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Abstract: Copper indium oxide (CuyIn,Os) thin films were deposited by the RF magnetron sputtering
technique using a CupO:InyO5 target. The films were deposited on glass and quartz substrates at
room temperature. The films were subsequently annealed at temperatures ranging from 100 to 900 °C
in an O; atmosphere. The X-ray diffraction (XRD) analysis performed on the samples identified
the presence of CuyIn;Os5 phases along with CulnO; or InyOj3 for the films annealed above 500 °C.
An increase in grain size was identified with the increase in annealing temperatures from the XRD
analysis. The grain sizes were calculated to vary between 10 and 27 nm in films annealed between
500 and 900 °C. A morphological study performed using SEM further confirmed the crystallization
and the grain growth with increasing annealing temperatures. All films displayed high optical
transmission of more than 70% in the wavelength region of 500-800 nm. Optical studies carried out
on the films indicated a small bandgap change in the range of 3.4-3.6 eV during annealing.

Keywords: CuyIn,Os; RF sputtering; annealing studies; optical characteristics; XRD; morphology
studies; optical bandgap

1. Introduction

Transparent conducting oxides (TCOs) have a unique ability to allow visible light
to pass through, and to conduct electricity. TCOs find many applications in solar cells,
optical displays, reflective coatings, light emission devices, low-emissivity windows, elec-
trochromic mirrors, UV sensors and windows, defrosting windows, electromagnetic shield-
ing, and transparent electronics [1-6]. The bulk of research conducted on TCOs involves
n-type TCOs for creating devices [7-12]. Many transparent electronic applications require
the necessity of p-type TCOs. An early attempt to synthesize a p-type TCO from CuAlO,
by the laser ablation method was reported by Kawazoe et al. [13]. Recently, researchers
have been looking at the copper indium oxide- and copper gallium oxide-based thin film
materials for possible p-type TCO applications [14-27]. Nair et al. fabricated a transparent
thin-film p—n junction consisting of Ca and tin-doped CulnO; [28]. Further, Nair et al.
reported the potential use of CulnO; for thermoelectric applications [29]. CuyIn;Os is
another phase of Cu-In-based oxide. There has not been a lot of work conducted on
CuyInyOs. Synthesis of CuyInyOs has been reported only using either smeltering or chemi-
cal processes [20,21]. The chemical processes include synthesizing Cu,In,Os from aqueous
solutions of nitrates, chlorides, and sulfates of Cu, In, and Ga [20]. At this moment, there
have not been many attempts to investigate CuyIn,Os deposited by RF magnetron sput-
tering. RF magnetron sputtering allows films to be deposited with high uniformity and
homogeneity as well as providing the capability to control the film thickness and deposition
rate [30]. It has an additional advantage of having a low cost as well as the ability to achieve
large-area deposition. In this work, the focus was on the deposition of CuyIn,Os by RF
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magnetron sputtering using a single target of CupO:InyOs in the ratio of 1:1. The structural
and optical properties of CuyIn;Os thin films were investigated.

2. Experimental Details
2.1. Deposition of Copper Indium Oxide Thin Films

Copper indium oxide films were deposited by a radio frequency magnetron sputtering
system using a CTI 100 cryogenic high-vacuum pump. A 600 W, 13.56 MHz RF power
supply (Dressler Cesar 136 FST RF Generator, Denver, CO, USA) was used to power the
MAK 2 sputter gun (San Jose, CA, USA). The Advance Energy VarioMatch-1000 matching
network (Fort Collins, CO, USA) was used to match the source and the load impedance.
All the depositions were performed at a power of 50 W. The power was ramped up at
the rate of 1 W/s. Glass substrates were used to deposit the films for annealing studies
up to 400 °C, whereas quartz substrates were used for annealing studies above 500 °C.
The substrates were cleaned with acetone and methanol in an ultrasonic bath followed by
rinsing using DI water. The samples were dried with nitrogen gas before loading them
into the vacuum system. A 2"/ powder pressed target of Cu,O/InyO3 (1/1 mol%, 99.9%
purity), ACI Alloy Inc. (San Jose, CA, USA), was used to deposit the films. A gap of 5 cm
between the target and the substrate was maintained to achieve a uniform film thickness.
A base pressure of 5 x 10~ Torr was achieved before initiating the deposition. During
the deposition, the pressure was maintained at 10 mTorr with an argon flow of 10 sccm.
The deposition rate was found to be approximately 270 A per minute. This was measured
using a Veeco Dektak-150 profilometer (Plainview, NY, USA). All the depositions were
conducted for 7.5 min to achieve approximately 2000 A of film thickness. Post-deposition
annealing was conducted from 100 to 900 °C for 90 min in O; gas flow.

2.2. Characterization of Copper Indium Oxide Thin Films

The XRD measurements were performed using a PANalytical Empyrean XRD system
(Malvern Panalytical, Westborough, MA, USA), using radiation from a Cu source at 45 kV
and 40 mA. The diffraction patterns were recorded between 26 angles of 15° and 60°, and
the phase information was analyzed using HighScore Plus software (Malvern Panalytical,
Westborough, MA, USA). The surface morphology of the film was assessed using a field-
emission scanning electron microscope, Zeiss ULTRA-55 FEG SEM (Zeiss Microscopy,
White Plains, NY, USA). The optical transmission studies were performed using a Cary 100
UV-Vis spectrophotometer (Varian Analytical Instruments, Walnut Creek, CA, USA).

3. Results and Discussions
3.1. XRD Analysis

As-deposited films and films annealed up to 400 °C did not reveal any diffraction
peaks indicating an amorphous nature. Although the XRD measurement was conducted
between 15° and 60°, due to the presence of a broad amorphous peak related to the quartz
substrates, the 26 angle reported in Figure 1 is limited between 25° and 60°. Figure 1 shows
the X-ray diffractograms of the films annealed at 500-900 °C in an O, atmosphere. The film
annealed at 500 °C started showing low-intensity peaks related to the (210), (503), and (313)
planes that have been attributed to the CuyIn,Os phase (JCPDSPDF# 30-0479). The films
annealed at 600 °C and above showed more peaks related to CuyIn;Os. It was observed that
the peak intensity and peak sharpness increased with an increase in annealing temperature,
denoting an increase in crystallinity. These identified planes match very well with the
CuyIn;Os-synthesized nanoparticles reported by Su et al. [20]. In addition to the CuyIny,Os
phase, a peak at 30.7° (006) was identified. This can be attributed to either the InyO3
or CulnO, phase [31]. As-deposited films (not shown in Figure 1) did not display any
diffraction peaks.
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Figure 1. X-ray diffraction of the films annealed at 500-900 °C in O, for 90 min.

The grain sizes of the films annealed at 500-900 °C were calculated using the Debye—

Scherrer equation [32].
0.9A

D= 1
[3cosHO )
where 0 is the Bragg angle, 3 is the full width at half maximum of the peak, A is the
wavelength of the X-ray, and D is the average grain size. The (313) peak was used for the
calculation of grain size. The average grain sizes of the CuyIn;Os films annealed at 500,

600, 700, 800, and 900 °C were calculated to be 10, 13, 17, 21, and 27 nm, respectively.

3.2. Morphology Studies

Figure 2 shows the SEM images of as-deposited CuyInyOs thin films as well as those
annealed at temperatures varying from 500 to 900 °C. Changes in the morphology were
identified for the film annealed at 500-900 °C. As-deposited films and the film annealed at
500 °C displayed the presence of very small grains, as shown in Figure 2a,b. However, the
films annealed at 600 °C and above showed an increase in grain size. This coincided with
the results from the XRD analysis where the diffraction peaks started to appear for films
annealed at 500 °C and above. Both the SEM and the XRD analysis studies indicated that
a minimum of 500 °C is required to initiate nanocrystalline growth. Continuous growth
in grain size was subsequently observed for the films annealed at 600-900 °C. It is worth
mentioning that a pinhole-like appearance was detected in films annealed at 800 and
900 °C. Elemental analysis of all the samples was performed using EDAX incorporated in
the FESEM. Nearly equal ratios of Cu:In were identified in all films.
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Figure 2. SEM images of CuyIn,Os films (a) as deposited and annealed at (b) 500 °C, (c) 600 °C, (d) 700 °C, (e) 800 °C, and
(£) 900 °C.

3.3. Optical Studies

A Cary 100 UV-Vis spectrophotometer (Agilent Technologies, Santa Clara, CA, USA)
was used to perform the optical characterization of the annealed CuyIn;Os thin films.
Figure 3 shows the percent of transmission for the films deposited on glass and quartz
substrates and subsequently annealed from 100 to 900 °C. Overall, the optical transmission
increased for the films annealed at different temperatures. The transmission values of the
annealed films were observed to vary between 70% and 90%. At a 450 nm wavelength,
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the films annealed at 900 °C displayed the highest transmission of 80%. However, the
films annealed at 900 °C subsequently showed a decreasing trend in transmission beyond
a 500 nm wavelength. This could possibly be attributed to an increase in grain size with
annealing, as reported in [33,34].
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Figure 3. Optical transmission spectra of the CuyIn,Os thin films annealed at various temperatures.

3.4. Optical Bandgap

The optical transmission data were used to calculate the optical band gap of CuyInyOs
thin films using the Tauc plot method [35-37]. Since the reflectance was identified to be
less than 5%, the absorption coefficient o« was calculated directly from the transmission
data [36]. The absorption coefficient « was calculated using Equation (2), where d is the
thickness of the film, and T is the percent of transmission. The optical bandgap (Eg) was
estimated from Equation (3).

o= % In ( ;) 2)

(«hv)!/™ = B(hv — Eg) (3)

where hv is the photon energy, B is a constant, Eg is the optical bandgap, and n =1/2 for
the direct bandgap transition. Figure 4a—j show the Tauc plot generated using the above
equations. The linear region of the curve was extrapolated to the x-axis to identify the
Eg value. The extrapolated values of the bandgap are listed in Table 1. The bandgap for
CupIn;yOs thin films is reported for the first time in this work. The bandgap was in the
range of 3.4-3.6 eV. It is worth mentioning that an increase in the annealing temperature
did not have any major effect on the bandgap.
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Figure 4. (a—j): Tauc plots of the CuyInyOs thin films annealed at different temperatures.
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Table 1. Optical bandgap values obtained for CuyInyOs thin films.

Annealing Temperature (°C) Bandgap (eV)
As deposited 3.59
100 3.45
200 3.6
300 3.54
400 3.48
500 3.53
600 3.66
700 3.66
800 3.66
900 3.64

4. Conclusions

CuyInyOs thin films were deposited by the RF magnetron sputtering technique. The
effects of structural, morphological, and optical properties due to post-deposition annealing
at 100-900 °C with a constant O, flow were studied. Both the XRD analysis and the FESEM
images concluded that a minimum annealing temperature of 500 °C was required to initiate
the crystallization and grain growth. A further increase in the annealing temperature
resulted in an increase in crystallization and grain size. The largest average grain size
was observed in films annealed at 900 °C. In addition to the CuyInyO5 phases, the XRD
results reveal the presence of an additional phase corresponding to either In,O3 or CulnO,.
Optical studies showed a bandgap of 3.4-3.6 eV for the films.
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