@ nanomaterials

Article

Growth Temperature Influence on Atomic-Layer-Deposited
InyO3 Thin Films and Their Application in Inorganic Perovskite

Solar Cells

Umme Farva !, Hyeong Woo Lee 107, Ri-Na Kim 19, Dong-Gun Lee 2, Dong-Won Kang %*

check for

updates
Citation: Farva, U.; Lee, HW.;
Kim, R.-N.; Lee, D.-G.; Kang, D.-W.,;
Kim, J. Growth Temperature
Influence on Atomic-Layer-Deposited
Iny O3 Thin Films and Their
Application in Inorganic Perovskite
Solar Cells. Nanomaterials 2021, 11,
2047. https://doi.org/10.3390/
nano11082047

Academic Editor: Efrat Lifshitz

Received: 15 July 2021
Accepted: 8 August 2021
Published: 11 August 2021

Publisher’s Note: MDPI stays neutral
with regard to jurisdictional claims in
published maps and institutional affil-

iations.

Copyright: © 2021 by the authors.
Licensee MDPI, Basel, Switzerland.
This article is an open access article
distributed under the terms and
conditions of the Creative Commons
Attribution (CC BY) license (https://
creativecommons.org/licenses /by /
4.0/).

and Jeha Kim 1-*

Department of Energy Convergence Engineering, Cheongju University, Cheongju 28503, Korea;
ummefarva@gmail.com (U.F.); hwkj0224@gmail.com (H.W.L.); kimrina74@gmail.com (R.-N.K.)

School of Energy Systems Engineering, Chung-Ang University, Seoul 06974, Korea; padawan1215@naver.com
*  Correspondence: kangdwn@cau.ac.kr (D.-W.K.); jeha@cju.ac.kr (J.K.)

Abstract: Recently, indium oxide (InpOj3) thin films have emerged as a promising electron transport
layer (ETL) for perovskite solar cells; however, solution-processed In,O3 ETL suffered from poor
morphology, pinholes, and required annealing at high temperatures. This research aims to carry
out and prepare pinhole-free, transparent, and highly conductive InyOj3 thin films via atomic layer
deposition (ALD) seizing efficiently as an ETL. In order to explore the growth-temperature-dependent
properties of InpOj thin film, it was fabricated by ALD using the triethyl indium (Et3In) precursor.
The detail of the ALD process at 115-250 °C was studied through the film growth rate, crystal
structure, morphology, composition, and optical and electrical properties. The film growth rate
increased from 0.009 nm/cycle to 0.088 nm/cycle as the growth temperature rose from 115 °C to
250 °C. The film thickness was highly uniform, and the surface roughness was below 1.6 nm. Our
results confirmed that film’s structural, optical and electrical properties directly depend on film
growth temperature. Film grown at >200 °C exhibited a polycrystalline cubic structure with almost
negligible carbon impurities. Finally, the device ALD-In,O3 film deposited at 250 °C exhibited a
power conversion efficiency of 10.97% superior to other conditions and general SnO, ETL.

Keywords: atomic layer deposition; InpO3; XPS analysis; electrical properties; electron transport
layer; CsPbl,Br; perovskite solar cells

1. Introduction

Indium oxide, InyO3, has been widely considered in numerous applications in the
fields of optics, photovoltaic devices, thin-film transistors, sensors, and transparent win-
dows in liquid crystal displays [1-3] because of its excellent electrical properties as well
as high transparency in the visible spectrum [4,5]. In addition, bulk In,O3 has high car-
rier mobility (140-170 cm? V-1 s71) low resistivity, and excellent thermal and chemical
stability [6]. Perovskite solar cells (PSCs) have gained extensive attention over the past
decade because of their recent increased power conversion efficiency (PCE) from 3.8%
(2009) to certified 25.2% PCE [7] in a short span. As a result, it has been widely accepted
and has emerged as the fastest-growing photovoltaic technology of the current era. In
device architecture, wide bandgap, high electron mobility are required in those materials
that are appropriate for ETL. This ETL plays a critical role in effectively extracting the
electrons, and efficiently transporting photogenerated electrons from perovskite to ETL
at the ETL/perovskite interface constrains charge recombination. In planar PSCs, a thin,
compact TiO; layer is typically used as inorganic ETL and achieved remarkable PCEs [8].
For that, an excellent TiO; film requires thermal treatment at high temperatures of >500 °C,
which is incongruous for the fabrication for flexible substrate, including reducing PSCs’
stability due to its photocatalytic effect [9].

Recently, In,O3 has been put forward as a propitious alternative ETL in PSCs [10,11]
because of its wide bandgap energy (3.5-3.75 eV), deep conduction band (CB) with good
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energy level alignment and high stability. Moreover, its immense electrical properties,
comprehensive optical transparency, and antireflective nature make it a prominent ETL
material. Unfortunately, there are hardly any reports on In,O3;__based PSCs available. The
sol-gel-fabricated In,O3 ETL shows a power conversion efficiency of 14.83% with hysteresis
and a similar method related to upgradation up to 15.3% [10,12].

However, spin-coating In,O; films exhibited 14.63% PCE while a low-temperature
combustion solution process had 18.12% PCE [13,14]. These can be challenging as these
methods have some drawbacks, including poor morphology with a high density of pinholes
in InpO3 due to vigorous hydrolysis of In**. Apart from this, the above process requires
annealing at high temperatures (>300 °C) to remove the impurities and obtain highly
conductive, crystalline InyOj3 film, which is harmful to a flexible substrate and maximizes
the chance of recombination in devices. Along with this, so far, inorganic perovskite
materials have not to be employed on In,O3 ETL for PSCs. Consequently, these issues have
paid substantial interest in establishing a facile method to grow pinhole-free compact In,O3
films with controlled optical and electrical properties for organic or inorganic perovskite
solar cells.

Currently, several growth techniques have been conducted to develop the deposition
process, including spray pyrolysis [15], sol-gel, dc magnetron sputtering [16], electron beam
evaporation [17], pulsed laser deposition [18], and ALD to obtain good quality In,Os films.
The ALD method has received considerable attention because it can produce high-quality,
dense films with atomically precise coatings on various surfaces [19]. A sub-nanometer
film thickness and composition transmit light and transport carriers without any optical
and electrical loss. Additionally, ALD’s chemical reactions form reliable covalent linkages
between the ALD film and the underlying substrate can significantly enhance the stability
of deposited film [20].

Notably ALD precursors require some peculiar characteristics such as high reactivity,
sufficient vapor pressure, and good thermal stability. So far, indium precursors such as halo-
genated [21,22], metalorganic [23-25], organometallic [26-29], or indium compounds [30]
have been extensively utilized for ALD In,O3; deposition with restricted attainment. Halo-
genated precursors required a high growth temperature of 300-500 °C and have low
pressure, and ALD reaction byproduct HCI, which is corrosive, can make equipment deteri-
orate. While metalorganic precursors can be used in low-temperature ALD windows, they
are at the same time solid precursors, have some limitations as they have a high probability
of particle contamination. Moreover, they are not suitable for industrial application. The
organometallic liquid indium precursors are also employed for the ALD process, but the
result revealed low reactivity and steric hindrance due to the indium precursor’s bulk
size [23].

Previously ALD process uses commercially available liquid indium precursor tri-
ethylindium (Et3In) and O3, which was reported at relatively low deposition temperature
(50-250 °C), showed the high reactivity of Et;In with O3 [31]. However, no further study
exists yet with this novel precursor as it exhibited high-density good electrical performance
film among other indium precursors studied in the same report. It is evident that the film
morphology, crystallinity, chemical composition, and existing impurity lessens the optical
and electrical properties of the ensuing In, O3 film.

Therefore, in this work, we investigated a device-grade Iny O3 thin film with deposition
temperatures from 115 °C to 250 °C with control growth per cycle, performing a detailed
study of film growth by terms of morphology, crystallinity, chemical composition, binding
states, and enhance the electrical and optical properties to improve the seizing efficiently
as an ETL for the planar-type inorganic PSCs. Furthermore, the first-time CsPbl,Br-based
PSCs device performance using ALD-In, O3 films as ETLs deposited at 150, 200, and 250 °C
were fabricated and investigated.
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2. Materials and Methods
2.1. Film Growth

A commercial six-inch ALD chamber (iSAC Co. Ltd., iOV m100, Daejeon, Korea) was
used for film deposition. The InyOj3 thin films were deposited in the different growth tem-
peratures of 115-250 °C on two different types of substrates, Si (100) wafer (15 x 15 mm?),
(10 x 10 mm?), and soda-lime glass (SLG) (10 x 10 mm?). All the chemicals were reagent
grade and used as received. The substrates were cleaned ultrasonically with acetone, iso-
propanol, and deionized water for 30 min and then blown dry with N; gas. The substrates
were then loaded into the preheated ALD chamber; after that, the substrate was permitted
to outgas by Argon (Ar) purge in the ALD chamber for 20 min to clean and avoid con-
tamination. The EtzIn (iChems. Co., Hwaseong, Korea) precursor was in a stainless steel
canister. The bubbler temperature was maintained at 40 °C for obtaining an appropriate
vapor pressure for the ALD deposition process. Ar gas (99.99%) was used as a carrier gas
having a fixed flow rate of 50 sccm (standard cubic centimeter per minute), and working
pressure was maintained at 300 mTorr. An ozone reactant was generated by an ozone
generator using O, gas (99.99%). The ALD deposition cycle consists of sequence Et3In
pulse (0.3 s)-Ar purge (5 5)-O3 (2 s) pulse-Ar purge (10 s). The pulse time unit is given in
seconds (s). The heating chamber, the substrate, the bubbler temperatures, and the process
lines were controlled using a computer, and the gas flows were controlled by using mass
flow controllers (MFCs).

2.2. Materials for Device Fabrication

Cesium iodide (Csl; 99.999%, metals basis) and tin oxide (SnO,; 15 wt% in an H,O
colloidal dispersion) were purchased from Alfa Aesar (Seoul, Korea). Lead bromide
(PbBry; 99.999%, trace metals basis) was purchased from Sigma Aldrich (Seoul, Korea).
Lead iodide (Pbly; 99.99%, trace metals basis) was purchased from TCI (Seoul, Korea).
Poly[(9,9-dioctylfluorenyl-2,7-diyl)-co-(4,4'-(N-(4-secbutylphenyl)di-phenyl-amine))] (TFB)
was purchased from Sigma Aldrich. Poly (3-hexylthiophene-2,5-diyl) (P3HT) was pur-
chased from Rieke Metals (Lincoln, NE, USA). Dimethyl sulfoxide (DMSO; 99.8%) was
purchased from Samchun Chemicals (Seoul, Korea). Chlorobenzene (CBZ; 99.8%) was
purchased from Kanto Chemical (Tokyo, Japan). The CsPbl,Br perovskite precursor solu-
tion was prepared by dissolving an equimolar ratio of CsI (1.8 M), Pbl, (1.8 M), and PbBr,
(1.8 M) in DMSO. The perovskite precursor solution was stirred at 75 °C overnight.

2.3. Device Fabrication

Planar inorganic perovskite solar cells were fabricated with a device structure of
SLG/ITO/InyO3/CsPbl,Br/TFB/P3HT/Au. First 400 nm-thick ITO was deposited with
a resistance of 5 ()/sq by RF-sputtering method onto clean SLG substrate. Next, the
30 nm thin ETL was deposited at various growth temperatures by ALD onto the ITO
substrate. And then, the CsPbl,Br perovskite precursor was spin-coated onto the substrates
at 5000 rpm for 40 s. During spin-coating, hot air was blown to film using a hot air gun
(BOSCH, GHG20-63) for 10 s (the hot air temperature was 300 °C). The perovskite films
were annealed at 280 °C for 10 min on a hot plate. The substrates were transferred to a
nitrogen-filled glove box for the subsequent deposition. TFB (0.5 mg mL~! in CBZ) was
spin-coated onto a perovskite film at 5000 rpm for 30 s and annealed at 100 °C for 5 min.
P3HT (10 mg mL~! in CBZ) as hole transport layer was spin-coated onto the perovskite
light harvester at 3000 rpm for 30 s and then annealed at 100 °C for 5 min. Au electrodes
were prepared by thermal evaporation by defining an effective cell area of 4 mm? with a
shadow mask.

2.4. Film Characterization

To analyze the property of In,Oj3 film, Si (for AFM, Ellipsometer, SEM, and XPS)
and SLG (XRD, UV-visible, and Hall measurement) substrates were used. The thickness,
refractive index, and optical bandgap of the ALD deposited In,O; films were determined
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by an Ellipsometer (Model FS-1, Film sense, Lincoln, NE, USA, version: 1.69) with excel-
lent thickness precision <0.001 nm. The measurements at 65° angle of incidence and the
default refractive index were deduced at a single wavelength (A) of 633 nm. The surface
morphology was analyzed using scanning electron microscopy (SEM, JEOL, Tokyo, Japan,
JSM-7610F) to accelerate voltage = 15 keV at room temperature with a secondary electron
(SE) detector. The film’s topography and surface roughness were measured using an atomic
force microscope (AFM, Pucotech, Seoul, Korea) under ambient conditions using noncon-
tact mode. The crystallographic analysis of the ALD-In;Oj3 films was examined by X-ray
diffraction (XRD, Rigaku diffractometer, Tokyo, Japan) using the 20 method with CuK«
radiation (A = 1.5418 A). XRD results were obtained from 26 = 20-80° via step scan mode
(step size of 0.02° and step time of 3 s). The chemical binding properties, film impurity, and
O/In composition ratio were examined by X-ray photoelectron spectroscopy (PHI Quan-
tera II, Seoul, Korea) after removing surface contaminants via ionized Ar sputtering and
calibrated according to the C—C 1 s binding energy at 284.5 eV. The optical spectra of films
were measured in a wavelength range from 300 to 1400 nm by UV-VIS spectrophotometer
(Shimadzu, Kyoto, Japan, UV-2600). The electrical properties, like carrier concentration,
mobility, and resistivity of the prepared films InpO3 on SLG, were measured by the Van der
Pauw technique method by the Hall effect measurements system (Ecopia, Anyang, Korea,
HMS-3000). First, on the SLG sample, indium probe was put in contact at all four edges
and then loaded on a spring clipboard holder for use with the 0.51 Tesla magnet kit. The
measurement was conducted at room temperature.

2.5. Device Characterization

The current-voltage (J-V) curves of the fabricated PSCs were measured using a solar
simulator (PEC-L01, Peccell Technologies) under standard AM1.5 illumination (100 mW cm 2,
25 °C) in atmospheric air conditions.

3. Results
3.1. Film Growth Mechanism

In order to understand the reaction in the ALD chamber that occurs during the
deposition process, first, we interpreted the possible reaction mechanism between indium
precursor and oxidant. Typically, when Et;In and ozone molecules meet in the reaction
chamber by sequential flow, they react to form the In,O3 layer. Four repeated steps form
the ALD process, and the following growth can be divided into two reaction subcycles.
Each exposure is accomplished during the ALD process by precursor adsorption self-limits
of one monolayer of adsorbed precursor. In the first half-reaction, triethylindium molecules
chemisorbed onto the substrate’s surface oxygen atoms; it was possibly split into free
radicals of In* and organic species on the substrate surface (Equation (1)), which can be
shown as below:

xIn(C,Hs)3 — xIn*+3xCoH; () 1)

* denote free radicals. The excess Ets;In and gaseous byproducts should readily desorb from
the surface and be washed off from the reaction chamber during Ar purge. Therein ozone
decomposed to O, and O*, from which it was acting as the oxidizer (Equation (2)).

The second half-reaction completed the process with the reacts of adsorbed species on
the surface. Later Ar-purge evacuated the excess of all the byproducts. The overall ALD
chemical reaction can be suggested as:

4In(C2H5)3 (g) + 303 (g) — 2111203 (S) + XCnH2n+2 (g) + ndHZn () + H2C03 (g) (3)

The reaction during the production of In,O; film and possible byproducts are men-
tioned in Equation (3). However, the reaction mechanism is not as simple as predict above.
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It could be a complex process due to steric hindrance caused by the bulky ligand molecules.
Perhaps the ethyl groups cover reactive sites, and growth saturation is reached before every
reactive site is occupied; meanwhile, the reaction kinetics directly depends on the provided
activation energy.

3.2. Film Deposition: Thickness and Growth Rates

The self-limiting growth characteristics of Et3In and ozone surface reactions were
determined by In,Os film deposited at 150 °C and the pulse time of Et3In precursor was
investigated. The growth per cycle (GPC) value was calculated by dividing the obtained
film thickness by the number of cycles. Figure 1a shows a variation in the film GPC as
a function of the Et3In precursor pulse time at the growth temperature of 150 °C. The
ozone pulse time was fixed to 2 s, and the ALD cycles were 1000. A moderate variation
in the film thickness might make possible due to substrates influence (error & 2 nm). As
shown here, the GPC increased with increasing Et3;In dose time up to 0.3 s, and it was
saturated with the GPC of 0.035 nm/cycle, and the additional precursor pulse time did
not affect the film growth observed a relatively steady GPC. The saturation of the GPC
confirmed that an ALD growth was achieved through self-limited adsorption of Et3In.
We achieved the GPC with excellent reproducibility and uniformity of the In,O3 films
for a timing sequence of 0.3:5:2:10 s at 150 °C. The ALD GPC was determined by the
geometrical shape of the precursor molecules, the adsorbent’s density on the substrate
surface and the saturation of adsorption overcome when several adsorbed atoms can be
found by tightly packing the adsorbents on the surface sites [32]. Here, the deposition rate
at 150 °C was much higher than the values obtained using the other indium precursors in
previous studies: 0.027 nm/cycle at 200 °C [23], 0.029-0.033 nm/cycle at 150-300 °C [25],
0.010-0.016 nm/cycle at 100-250 °C [27]. It is noted that the optimized growth conditions
for set-up the ALD growth directly depend on the appropriate design of the reactor, choice,
and type of precursors, and also the type of oxidant; however, the precursor molecular size
was generally larger than the oxidant molecules. Thus, if Et3In is used as a precursor for
Iny, O3 growth, the oxidant’s nature may also influence the film growth rate. Furthermore,
the obtained refractive index (Figure 1a) of the thin films was found to be ~1.92-1.98 at
632.8 nm measured by ellipsometry, which were acceptable valves at the same deposition
condition.
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_ 0.044 454 |
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Figure 1. (a) The variation in the growth rate (M) and refractive index () of InyO3 films as a function of the Et3In precursor

pulse time at 150 °C (b) Inp,O; film thickness as a function of the number of ALD cycles for the film deposited at 150 °C on

the Si substrate (c) Variation in InyO3 film GPC at various growth temperatures.

Iny O3 thin films were grown with different cycle numbers from 800 to 1300 cycles at
150 °C on Si substrates by above-optimized pulse condition. Figure 1b shows that very
linear growth was observed, indicating self-limiting layer-by-layer growth behavior with
validating GPC of 0.035 nm/cycle. To determine the effect of deposition temperature on
the film growth, all In, O3 films were deposited for fixed 1000 ALD cycles with Et3In, and
ozone pulse times were 0.3 and 2 s, at various growth temperatures from 115 to 250 °C,
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respectively. Figure 1c displays the growth rate of ALD-In,Os thin films as a function of
growth temperature using the optimized pulse conditions. Figure 1c shows that the growth
rate was directly dependent on the deposition temperature, increasing with temperature
with no separate temperature window within which a constant growth rate was observed,
as reported earlier with other conditions [23,24]. Otherwise, our results are inconsistent
with the previous reports; ALD-deposited InyO; thin film with TMIn with ozone and
TEIn with ozone was proposed in ALD process windows between 100 and 200 °C [29,31]
and others [28]. Figure 1c shows that the growth rate of In,O3 increased drastically from
0.009 nm/cycle to 0.035 nm/cycle at a growth temperature of 115 to 150 °C. Abruptly, it
rose 0.066 nm/cycle at 200 °C and 0.088 nm/cycle at 250 °C. The steady increase in GPC
as the growth temperature increases can be explained by the thermal decomposition of
Et3In [33]. The results indicated that In precursor does not thermally decompose between
growth temperature ranges. It is noted that the thermolysis process enhanced at high
temperatures to decompose radical species that rapid reactant adsorption took place and
an increased film growth rate. Therefore, as temperature increases possibly enhanced the
reactivity of surface-adsorbed species with ozone due to thermal activation of adsorption
of Et3In [26]. Similar growth behavior results were observed in ALD-InyOs3 thin films using
the MesIn precursor with ozone reactant [29] at a growth temperature of 250 °C. Using
these obtained GPC, InyOj3 thin films were grown with different cycle numbers at 115, 200,
and 250 °C temperatures on Si substrates. The In,Os3 films thickness as a function of the
number of cycles at various growth temperatures shown in Figure S1. A near-perfect linear
fitting graph at all the growth temperatures, indicating precisely controlled layer-by-layer
growth behavior exhibited during the ALD process, confirms the self-limiting process.
The slope of the linear fitting procures a thickness of a film. As the growth temperature
increased, the film thickness drastically enhanced in the following order: 115, 150, 200, and
250 °C. We could conclude that the increase in thickness is directly affected by the number
of cycles applied at the appropriate temperature, confirming the ALD growth and GPC.

3.3. Crystal Structure

The structure and crystallinity of ALD-In,Oj3 thin films grown at 115, 150, 200, and
250 °C were investigated via XRD, shown in Figure 2. For XRD analysis, ALD-In,Os3 films
were deposited in 1000 cycles with varied film thickness at 150-250 °C and 36 nm thin
In; O3 film deposited at 115 °C, which has a similar thickness of 150 °C grown film. In,O3
films grown at 200 and 250 °C observed intense peaks at 26 of 21.7°, 30.9°, 33.1°, 35.6°,
42.1°, 46.0°, 51.4°, and 61.0° assigned to the (211), (222), (123), (400), (332), (431), (440),
and (622) planes, respectively. These were in good agreement with the standard JCPDS
#44-1087 of the cubic phase of the In,O3 [29,34,35], and films showed the polycrystalline
nature with a preferred orientation (222) plane. This kind of growth behavior has also been
identified by previous ALD growth [25-27,31]. On the other hand, in Iny; O3 films deposited
at a lower temperature, 115 °C, the crystalline structure of the thin film does not appear,
indicating the film surface was entirely amorphous, since the peaks associated with the
(222) plane were not observed at 115 °C, although (222) a plane peak appeared at 150 °C,
revealing the amorphous with nanocrystalline nature of the film. Finally, the XRD result
reveals that In,Oj3 films deposited at 115 °C were utterly amorphous, and the film grown
at 150 °C had mixed features.
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Figure 2. XRD patterns of ALD-In,Oj films deposited on various growth temperatures.

The crystallite size (D) of the In, O3 thin films grown at 200 and 250 °C were calculated
using the line broadening of the full width of half maximum (FWHM) of (222) prominent
peak and the well-known Debye-Scherer formula (Equation (4)) [36].

kA

- Bcos 6 @

where k is a constant valve of 0.94, A is the X-ray wavelength (0.154 nm), § is the FWHM
of the preferred (222) peak, and 0 is Bragg’s angle (in degrees). The grain size of In,O3
increased from 51.8 nm at 200 °C to 58.2 nm at 250 °C, showing a trend towards an upward
direction to the growth temperature. Besides this, the deposition temperature increased
from 200 °C to 250 °C, the relative intensity of the (222) diffraction peak increases rapidly,
and the FWHM valve reduces to 0.018°. The grain size enhanced as the increased growth
temperature has been attributed to the increase of nucleation density due to the high
thermal effect and the thickness effect, owing to enhancing electron mobility. According
to the XRD results, the film’s crystalline features are highly dependent on the growth
temperature of the In,O; films.

3.4. Surface Morphology

Scanning electron microscopy (SEM) was carried out to know the surface morphology
of 30 nm-thick ALD-In;Oj3 films deposited at temperatures ranging from 115 to 250 °C.
Here, in Figure 3, all prepared films were examined by SEM at high magnification (100,000).
The SEM images (Figure 3a,b) show the films deposited at 115 and 150 °C had no visible
structure or defects detected in the film. The film was smooth with congenital growth over
the substrate’s entire surface, along with a few larger grain particles detected at 150 °C.
However, high deposition temperatures of 200 °C and above showed an increase in grain
size (40—-45 nm) without visible pinholes, as displayed in Figure 3c,d. In addition, there
were increased particle sizes, agglomeration, and microstructure due to the thermal energy
effect. These findings were in agreement with the X-ray diffraction result. The In,Os
film grown at 200 and 250 °C deposition temperature showed polycrystalline features
with plenty of larger scattered particles indicating a rough surface at the high growth
temperature.
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Figure 3. Plain-view SEM images of In,Oj3 films deposited on the Si substrate at (a) 115 °C (b) 150 °C,
(c) 200 °C, and (d) 250 °C. All scale bars are 100 nm.

Figure 4a—d represents topography images of the 30 nm-thick ALD-In,Oj3 films grown
at 115, 150, 200, and 250 °C, respectively, studied using atomic force microscopy (AFM). The
root means square (RMS) roughness values of the films evaluated from the AFM images
were 0.836, 1.664, 1.514, and 1.576 nm with the experimental errors ARMS = £0.1 nm.
Thus, the film was grown at 115 °C shows a significantly smooth surface and contained
uniform grains with the lowest rough surface among all the deposited films, owing to
predicting the amorphous phase. Although Figure 4b shows that the film has a coarse
texture due to different sizes over the surface, as seen earlier in Figure 3b, which may be
due to the phase transition from amorphous to polycrystalline starting at 150 °C, which
might be a possible reason for the drastic increase in RMS roughness. Another possible
reason could be that residual physisorbed species exists at the film surface. Eventually, as
the growth temperature increases to 200 and 250 °C, these particles coalesced to form big
grains, and the overall surface became uniform and smooth, which possesses a relatively
slight decreased in roughness. Thus, the rough surface is ascribed to the influence of
thermally decomposed surface species or improved crystallinity of the films, and the grain
size becomes large, which is consistent with the SEM images.

3.5. Chemical Composition

The oxygen deficiency formed an n-type semiconductor oxide; hence, the oxygen
vacancy concentrations in In,O3 play a significant role in the carrier concentrations of films
and enhance the electrical property. The X-ray photoelectron spectroscopy (XPS) analysis
was performed to investigate the chemical bonding properties, stoichiometric information,
and the presence of impurities in the 30 nm-thick ALD-In,O; films deposited on bare
silicon substrates at 115, 150, 200, and 250 °C. Figure 5a presents the full survey spectrum,
revealing In and O peaks that confirm indium oxide growth. Here, in our study, we use
organometallic In precursor; therefore, carbon impurities might be present ingrown films.
The C1s peak was examined in the carbon binding states; however, the C peak was not
observed, revealing lesser impurities obtained in all prepared samples. For a detailed study;,
depth core level analysis of the deposited films was also examined.
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Figure 4. AFM images of In;Oj3 films deposited at (a) 115 °C, (b) 150 °C, (c) 200 °C, and (d) 250 °C.

Figure 5b—d shows the high-resolution XPS spectra of In3d (In3ds5,, and In3ds,,),
O1ls, and C1s core spectra, respectively, of ALD-In,Oj3 films using O3 plasma. Figure 5b
shows the In3ds5,, peak observed at 444.3, 444.4, 444.1, and 444.1 eV at 115-250 °C, indi-
cating In-O bond. The In3d5,, binding energies valves are close to the reported In,O3
(444.2 eV) [23,37]. Compared to the binding energy of In,O; film deposited at 150 °C, at
high growth temperatures of 200 and 250 °C, the In3d5,, core peak shifted slightly to the
lower binding energy of 0.3 eV. In metal bonding, the binding energy peak appeared at
443.6 eV [37,38]; thus, the lower binding energy is attributed to the oxygen vacancy in the
Iny O3 films. The distance between the In3d (In3d5,, and In3d3,,) spin-orbit peak to peak is
7.5 eV (taken from Figure 5b) confirms the materialization of In,O3 [37]. It is also shown
that the indium possesses 3" valency states in the In,O3 lattice structure in all the growth
temperatures. Our findings are consistent with the previous reports for ALD-Iny,O3 using
other precursors [24,25,29,30].

Figure 5c¢ shows the high-resolution scan in the O1s binding energy states, and the
peaks are deconvoluted into two subpeaks. The result is consistent with the In3d in
which O-In (metal oxide binding energy 529-530 eV) was formed. A strong peak with
a binding energy of 529.7 eV was observed at 115 and 150 °C, whereas, at high growth
temperatures of 200 and 250 °C, the O1s peak shifted towards slightly lower binding energy
(0.1 eV), the same trend as In binding states observed. This high-intensity strong peak
dovetails to the O bonds in the O-In lattice in the films [25,29,30,38]. Furthermore, this
peak intensity increased along with growth temperature owing to the strong bonding and
improved crystallinity of the grown films. Figure 5c shows that another oxygen peak of
the XPS spectrum Ols, metal carbonates at 531.1-531.8 eV, was detected at all deposition
temperatures. However, the peak intensity at lower growth temperatures was slightly
higher compared to high deposition temperatures. This peak can be recognized as either
surface or bulk hydroxyl-In species [24,29,38], perhaps originated from the incomplete
formation of In;O; lattice or the unreacted precursor molecules embedded into the film
surface. The Cls core XPS spectra of the deposited films were examined and shown in
Figure 5d. The C1s peaks were present in all the deposited temperatures, although it was
slightly observed at the higher growth temperature present in all films and hard to glide
by the ALD reaction process due to steric effect [23,28,29]. The reason could not be entirely
thermal deposition of indium precursor.



Nanomaterials 2021, 11, 2047

10 of 18

Atomic concentration (%)

Intensity (a.u.)

F

—115°C
—150 °C
—200°C
—250 °C

In 3d5

In 3d3

In 3p7
In 3p3
O1s

(a)

In4d

1)
w9
- cc
- | O 28

1200 1000 800 600 400 200

Intensity (a.u.)

545

100

Binding Energy (eV)

=== Raw data
———O—In
O1s

Fitted data
Qimpurity

529.6
530.5

=150 °C 529.7

— 100 °C O1s(In-0)

01s(C0O,"%)

529.7

531.1
~a

540 535 530
Binding Energy (eV)

525

80+

60

40

20+

0

-0
-e-1In
—4A-C

—a

(e)

o—0—=0

100 150 200

Growth Temperature (°C)

250

0

[O/In] Ratio

Intensity (a.u.)

295

1.7

Intensity (a.u.)

= Raw data
451.6

Fitted data |

(b)

= 250 °C|

Binding Energy (eV)

e
Fitted data

C1s (d)

290
Binding Energy (eV)

460 456 452 448 444 440 436

285 280

1.5-

-a-[O/In] (f)

\\\\\‘l-____..ff”'.

150 200
Growth Temperature (°C)

100

250

Figure 5. (a) Full survey XPS spectra of ALD prepared InyO3 films grown at 115 °C, 150 °C, 200 °C, and 250 °C; high-
resolution XPS spectra of (b) In 34 core level, (c) O 1s core level, (d) C 1s core level, and (e) XPS elemental depth profiles
(at.%). (f) [O/In] ratio of InyOj3 films grown at 115-250 °C.

The atomic concentrations of In, O, and C in the ALD-In, O3 films at various deposition
temperatures are displayed in Figure 5e. The film exhibited In (at.%) 37.74-39.28%, and O
(at.%) 60.05-59.44% span in all grown temperatures. Our target is to develop device-quality
impurity-free indium oxide films; henceforth, we ought to elaborate on the remaining
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surface residues in the films after the formation of InpO3. The possible impurity in the
In; O3 films might be C core on the surface or embedded in the film due to the ethyl
(-C2Hs) molecule present in the indium precursor. The total carbon contamination is
2.2 at.% at 115 °C grown film, which was the highest impurity among all ALD deposited
In,Oj3 films. The observed impurity can be ascribed to ethyl groups’ incomplete oxidation
at relatively low deposition temperatures [23-25,29]. Regarding the carbon content in
deposited films, C1s core persists 0.73, 0.64, 0.78, and 0.78 at.% as hydrocarbon (C-C and
C-H; binding energy ~284.8 eV) film deposited at 115 to 250 °C, respectively. Another C
peak (binding energy 289.5 eV), which can be assigned O-C=0 (metal-carbonate), was
also observed at 115 and 150 °C with 1.47 and 1.27 at.%, and at higher temperature (200
and 250 °C) carbonate impurity the figures decreased to 0.69 and 0.50 at.%, which also
can be seen in Figure 5d as the peak is close to disappearing. Finally, almost negligible
carbon was internalized 1.47 at.% in 200 °C and 1.28 at.% in 250 °C deposited films. The
existing impurities might lead to a lower carrier concentration of the ALD-InOj3 thin films
at low temperatures, and the carrier concentration drastically increased after removing
the impurities. The noticeable point is that interpretation of the O/In ratio using XPS
quantitative analysis is not highly precise despite considering the atomic sensitivity factors
of all elements. The O/In ratio in ALD-grown films is presented in Figure 5f. The O/In
ratio of 1.59 is at a low temperature, 115 °C, and 1.55 is at a higher temperature, 250 °C,
determined from the compositional depth profile (Figure 5e). Generally, based on the core
peaks obtained from In3d and Ols, the atomic ratio of indium oxide was nearly 1.5; thus, it
can be concluded that the amounts of oxygen vacancy are more than that of crystal lattice
O atoms. Each oxygen vacancy offers two electrons and an active site for the adsorption
of oxygen species. Nevertheless, the differences between the O/In ratios indicate the
remarkable phase controllability of the InOx ALD processes.

XPS analysis indicates that all films are In-enriched and have a higher density of
oxygen vacancies, anticipating the n-type conductivity [17], which we analyzed via the
Hall-effect and present in the next section. Our XPS results suggested that relatively pure
In, O3 film was deposited at a higher temperature, >200 °C since the impurity was close
to negligible (>1.4%), and the O/In ratios and the impurity level of the In,Oj3 films were
not strongly affected by the growth temperature. The analysis clarifies by employing more
purge during the ALD process, the detected impurities washed away from the reaction
chamber and procured the high-quality film from 150 to 250 °C growth temperature, as
below 150 °C, the deposited films may not be reliable for the device fabrication.

3.6. Optical Properties

The optical properties of the 30 nm-thick ALD-In,O3 grown at various temperatures
are depicted in Figure 6a. All the fabricated films were highly transparent as 80-97%
optical transmittance was in the visible region of 380-800 nm at all growth temperatures
as mandatory for this TCO category material. Moreover, the transmittance of films at
the wavelength of 550 nm was beyond 94%, suitable for a transparent electrode. The
transmittance of films slightly decreased with the increased growth temperature. This lower
transmittance at high deposition temperatures could be attributed to the film crystallization.
However, 150 °C grown film showed a lower transmittance than 200 °C, ascribed to a
slightly higher film roughness of 150 °C [24]. ALD-prepared 40 nm-thick In, O3 film using
the Et3In precursor and O3 at the growth temperature range of 50-250 °C determined the
optical transmission of over 80% in the wavelength range of 500-700 nm [31] and also our
films’ transmittance values are similar with previous ALD deposited In,O3 [23,24,26,28-30].
The films’ optical transmittance is related to film crystallinity. Grain boundaries enlarged
and the surface became slightly rough due to increased growth temperature.
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Figure 6. (a) The transmittance spectra with (inset) the variation of refractive index for the films
deposited at 115 °C, 150 °C, 200 °C, and 250 °C with 1000 ALD cycles, (b) Tauc plots of (ochv)? vs. hv
for extracting the optical bandgap energy and (inset) the extracted bandgap energy of In,Os films
grown at 115 °C, 150 °C, 200 °C, and 250 °C.

The refractive index (Rp) values of the prepared films deposited using a fixed number
of 1000 ALD cycles at different growth temperatures (115-250 °C) were also extracted
from the ellipsometry measurements at a wavelength of 632.8 nm. The refractive index
increased from 1.79 to 2.03, increasing growth temperature from 115 to 250 °C (Figure 6
(inset)). Pure InyO3 has a refractive index (n) around 2.5 [39], and it corresponds to the
density of the films. As the refractive index gives a crude insight into the films” density,
the low refractive index of films deposited at lower temperature suggests the films were
less dense, which is obvious considering the film’s porous morphology discussed in the
next paragraph. At the temperature of 115 °C, the refractive index value of 1.79 could be
explained by incorporating impurities in the films or unreacted ligands or physisorbed
species on the film surface. The chemical reactivity can enhance the formation of a dense,
pinhole-free film because of higher thermal energy. Hence, at higher temperatures over
150 °C, the densification of films increased the refractive index.

The optical bandgap energy was extracted using the Tauc plot [40]. According to
Equation (5), the bandgap has a direct relation with absorption coefficient and photon
energy:

ahv = A(hv — Eg)" 5)

where } is Planck’s constant, v is photo frequency, A is a constant, Eg is the optical bandgap,
and # is equal to 1/2 and 2 for direct transitions and indirect transitions. For this, the
fundamental absorption coefficient («) of the In,O3 film was evaluated from Lambert’s law
(Equation (6)) [41]
2
L ~In(T/(1-R)%) ©)
d

where d, T, and R are the film thickness, transmittance, and reflection of the particular film,
respectively. Figure 6b shows the variation in the (¢hv)? values of the InyOj3 films as a
function of photon energy. The nature of the plots indicates the existence of indirect optical
transitions. The bandgap of the films was obtained by using the extrapolation of the linear
portion of (xhv)? to an intersection with the x-axis. Figure 6b shows that the In,Oj3 thin films
exhibited bandgaps ranging from 3.82-3.75 eV. These values are consistent with reported
values of In,Os films deposited by ALD and other deposition methods [24,31]. On the
other hand, In,O; film deposited at 150 °C exhibits an optical bandgap at ~3.56 eV, similar
to the bulk single-crystalline cubic In,O3 (Eg = 3.55 eV) [35]. The result, lower optical
bandgap at 150 °C, contradicts the previous ALD-In,O3 report with the same indium
precursor (triethylindium) and ozone as the oxidant [31], although it has a consistent
ALD-In;Oj3 result with the trimethylindium and ozone precursor thin film deposited at
150 °C (Eg = 3.4 eV) [29]. The bandgap was narrowed due to electron-electron scattering
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and electron-impurity shielding effect in In,Os films [35]; hence, the degeneracy in the
carrier density in high oxide films effectively shifts the absorption edge towards the lower
energy.

3.7. Electrical Properties

The 30 nm-thick Iny,Os3 film was tested at room temperature using Hall Effect mea-
surement to evaluate the electrical properties. Figure 7 shows the deposition temperature
dependency on carrier concentration, resistivity, and mobility of In,Oj3 films fabricated at
various temperatures. The ALD-In,O; films exhibited a negative Hall coefficient indicating
that all the InyOj3 films show n-type characteristics because of intrinsic defects, such as O
deficiencies and interstitial In defects [42]. Noticeably, the film’s electrical properties were
observed towards the film deposition temperatures with controlled film thickness. The
carrier concentration of ALD grown films increased gradually (3.9 x 1015-1.5 x 1020 cm—3)
with growth temperature 115 to 200 °C and expectedly dropped to 2.6 x 10! cm~3 at
250 °C. Nonetheless, the carrier concentration of the In, O3 film was more than for In,O3
bulk single crystals [6,43]. There is a similar trend observed in the film resistivity. Initially,
at 115 °C, the film showed high electrical resistivity, 3.5 x 10! Q.cm, which rapidly dropped
to 6.1 x 1072 O.cm as the growth temperature increased to 150 °C. After that there was
a slight reduction of 4.6 x 1073 Q.cm at 200 °C, although it showed 1.4 x 1072 Q.cm
at the growth temperature of 250 °C. Thus, the film resistivity was more than the bulk
single-crystal valve [43]. This shows that the growth temperature significantly affects the
physical and chemical properties of the InyOj3 films. The result reveals that the carrier
concentration directly depends on the film stoichiometry composition and film purities,
such as after removal of the impurities, the carrier concentration drastically increases, as
confirmed from XPS examination (115-150 °C). The high carrier concentration and low
resistivity could be primarily accounted for by scattering the electrons from ionized and
neutral impurities and film crystallinity improvement to reduce the scattering originating
from grain boundaries [44]. While the deposition temperature increases, thermal energy ex-
cited the free electrons from the valence band into the conduction band, and as a result, the
forbidden energy gap expanded, which determined an increase in carrier concentration and
conductivity as the substantial impurity prohibited the movements of the electrons, which
had decreased the carrier concentration and conductivity. The high carrier concentrations
probably enhanced charge transfer.
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Figure 7. The variations in carrier concentration (M), resistivity (A), and Hall mobility (e) of the
In, O3 films deposited on a glass substrate as a function of the growth temperatures (115 °C, 150 °C,
200 °C, and 250 °C).

Figure 7 also shows a significant improvement in Hall mobility: 4.5, 9.9, 11.3 and
19.5 cm? V~! 571 in the deposition temperatures of 115 to 250 °C, attributed to highly
crystalline features from the amorphous ALD In,Oj3 films. The temperature dependence of
mobility is related to the scattering mechanisms of free electrons and acoustical phonon
scattering, a dominant mechanism in reactively sputtered polycrystalline In,Oj3 films,
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strongly degenerating [45]. The significant grain boundary scattering could ascribe the low
Hall mobility at low temperature due to small grain structure and high grain boundary
density, evidenced by the SEM examination, and the ionized impurity scattering is also the
dominant mechanism. It also increased as the temperature rose because more extensive
and denser grains were obtained at high deposition temperatures. This result can conclude
that carrier concentration and Hall mobility are no longer independent of each other.
Nevertheless, the high electron mobility of InyOj3 film was a benefit to enhance the charge
transfer and collection at the ETL/perovskite interface. Finally, compact, uniform, pinhole-
free In; O3 film with remarkable optoelectronic properties can effectively transfer charge
carriers from the perovskite and suppress charge recombination at the interface.

3.8. Photovoltaic Characteristics

Figure 8a illustrates a device schematic of the planar n-i-p configuration of ITO/ALD-
In,O3/CsPbl,Br/TFB/P3HT/Au to examine the impact ALD deposited In,O3 as ETL
resulting photovoltaic device performance. The solar cell device was fabricated on an
ITO/glass substrate. The 30 nm-thick In,Os3 films were deposited on the ITO substrates via
the ALD method. The CsPbl,Br inorganic perovskite photoactive layer deposited on ETL
followed by organic hole transport layer (HTL) was coated on the top of the perovskite,
come after the top Au electrode deposition. Figure 8b shows the corresponding energy
levels of each component of the PSC device. The valence band and conduction band value
of InyO3 shown in Figure 8b is taken from the earlier report [10]. The energy band structure
is expected to facilitate charge collection, guiding electrons and holes to move in opposite
directions across the entire perovskite layer to the In,Oj3 electron transporting layer and
TFB/P3HT hole transporting layer.
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Figure 8. (a) Schematic of the device structure of the inorganic perovskite solar cell and (b) energy
level diagram (c) J-V characteristics of CsPbI, Br PSCs with SnO; nanoparticles, ALD-In,O3 (deposited
at 150 °C, 200 °C, and 250 °C).
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Most importantly, ALD grown In,O3 has never been used as ETL for PSCs. There-
fore, to compare In,O3 as ETL, we used another already establishing ETL layer, sol-gel
SnO; [45], and fabricated the device with replaced the ALD-In,O3 instead of SnO, based
PSCs. Furthermore, to influence the effect of ALD deposition temperature on the device
performance, we used In,O3 deposited at various growth temperatures (150 °C, 200 °C,
and 250 °C). The J-V characteristics of the devices based on growth temperature-dependent
In,O3 ETLs were measured under AM 1.5 illumination in atmospheric air conditions, and
the resulting device parameters such as short-circuit current density (Jsc), open-circuit
voltage (Voc), fill factor (FF), and power conversion efficiency (1) are summarized in
Table 1. The corresponding current density-voltage (J-V) curves are shown in Figure 8c.

Table 1. Photovoltaic parameters of CsPbI, Br PSCs with SnO, nanoparticles ETL and ALD-In,O3
ETLs deposited at 150 °C, 200 °C, and 250 °C under AM1.5 illumination.

ETL Voc [V Jsc [mA cm—2] FF [%] PCE [%]

SnO, 1.12 12.54 67.89 9.52
In, O3 150 °C 1.10 13.18 67.37 9.77
In, O3 200 °C 1.15 12.13 68.54 9.53
InyO3 250 °C 1.13 13.64 70.99 10.97

The without InyO3 ETL, SnO;-controlled device exhibited a PCE of only 9.52%, with
open-circuit voltage (Voc) of 1.12, short circuit current density (Jsc) of 12.54 mAcm 2,
and fill factor (FF) of 67.89% under the same condition. Contrarily, the modified ETL to
ALD-InyO3 can effectively improve the device’s performance. Figure 8c clearly shows that
the PCE was enhanced, and the best performance with ALD-In,O3 was 250 °C grown film,
exhibited JSC of 13.64 mA /cm? FF of 70.99%, and Voc of 1.13 V, which yielded remarkable
PCE of 10.97%. In contrast, the PSC fabricated with 200 °C grown ALD-InyOs film has a
low Jsc of 12.13 mA /cm?, FF of 68.54%, and a slight high Voc of 1.15 V, and the lowest
PCE of 9.53%. Although the InyO5 film deposited at 150 °C displays the improved Jsc of
13.18 mA /cm?, dropped FF of 67.37%, and Voc of 1.10 V, resulting in the PCE of 9.77%.
The reduced V¢ and FF observed in PSC fabricated with 150 °C ALD-In,O3 indicated the
recombination is increased at the ETL /Perovskite interface.

Compared to the 250 °C InyO3 ETL device, PSCs based on 150 °C and 200 °C ALD-
In, O3 exhibited low Jsc. Usually, the high conductivity of ETL may cause current leakage,
and may this could be a possible reason for the drop of Jgc at <200 °C. Whereas, at 250 °C,
increased Jsc is mainly attributed to an enhanced electron extraction at the ETL /perovskite
interface, including reduced charge recombination contributing to remarkably enhanced
FF [46].

The film quality of InyOs is critical for charge transfer and collection, and the result sug-
gested that the ALD-In, O3 film is much more efficient than conventional solution-processed
SnO; nanoparticles ETL. The device result indicated that the solar cell performance di-
rectly depends on the film morphology, crystallinity, high mobility, and wide bandgap
and electrical properties of InyOs films that contribute to the performance improvement
of PSCs. High-quality InyO3 ETLs efficiently transferred charge carriers and suppressed
change recombination, improving the Jsc, FF, and PCE, unless V¢ is higher in 200 °C
deposited InyO3 based devices. The low V¢ of the device (250 °C ALD-InyO3) was mainly
attributed to the charge recombination, which led to the Vo loss [13]. The 120 nm-thick
and 40 nm-thick In,O3 films made by sol-gel method followed by annealing at 200 °C
with fabricated organic-inorganic hybrid-type PSCs achieved a PCE of 13.01% [10] and
15.3% [12]. In addition, we estimated the hysteresis index (HI) values as indicated in
Figure S2 and Table S1. Only the In,O3 sample made at 200 °C exhibited the HI value
similar to the control device using solution-processed SnO, ETL. On the other hand, other
Iny,O3 samples made at 150 and 250 °C revealed a considerably decreased HI, ascribed
to the relatively compact structure of ALD InyOj3 thin film. Our best condition of In,O3
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made at 250 °C meets the highest PCE and lowest HI value, surpassing conventional
solution-based SnO, ETL.

Our PSCs device result is comparable to previous reports as here we used inorganic
perovskite materials, which have more stability. Overall, the present work provided new
insight into ALD-In;O3 can be a promising ETL material for advancing planar PSCs’
performance.

4. Conclusions

Low-temperature-processed, device-quality In,Os3 thin films were successfully de-
posited by the ALD method. These have been fully characterized and mobilized as ETL
for planar PSCs. The self-limiting phenomena through the nucleation and film properties
were significantly dependent on the deposition temperature. It is worth observing that
the film GPC value steeply increased from 0.035 nm/cycle to 0.088 nm/cycle between the
growth temperatures of 150 and 250 °C due to the rapid dissociation of EtsIn precursor. An
amorphous phase turned to the polycrystalline cubic at >200 °C, including a high transmit-
tance of >81-97% in the visible region obtained at all the growth temperatures. At 200 °C
and above, the film obtained high conductivity with reduced resistivity (4.6 x 1073 and
1.4 x 1072 O-cm) and high carrier concentration (1.5 x 10% and 2.6 x 10! em™3). The
compact, pinhole-free In,Oj3 film with remarkable optoelectronic properties could effec-
tively transfer charge carrier from the perovskite and suppressed charge recombination
at the interface. The ALD In,Oj3 layer was deposited at 250 °C while the fabricated PSCs
exhibited the Jsc, FF, and PCE'’s best device performance as 13.64 mA/ cm?, 70.99%, and
10.97%, respectively. The above findings corroborate that InyO3 can be a possible alternative
material for basic ETL to achieve efficient perovskite solar cells.
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.3390/nano011082047 /s1, Figure S1: The variation in ALD grown In, O3 film thickness as a function of
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observation for developed CsPbl,Br perovskite solar cells with different ETLs; Table S1. Photovoltaic
parameters and hysteresis index of fabricated CsPbl,Br perovskite solar cells with different ETLs.

Author Contributions: Conceptualization, U.F,, D.-W.K. and J.K.; methodology, U.E, HW.L., R-N.K.
and D.-G.L.; formal analysis, U.E; investigation, U.F., HW.L., R.-N.K. and D.-G.L.; resources, D.-W.K.
and J.K.; data curation, U.F.; writing—original draft preparation, U.E; writing—review and editing,
U.E, D.-WK. and ] K; visualization, U.F.; supervision, D.-W.K. and J.K.; project administration, ] K.;
funding acquisition, ].K. All authors have read and agreed to the published version of the manuscript.

Funding: This work was supported by the Korea Institute of Energy Technology Evaluation and
Planning (KETEP) and the Ministry of Trade, Industry & Energy (MOTIE) of the Republic of Korea
[No. 20193091010160]. This research was also supported by the Technology Development Program
to Solve Climate Changes of the National Research Foundation (NRF), funded by the Ministry of
Science, ICT & Future Planning [NRF-2017M1A2A2087577]. This research was supported by the
Industry University Convergence Area R&D Program from the Ministry of Trade, Industry, and
Energy through Chungbuk Energy Institute for Industry-University Convergence (CBE-2020-04).

Institutional Review Board Statement: Not applicable.
Informed Consent Statement: Not applicable.
Data Availability Statement: Not applicable.

Conflicts of Interest: The authors declare no conflict of interest. The funders had no role in the design
of the study; in the collection, analyses, or interpretation of data; in the writing of the manuscript, or
in the decision to publish the results.

1. Ju,S.; Facchetti, A.; Xuan, Y; Liu, J.; Ishikawa, F; Ye, P.; Zhou, C.; Marks, T].; Janes, D.B. Fabrication of fully transparent nanowire
transistors for transparent and flexible electronics. Nat. Nanotechnol. 2007, 2, 378-384. [CrossRef]


https://www.mdpi.com/article/10.3390/nano11082047/s1
https://www.mdpi.com/article/10.3390/nano11082047/s1
http://doi.org/10.1038/nnano.2007.151

Nanomaterials 2021, 11, 2047 17 of 18

10.

11.

12.

13.

14.

15.

16.

17.

18.

19.

20.

21.

22.

23.

24.

25.

26.

Shen, G.; Liang, B.; Wang, X.; Huang, H.; Chen, D.; Wang, Z.L. Ultrathin InpO3 nanowires with diameters below 4 nm: Synthesis,
reversible wettability switching behavior, and transparent thin-film transistor applications. ACS Nano 2011, 5, 6148-6155.
[CrossRef]

Senapati, S.; Nanda, K.K. Wide-range thermometry at micro/nano length scales with In,O3 octahedrons as optical probes. ACS
Appl. Mater. Interfaces 2015, 7, 23481-23488. [CrossRef]

Koida, T.; Ueno, Y.; Nishinaga, J.; Higuchi, H.; Takahashi, H.; lioka, M.; Shibata, H.; Niki, S. Cu(In,Ga)Se; solar cells with
amorphous InyOs-based front contact layers. ACS Appl. Mater. Interfaces 2017, 9, 29677-29686. [CrossRef] [PubMed]

Peelaers, H.; Kioupakis, E.; Walle, C.G.V.d. Limitations of In,O3 as a transparent conducting oxide. Appl. Phys. Lett. 2019, 115,
082105. [CrossRef]

Galazka, K.; Irmscher, K.; Pietsch, M.; Schulz, T.; Uecker, R.; Klimm, D.; Fornari, R. Effect of heat treatment on properties of
melt-grown bulk InyOj3 single crystals. CrystEngComm 2013, 15, 2220-2226. [CrossRef]

National Renewable Energy Laboratory. Best Research—Cell Efficiencies. Available online: https://www.nrel.gov/pv/cell-
efficiency.html (accessed on 8 January 2020).

Zhu, W.; Chai, W.; Chen, D.; Ma, J.; Chen, D.; Xi, H.; Zhang, J.; Zhang, C.; Hao, Y. High-efficiency (>14%) and air-stable
carbon-based, all-inorganic CsPbl,Br perovskite solar cells through a top-seeded growth strategy. ACS Energy Lett. 2021, 6,
1500-1510. [CrossRef]

Shahiduzzaman, M.; Ashikawa, H.; Kuniyoshi, M.; Visal, S.; Sakakibara, S.; Kaneko, T.; Katsumata, T.; Taima, T.; Iwamori, S.;
Isomura, M.; et al. Compact TiO;, / Anatase TiO; single-crystalline nanoparticle electron-transport bilayer for efficient planar
perovskite solar cells. ACS Sustain. Chem. Eng. 2018, 6, 12070-12078. [CrossRef]

Qin, M.; Ma, J.; Ke, W.; Qin, P; Lei, H.; Tao, H.; Zheng, X.; Xiong, L.; Liu, Q.; Chen, Z.; et al. Perovskite solar cells based on
low-temperature processed indium oxide electron selective layers. ACS Appl. Mater. Interfaces 2016, 8, 8460-8466. [CrossRef]
Apostolopoulou, A.; Sygkridou, D.; Rapsomanikis, A.; Kalarakis, A.N.; Stathatos, E. Enhanced performance of mesostructured
perovskite solar cells in ambient conditions with a composite TiO,_Iny,O3 electron transport layer. Sol. Energy Mater. Sol. Cells
2017, 166, 100-107. [CrossRef]

Chen, P; Yin, X,; Qie, M.; Liu, X.; Que, W. Low temperature solution processed indium oxide thin films with reliable photoelectro-
chemical stability for efficient and stable planar perovskite solar cells. J. Mater. Chem. A 2017, 5, 9641-9648. [CrossRef]

Yoon, S.; Kim, S.J.; Kim, H.S; Park, ].-S.; Han, LK; Jung, ].W.; Park, M. Solution-processed indium oxide electron transporting
layers for high-performance and photo-stable perovskite and organic solar cells. Nanoscale 2017, 9, 16305-16312. [CrossRef]
[PubMed]

Guo, X,; Lin, Z.; Ma, J.; Hu, Z.; Su, J.; Zhang, C.; Zhang, J.; Chang, J.; Hao, Y. Low-temperature combustion synthesized indium
oxide electron transport layer for high performance and stable perovskite solar cells. ]. Power Sources 2019, 438, 226981. [CrossRef]
Faber, H.; Lin, Y.-H.; Thomas, S.R.; Zhao, K.; Pliatsikas, N.; Mclachlan, M.A.; Amassian, A.; Patsalas, P.A.; Anthopoulos, T.D.
Indium oxide thin-film transistors processed at low temperature via ultrasonic spray pyrolysis. ACS Appl. Mater. Interfaces 2015,
7,782-790. [CrossRef] [PubMed]

Hotovy, I.; Pezoldt, J.; Kadlecikova, M.; Kups, T.; Spiess, L.; Breza, J.; Sakalauskas, E.; Goldhahn, R.; Rehace, V. Structural
Characterization of Sputtered Indium Oxide Films Deposited at Room Temperature. Thin Solid Films 2010, 518, 4508-4511.
[CrossRef]

Senthilkumar, V.; Vickraman, P. Annealing temperature dependent on structural, optical and electrical properties of indium oxide
thin films deposited by electron beam evaporation method. Curr. Appl. Phys. 2010, 10, 880-885. [CrossRef]

Nistor, M.; Gherendi, E; Perrire, ]. Degenerate and non-degenerate In,Os thin films by pulsed electron beam deposition. Mater.
Sci. Semicond. Process. 2018, 88, 45-50. [CrossRef]

Miikkulainen, V.; Leskeld, M.; Puurunen, R.L. Crystallinity of inorganic films grown by atomic layer deposition: Overview and
general trends. J. Appl. Phys. 2013, 113, 021301. [CrossRef]

Asundi, A.S.; Raiford, ].A.; Bent, S.F. Opportunities for atomic layer deposition in emerging energy technologies. ACS Energy Lett.
2019, 4, 908-925. [CrossRef]

Asikainen, T.; Ritala, M.; Leskeld, M.; Prohaska, T.; Friedbacher, G.; Grasserbauer, M. AFM and SEM studies on In,O3 and ITO
thin films deposited by atomic layer epitaxy. Appl. Surf. Sci. 1996, 99, 91-98. [CrossRef]

Ritala, M.; Asikainen, T.; Leskeld, M. Enhanced growth rate in atomic layer Epitaxy of indium oxide and indium-tin oxide thin
films. Electrochem. Solid-State Lett. 1998, 1, 156—157. [CrossRef]

Han, J.H,; Jung, E.A.; Kim, H.Y,; Kim, D.H.; Park, B.K.; Park, J.-S.; Son, S.U.; Chung, T.-M. Atomic layer deposition of indium
oxide thin film from a liquid indium complex containing 1-dimethylamino-2-methyl-2-propoxy ligands. Appl. Surf. Sci. 2016, 383,
1-8. [CrossRef]

Agbenyeke, RE.; Jung, E.A,; Park, B.K.; Chung, T.-M.; Kim, C.G.; Han, ].H. Thermal atomic layer deposition of In,Oj3 thin films
using dimethyl(N-ethoxy-2,2-dimethylcarboxylicpropanamide)indium and H,O. Appl. Surf. Sci. 2017, 419, 758-763. [CrossRef]
Han, J.H.; Park, B.K.; Chung, T.-M. Atomic layer deposition of pure In,Oj3 films for a temperature range of 200-300 °C using
heteroleptic liquid In(DMAMP),(O'Pr) precursor. Ceram. Int. 2020, 46, 3139-3143. [CrossRef]

Elam, ].W.; Martinson, A.B.E; Pellin, M.].; Hupp, ].T. Atomic layer deposition of In,O3 using cyclopentadienyl indium; a new
synthetic route to transparent conducting oxide films. Chem. Mater. 2006, 18, 3571-3578. [CrossRef]


http://doi.org/10.1021/nn2014722
http://doi.org/10.1021/acsami.5b05675
http://doi.org/10.1021/acsami.7b07092
http://www.ncbi.nlm.nih.gov/pubmed/28828852
http://doi.org/10.1063/1.5109569
http://doi.org/10.1039/C2CE26413G
https://www.nrel.gov/pv/cell-efficiency.html
https://www.nrel.gov/pv/cell-efficiency.html
http://doi.org/10.1021/acsenergylett.1c00325
http://doi.org/10.1021/acssuschemeng.8b02406
http://doi.org/10.1021/acsami.5b12849
http://doi.org/10.1016/j.solmat.2017.03.024
http://doi.org/10.1039/C7TA00183E
http://doi.org/10.1039/C7NR05695H
http://www.ncbi.nlm.nih.gov/pubmed/29048085
http://doi.org/10.1016/j.jpowsour.2019.226981
http://doi.org/10.1021/am5072139
http://www.ncbi.nlm.nih.gov/pubmed/25490965
http://doi.org/10.1016/j.tsf.2009.12.018
http://doi.org/10.1016/j.cap.2009.10.014
http://doi.org/10.1016/j.mssp.2018.07.024
http://doi.org/10.1063/1.4757907
http://doi.org/10.1021/acsenergylett.9b00249
http://doi.org/10.1016/0169-4332(96)00110-9
http://doi.org/10.1149/1.1390669
http://doi.org/10.1016/j.apsusc.2016.04.120
http://doi.org/10.1016/j.apsusc.2017.05.066
http://doi.org/10.1016/j.ceramint.2019.10.018
http://doi.org/10.1021/cm060754y

Nanomaterials 2021, 11, 2047 18 of 18

27.

28.

29.

30.

31.

32.

33.
34.

35.

36.

37.

38.

39.

40.

41.

42.

43.

44.

45.

46.

Libera, J.A.; Hryn, ].N.; Elam, ].W. Indium oxide atomic layer deposition facilitated by the synergy between oxygen and water.
Chem. Mater. 2011, 23, 2150-2158. [CrossRef]

Maeng, W.J.; Choi, D.-W,; Park, J.; Park, J.-S. Atomic layer deposition of highly conductive indium oxide using a liquid precursor
and water oxidant. Ceram. Int. 2015, 41, 10782-10787. [CrossRef]

Mane, A.U.; Allen, AJ.; Kanjolia, R.K.; Elam, ].W. Indium oxide thin films by atomic layer deposition using trimethylindium and
ozone. J. Phys. Chem. C 2016, 120, 9874-9883. [CrossRef]

Maeng, W.J.; Choi, D.-W.; Chung, K.-B.; Koh, W.; Kim, G.-Y.; Choi, S.-Y.; Park, ].-S. Highly conducting transparent, and flexible
indium oxide thin film prepared by atomic layer deposition using a new liquid precursor Et;InN(SiMe3),. ACS Appl. Mater.
Interfaces 2014, 6, 17481-17488. [CrossRef]

Maeng, W.J.; Choi, D.-W.; Park, J.; Park, J.S. Indium oxide thin films prepared by low temperature atomic layer deposition using
liquid precursors and ozone oxidant. J. Alloys Compd. 2015, 649, 216-221. [CrossRef]

Onn, T.M.; Kiingas, R.; Fornasiero, P.; Huang, K.; Gorte, R.J. Atomic layer deposition on porous materials: Problems with
conventional approaches to catalyst and fuel cell electrode preparation. Inorganics 2018, 6, 34. [CrossRef]

Sokolovskii, A.E. Thermal decomposition of triethylindium. Russ. J. Gen. Chem. 2018, 88, 1745-1747. [CrossRef]

Wang, C.Y,; Cimalla, V.; Romanus, H.; Kups, T.; Ecke, G.; Stauden, T.; Ali, M.; Lebedev, V.; Pezoldt, J.; Ambacher, O. Phase
selective growth and properties of rhombohedral and cubic indium oxide. Appl. Phys. Lett. 2006, 89, 011904. [CrossRef]

King, PD.C,; Veal, T.D,; Fuchs, F.; Wang, C.Y.; Payne, D.J.; Bourlange, A.; Zhang, H.; Bell, G.R.; Cimalla, V.; Ambacher, O.; et al.
Bang gap, electronic structure, and surface electron accumulation of cubic and rhombohedral In,O3. Phys. Rev. 2009, B79, 205211.
[CrossRef]

Uvarov, V.; Popov, I. Metrological characterization of X-ray diffraction methods for determination of crystallite size in nano-scale
materials. Mater. Charact. 2007, 58, 883-891. [CrossRef]

Wagner, C.D.; Riggs, W.M.; Davis, L.E.; Moulder, ].F.; Muilenberg, G.E. Handbook of X-ray Photoelectron Spectroscopy; Perkin-Elmer
Cooperation: Minneapolis, MN, USA, 1979; pp. 39-117.

Reddy, LN.; Reddy, C.V.; Cho, M.; Shim, J.; Kim, D. Structural, optical, and XPS study of thermal evaporated In,Oj3 thin films.
Mater. Res. Express 2017, 4, 086406. [CrossRef]

Medenbach, O.; Siritanon, T.; Subramanian, M.A.; Shannon, R.D.; Fischer, R.X.; Rossman, G.R. Refractive index and optical
dispersion of InyO3, InBO3 and gahnite. Mater. Res. Bull. 2013, 48, 2240-2243. [CrossRef]

Wood, D.L.; Tauc, J. Weak absorption tails in amorphous semiconductors. Phys. Rev. B 1972, 5, 3144-3151. [CrossRef]

Bube, R.H. Electronic Properties of Crystalline Solids, 1st ed.; Academic Press: London, UK, 1974.

Preissler, N.; Bierwagen, O.; Ramu, A.T.; Speck, ].S. Electrical transport, electrothermal transport, and effective electron mass in
single-crystalline InyOj3 films. Phys. Rev. B 2013, 88, 085305. [CrossRef]

Frischbier, M.V.; Wardenga, H.F.; Weidner, M.; Bierwagen, O.; Jia, J.; Shigesato, Y.; Klein, A. Influence of dopant species and
concentration on grain boundary scattering in degenerately doped In,Oj thin films. Thin Solid Films 2016, 614, 62—68. [CrossRef]
Koida, T. Amorphous and crystalline In,O3-based transparent conducting films for photovoltaics. Phys. Status Solidi 2016, 214,
1600464. [CrossRef]

Jeong, S.; Seo, S.; Park, H.; Shin, H. Atomic layer deposition of a SnO, electron-transporting layer for planar perovskite solar cells
with a power conversion efficiency of 18.3%. Chem. Commun. 2019, 55, 2433-2436. [CrossRef]

Yang, B.; Ma, R;; Wang, Z.; Ouyang, D.; Huang, Z.; Lu, J.; Duan, X; Yue, L.; Xu, N.; Choy, W.C.H. Efficient gradient potential top
electron transport structures achieved by combination an oxide family for inverted perovskite solar cells with high efficiency and
stability. ACS Appl. Mater. Interfaces 2021, 13, 27179-27187. [CrossRef] [PubMed]


http://doi.org/10.1021/cm103637t
http://doi.org/10.1016/j.ceramint.2015.05.015
http://doi.org/10.1021/acs.jpcc.6b02657
http://doi.org/10.1021/am502085c
http://doi.org/10.1016/j.jallcom.2015.07.150
http://doi.org/10.3390/inorganics6010034
http://doi.org/10.1134/S1070363218080297
http://doi.org/10.1063/1.2219125
http://doi.org/10.1103/PhysRevB.79.205211
http://doi.org/10.1016/j.matchar.2006.09.002
http://doi.org/10.1088/2053-1591/aa7f59
http://doi.org/10.1016/j.materresbull.2013.02.057
http://doi.org/10.1103/PhysRevB.5.3144
http://doi.org/10.1103/PhysRevB.88.085305
http://doi.org/10.1016/j.tsf.2016.03.022
http://doi.org/10.1002/pssa.201600464
http://doi.org/10.1039/C8CC09557D
http://doi.org/10.1021/acsami.1c05284
http://www.ncbi.nlm.nih.gov/pubmed/34087063

	Introduction 
	Materials and Methods 
	Film Growth 
	Materials for Device Fabrication 
	Device Fabrication 
	Film Characterization 
	Device Characterization 

	Results 
	Film Growth Mechanism 
	Film Deposition: Thickness and Growth Rates 
	Crystal Structure 
	Surface Morphology 
	Chemical Composition 
	Optical Properties 
	Electrical Properties 
	Photovoltaic Characteristics 

	Conclusions 
	References

