have reported on the analog
switching (gradual resistive switching) in a-IGZO-based mem-
ristors, which is favourable for Al-related applications (refer to
Table 1).'72%21,26:49756 1t i5 found that an analog/gradual resis-
tive switching is observed at the cost of slightly higher values
of bias voltages in comparison with the filament-based switch-
ing devices. From an application point of view, endurance and
retention are two main key parameters in memristors.
Nonetheless, they have rarely been mentioned in the literature
for the gradual resistive switching type, as shown in Table 1.

The inset of Fig. 5(a) shows the cyclic endurance of the Al/
a-IGZO/Al-O,/Al device, and its retention is presented in
Fig. 5(i). The results show that the level stability of the device
measured over 5 h is highly reliable. The endurance of the
device was tested for over 500 cycles, and it was noted that the
hysteresis in the current significantly decreased after ~200
cycles with a gradual shifting of the HRS toward LRS. The
cumulative distribution of the current read at 0.5 V for HRS
and LRS over 500 cycles is shown in the inset of 5(a). To under-
stand the switching/conduction mechanism and the reason
for hysteresis degradation, slope analysis was performed on

This journal is © The Royal Society of Chemistry 2023
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Fig. 4 (a) Schematic of the crossbar geometry of the device with the corresponding HAADIF image, (b) atomic fraction of the elemental compo-

sition of the device from EDS analysis where TE and BE represent the top

and bottom electrodes, respectively. Deconvoluted XPS spectra of (c) O 1s

near the a-1IGZO/Al interface in region |, (d) Al 2p near the a-IGZO/Al interface in region |, (e) O 1s near the a-IGZO/Al interface in region I, and (f) Al

2p near the a-IGZO/Al interface in region Il

the first and 500th cycles of the DC I-V curves. The complete
SET/RESET loops presented in Fig. 5(a) belong to the first
entity of cyclic measurements.

For convenience, we divided a single complete cycle into
four cases as follows: the variation of the positive bias in the
forward direction (0 V to 4.5 V) is denoted as case I, while the
reverse direction (4.5 V to 0 V) is denoted as case II. Similarly,
in the negative bias, the forward direction (0 V to —2.2 V) is
denoted as case III, while the reverse direction (—2.2 V to 0 V)
is denoted as case IV. Fig. 5(b) and (d) show the plots of the
above-mentioned cases for the first cycle with the logarithmic
values of voltage and current on the abscissa and ordinate,
respectively. Fig. 5(c) and (e) represent the same for the 500"
cycle. For, the reader’s convenience, the corresponding linear
voltage values are indicated at the top axes of Fig. 5(b) and (d).
The influence of applied bias at the top electrode on the
current and barrier potential was investigated and the results
are presented in Fig. 5(f-h). Fig. 5(i) shows the multilevel
retention characteristics of the current in the HRS and mul-

This journal is © The Royal Society of Chemistry 2023

tiple LRS levels obtained by controlling the end value of
applied bias.

The conduction mechanism of such a M/O/M sandwich
structure depends on numerous factors consisting of elec-
trode-influenced properties such as the nature of electrodes,
the nature of the interface between the electrode and the
active layer, and bulk-dependent properties such as trap distri-
bution, mobility, the trap state, the trap density of the active
layer, etc.>**’

However, the oxygen vacancies in the active oxide layer as
well as the active layer-electrode interface are also found to be
26,3457 The current-voltage charac-
teristics of most a-IGZO-based memristors can be majorly

leading to resistive switching.

associated with ohmic conduction (I ~ aV), space-charge-limited
current conduction (SCLC) (I = aV + bV?), Child’s square law
region (I ~ cV?), trap-assisted (filled/unfilled) conduction/tunnel-
ling (TAT), Poole-Frenkel emission (PF) (In(I/V) « V'), Fowler-
Nordheim tunnelling (FN) (In(/V*) « V'), the thermionic emis-
sion model (In(I & 4/)),1#1%18:20.21.27:49,5457 apnq many more.

Nanoscale, 2023,15, 14476-14487 | 14481


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d3nr02591h

Open Access Article. Published on 08 August 2023. Downloaded on 12/4/2025 8:19:52 PM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

View Article Online

Paper Nanoscale
V(V) V(V)
3 00501 031 1 45 .22 -1 -031-0100f=_25
10 2 ‘Posmve bias: cycle #1 ; f'\ Ne atnve blﬁS cycle #1 A '
< \ ~‘~-2 ————— (d)
~10° _ 4 i e ~1i 150
< - & "WHT500 cycle ] ' -
O r o 5 75- 41 -t
S107F ° 1P £ gl e Hrs 1=
O o—1N| £ _}sLRS 5 S—
= - 2 25_— 1~ 2 | Posttive buasfwsoo |
10° (a) e 750 75 70 (c) 1 g
| | L O | Cwirent a‘ 0.5 VI (na) 4} : P~D
= 1 I | 1 1 1 1 /
2 1 0 1 2 3 4 5 I ‘
Voltage V) 6 ~ b
(1) 02 15 10 05 00 05 1005 00 05 10 15
0.28 (f) H log (V) -log (V)
| Po0e|
= -8 -6 - (7) Readat 0.5V —
3024 T 5 Dok
& 300:;2}23408 10 > Feeotovi
0.20 |- ) 1s-12 I TN Y
8. -12 % 5;--. ~BAVE ..o
.gijg_ﬂ:g;;g -14 14 =10
0.16 B 5 S
L 8$ -16 16 g [ 1 1 1
01 2 3 4 5 T 2 3 4 5
Voltage (V) VVotage (V°9) O Time (h)

Fig. 5 Resistive switching behaviour of the fabricated device. (a) Gradual bipolar resistive switching. Blue open circles represent the current during
the positive bias on the top electrode (cases | and II) and orange open circles represent the current during the negative bias (cases Il and 1V). The
inset shows the endurance of the device over 500 continuous cycles. (b)—(e) Log/ vs. log V plot for the first and 500th cycles with the slope values
indicated close to the plot, line indicators are guide to the eyes; (f) variation of ®@g with bias voltage for temperatures of 295, 303, 313, 323, and
333 K and the inset shows the invariability of Adg with temperature; (g) and (h) In(/) vs. \/V for the negative and positive biases at 295 K, respectively,
with lines for guide to the eyes; and (i) multilevel retention of the device for 5 h (18 000 s).

Table 1 Gradual resistive switching properties of a-IGZO-based memristors from the literature

Device structure Voltage limits (SET/RESET) Endurance [cycles] Retention (time, s /% remembrance) Ref.
Mo/Al,05/1GZO/Pd +8V/—6V 500 25/NM 17
Mo/IGZO/MoOx/Mo -3 VA3V NM 640/17 20
Au/Ti/IGZO/SiO,/p+-Si +6 V/-2V NM NM 21
Al/IGZO/Al -5 V/+5V 100 NM 26
Cu/IGZO/p+-Si +5V/-4V NM NM 49
Pd/IGZO/SiO,/p+-Si +6 V/—4V NM NM 50
Mo/a-IGZO/Ti/Mo -4 V/+3V NM NM 51
Mo/Ti/IGZO/Mo -2 V/H+2V NM NM 52
Pd/IGZO/SiO,/p+-Si +6 V/-4'V 500 NM 53
Au/Ti/IGZO/Mo -3 VA3V 100 NM 55
Pt/IGZO,/IGZO,/Pt +6 V/-6 V NM NM 56
Pd/IGZO/SiO,/p+-Si +7V/-3V 4x10* ~100/NM 54

NM: not mentioned in the original source.

Fig. 5(b) and (c) show a drastic variation in the slope values
above a bias voltage of ~0.75 V for the 1" and 500™
case I. However, case II exhibits almost the same trend in both
cycles. During the negative bias, as shown in Fig. 5(d) and (e),

14482 | Nanoscale, 2023,15, 14476-14487

cycles in

in case III, both cycles exhibited notable variation at higher
values, whereas in case IV, the variation was found to be negli-
gible. The close correlation between the slope values extracted
from the electrical characterization data and the underlying

This journal is © The Royal Society of Chemistry 2023
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transport mechanism can be established by revisiting the lit-
erature as discussed later in this section. As shown in Fig. 5(a)
and (b), ohmic conduction is inferred for the initial onset of
applied bias up to 0.75 V, as indicated by the slope value of 1
for the device under study. At a lower bias, the number of car-
riers participate in conduction will be lower, resulting in a
small but linear increase in the current with the applied bias.
As the bias is further increased the main transport mechanism
is found to be non-ohmic, reflecting the higher value of the
slope in the I-V curve.

In general, the current conduction in a-IGZO active-layer
devices is highly influenced by the defects present in the
material. Oxygen vacancies and metal ion interstitials, the
mostly found defects in a-IGZO, have been reported to play a
key role in  resistance  switching  for  most
devices.'*?327495%,56:38 The oxygen vacancy states found in
a-IGZO are commonly represented as Vo, the neutral vacancies
which belong to the deep levels; Vo', the single ionized states
(Vo — € —» Vio'); and Vo', the doubly ionized trap states (Vo —
2¢ = Vo), the ionized shallow levels.>®***%% The sub-gap
density of states of a-IGZO with mentions to trap states is pre-
sented in Fig. 6(a) for reference.’®**®" As indicated in Fig. 6,

View Article Online
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shallow levels are easily available for conduction, whereas
deep levels become involved only at higher applied biases. The
two main types of metal-linked oxygen vacancy sites commonly
observed in a-IGZO are graphically presented in Fig. 6(b). The
shallow donor states at the top of Fig. 6(b) are found at the
sites where edge/face-shared In/Ga-O octahedra and Zn-O tet-
rahedra are available.’®°*%>%® Deep/shallow traps are formed
at sites where corner-shared (ZnO), tetrahedra are
available.>®%0:6263

In the majority of the gradual switching cases, the involve-
ment of Schottky barrier modulation is non-negligible.>*>%>
In our devices, a thin AlO, layer is present in between the
bottom Al electrode and the a-IGZO active layer, which could
act as a Schottky barrier and get modulated during the appli-
cation of voltage bias. The effect of the interface layer during
switching has been tested using the thermionic emission
model,'*1%18:20.21,27:4954,57 which can be simply performed by
plotting In(I) against V. Fig. 5(g) and (h) represent the In(J)
vs. V*° plot for the negative and positive bias conditions,
respectively, at room temperature, RT (295 K). The plot infers
that irrespective of the bias polarity, the current conduction
follows the thermionic emission model and electron trapping

Shallow d (b)f ed with (C)
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Fig. 6 (a) Pictorial representation of the sub-gap DOS of a-IGZO,®5! (b) metal-linked oxygen vacancy states in a-1GZO,>>¢%6263 (c) representa-

tion of the work function of different layers (when not in contact) of the device with reference to the vacuum level,

,23:2427.41,49,64.65 31 (d) cross-

sectional representation of the device structure. Schematic of a flat band representation of the device for the applied bias voltages of (e) 0V, (f) 4.5

V (SET conditions) and (g) —2.25 V (RESET conditions).
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at the a-IGZO/Al interface layer where AlO, vacant sites are
present. The influence of applied bias voltage on the barrier
height &3 can be determined with the help of eqn (1),

In(1/v) = ®s(q/kT) (1)

where I is the memristor current, V is the voltage bias applied
on the top electrode, @3 is the Schottky barrier height, & is the
Boltzmann constant and 7 is the absolute temperature.

The Fig. 5(f) describes the variation of &g with applied bias
at different temperatures. During the application of applied
bias, @5 is found to decrease from 0.26 eV to 0.15 eV, making
the device conductive so that the current value changes from
HRS to LRS gradually. When the temperature is increased
above RT, 295 K, &5 exhibited the same trend with slightly
elevated values. However, the difference in @y is found to be
almost constant with temperature (refer to the inset of
Fig. 5(f)) (further explanation is provided in the ESIY).

Fig. 6(c) shows the work function values (Pmateria) Of the
materials forming different layers: Al, a-IGZO and AlO,/Al,O;.
An ohmic contact is expected for the Al/IGZO junction as @5 <
EAjgzo (electron affinity of IGZO) and the IGZO/Al,O; junction
as EAs 0, < EAjgzo, and a Schottky-like contact near the
Al,O3/Al region is expected, according to the band theory of
solids.>**:%*"%¢ However, the XPS data point towards the pres-
ence of AlO,—oxygen vacant sites near to the Al/Al,O; interface
(refer to Fig. 4). Fig. 6(c) has been drawn with reference to the
vacuum level considering that layer materials are independent
and are not in proximity to each other. The bottom interface of
the a-IGZO active layer and the tunnel layer Al,05/AlO, in our
device was found to have an abundance of oxygen vacancies
that are distributed in various energy sublevels, as indicated in
Fig. 6(b). However, in the case of the 500™ cycle, apart from
the slope mismatch in Fig. 5(b) with (c) and Fig. 5(d) with 5(e),
uplifting of the hysteresis loop is observed with diminished
hysteresis.

The flat-band representations of the device levels with
different bias conditions are shown in Fig. 6(e) and (f). The
application of a high positive bias at the top electrode gives
rise to the lowering of the Schottky barrier aiding the device to
settle into the low resistance state while the application of a
negative bias will modify the band picture and the electrons
are trapped back to their initial positions leaving the oxygen
vacancies neutralized, resulting in RESET of the device to its
high resistance state.

In a nutshell, during low bias voltages the electron
migration is restricted due to the presence of a Schottky
barrier at the BE interface. As the voltage is increased ioniza-
tion of oxygen vacancies takes place, which leads to the gene-
ration of electrons as well. The coulombic field created by the
ionized carriers leads to the reduction of the Schottky barrier
height, aiding the migration of electrons across the barrier
during the SET process. When a negative bias is applied on
the top electrode keeping the bottom electrode grounded, the
neutralization of oxygen vacancies takes place leading to the
vanishing of the coulombic field, yielding the restoration of

14484 | Nanoscale, 2023, 15, 14476-14487
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the Schottky barrier level to its original position causing a
hurdle for the electrons to cross the barrier. Hence, during the
RESET process, the current is decreased from LRS to HRS.
Considering the DC cyclic conditions in which the bias voltage
cycles for SET and RESET processes is multiply repeated (here
it is 500 cycles), not all the ionized oxygen vacancies were neu-
tralized during the negative bias, causing shrinkage in the hys-
teresis area.

Confirmation of the exact contribution of the transport
mechanism leading to the memristive properties will be eluci-
dated by further investigations. Also, the longevity of the cyclic
endurance of our device will be ensured in the near future by
means of optimization of the AlO, layer and bandgap modifi-
cation of the a-IGZO layer.

Memory retention

Memristors are often used as artificial synapses in hardware-
based neuromorphic computing owing to their functional
similarities with the synapses, which provide a linkage among
the neighbouring neurons in the biological nervous
system. 6911262767 Mogtly, the learning and forgetting abil-
ities of the human brain have been utilized as criteria for
testing the potential of candidate memristor devices for Al-
related applications.”:920:28:49.67-70 The stretched exponential
function (SEF), given in eqn (2), is the simplest, most ade-
quate, and widely used tool for this purpose.>*>**871

¢c = Lo exp{—(t/7)"} (2)

where I, is the pre-factor, ¢, is the relaxation function, g is the
stretch index (0 < # < 1), and r is the characteristic relaxation
time. A careful understanding of the SEF reveals that when ¢ < z,
an abrupt drop of I, occurs, followed by a much slower decay
when ¢ > 7, which resembles the human memory behaviour, so
that the function is frequently used for memristor decay
quantification.?®®*”° The relaxation/retention loss behaviour of
the device was quantified by fitting the SEF as given in eqn (2).
In our fit, I, and ¢, are the normalized values of the current
read at 0.5 V, right after performing the SET operation at 4.5 V
and relaxing over a time ¢ (5 h), respectively. Parameters $ and =
can reveal the collective behaviour of all available relaxations
related to oxygen vacancies in a-IGZO-based memristors.>’

The relaxation data for our device were collected as follows
(refer to Fig. 7(a)). The first trial was conducted on the device
in the DC mode of SET at 4.5 V with a voltage sweep rate of 0.5
V s7'. As soon as the voltage reached 4.5 V, the bias was
removed, and the current was measured continuously for 5 h
with logarithmic intervals of time. The overall behaviour
exhibited by the relaxation plot was found to be similar to that
of the human brain. The initial decay related to short-term
plasticity (STP) is faster than the subsequent decay.**®*7° In
the case of the human brain, the short-term memory referred
to a small amount of information which holds for a short
period of time, typically not more than 30 s so that if the
holding period is >30 s, it would be under long-term
memory.>° However, the significant initial decay in our device

This journal is © The Royal Society of Chemistry 2023
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appears to be more than 30 s, which is much longer than the
STP limit.

The stretch index was found to have a value of approxi-
mately ~0.43, which is in good agreement with the literature
for a-IGZO based devices.>® However, only ~25% of the initial
current was decayed after 1 h of relaxation after the application
of the pulse train, which is small compared to many of the
earlier reports on a-IGZO-based memristors.””®® The relaxation
time constant has a value of ~5 x 10* s, which indicates the
potential application of the device as a functional entity in
memory or storage applications. The value of the relaxation
time constant for the trials with a lower number of stimulating
pulses (a single pulse) was found to be similar to that of the
DC stimulation case (refer to Fig. 7(a) and (d)).

Fig. 7(b) shows the pulsed response of the Al/a-IGZO/AlO,/
Al device for a pulse width of 3 ms. Potentiation was con-
ducted with an amplitude of 4.5 V for ~40 positive pulses, and
depression was conducted with an amplitude of 2.2 V for ~40
negative pulses. In the potentiation process, the current exhibi-
ted a linear response with an increase in the pulse number,
and the degree of linearity was found to be ~50%. In contrast,
the depression showed an abrupt drop in the current value.
The device immediately jumps down to depression from
potentiation, which is more rapid than its natural relaxation,
upon the application of a negative bias. It seems that the

This journal is © The Royal Society of Chemistry 2023

immediate drop originated from the rapid relaxation of the
carriers upon the application of the negative bias, as observed
in some of the a-IGZO-based devices.*

The effects of pulsed stimulation on relaxation dynamics are
summarized in Fig. 7(a), (c) and (d). Relaxation measurements
were performed after the stimulation of the device with pulses of
different widths (i.e., 3, 30 and 300 ms) and different number of
pulses (i.e., 1, 5, 10, and 25 times) for each pulse width. The value
of the stretch exponent increases with an increase in the number
of pulses, whereas the relaxation time constant lies within the
range of 10°-10° s for each pulse width. This indicates a change
in relaxation dynamics with an increased number of pulses and
the extent of stimulation (i.e., pulse width). To verify the nature of
the decay, a plot was constructed for the decay percentage of the
current at 5 h after pulsed stimulation for 300 ms pulses with a
set of pulse numbers, as shown in Fig. 7(e). It was found that the
decay percentage is reduced with the number of pulses used for
stimulation, which resembles the learning and forgetting patterns
of the human brain.>*%%

Conclusions

The electrical properties generated by the field-induced move-
ment of ionized oxygen vacancies/electrons and their inter-
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action with the associated atoms in the active material play a
critical role in resistance-based neuromorphic devices which
are implemented by mimicking the operational functionalities
of the human brain and the nervous system. In this study, an
analog resistive switching a-IGZO active layer memristor was
established by carefully controlling the electrode deposition
parameters. The abnormalities observed in the electrical
characteristics were resolved and explained by correlating the
surface roughness with the electrode deposition rate. The
major transport mechanism was found to be thermionic emis-
sion irrespective of the bias polarity, which occurred due to
the presence of a thin AlO, layer, which served as a Schottky
barrier, positioned at the a-IGZO/Al bottom interface. The
degradation of the hysteresis in the current over cycles was
also explained based on the slope analysis as the incomplete
neutralization of the ionized oxygen vacancies during the
negative bias due to microstructural modifications owing to
the continuous application of the electric field to the device.
This study is expected to enhance the in-depth understanding
of the operating principle of amorphous oxide-based neuro-
morphic devices and the realization of devices with a high
level of reliability during application.
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