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The performance of metal-oxide thin-film transistors (TFTs) should be further improved for the applications
of next-generation displays. Here, the developments of gel-derived gallium—indium—tin—-zinc oxide
(GITZO) for n-channel and copper—gallium—-tin—sulfide oxide (CGTSO) for p-channel TFTs are
demonstrated. The a-GITZO film by gel-based precursor gives an excellent interface with ZrO,
compared to the GITZO deposited using pristine or purified precursor. The gel-derived GITZO TFT
exhibits the saturation mobility (us) of 28.6 + 2.15 cm? V71 s7, three-fold higher than the pristine one,
and excellent bias stability. The boost in GITZO TFT performances is due to the purity of the metal oxide
material and higher film density with smooth surface morphology. In addition, the field-effect mobility
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4.25 cm? V7 571 using a gel-derived precursor solution. Therefore, these results demonstrate that the

DOI 10.1039/d1ra04787f gel-derived metal-oxide precursor by the solution process is a promising one for the high performance
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Introduction

Thin-film transistors (TFTs) based on transparent metal-oxide
(M-0) are of increasing interest to replace Si-based TFTs."?
Binary oxides, such as ZnO, In,O;, and SnO,, are popular
compounds for oxide semiconductors. Their structures are
mostly polycrystalline, and thus have grain boundary (GB)
between crystalline grains. To improve the TFT performance,
multi-component oxide semiconductors are of increasing
interest, such as zirconium-indium-zinc oxide (ZIZO),
aluminum-zinc-tin oxide (AZTO), amorphous indium-
gallium-zinc oxide (a-IGZO), amorphous indium-zinc-tin oxide
(a-IZTO), amorphous aluminum-indium-zinc-tin oxide (a-
AIZTO), amorphous gallium-indium-zinc-tin oxide (a-GIZTO),
yttrium-indium-zinc-tin oxide (YIZTO), lithium-indium-
zinc-tin oxide (LIZTO), and magnesium-indium-zinc-tin oxide
(MIZTO).>** The most attractive application of MO TFTs is
active-matrix backplanes for organic light-emitting diode
(OLED) display due to their high mobility, high transparency in
the visible region, and low-cost production with solution
process.””*® A vacuum process, such as sputtering, plasma-
enhanced chemical vapor deposition, and atomic layer depo-
sition, needs high manufacturing cost for display
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application.>*® Therefore, solution processes, such as spray
coating, ink-jet printing, and spin coating, are widely
studied.”*° The high mobility TFT backplanes are required for
the large area, high-resolution, and high frame-rate display. A
high mobility amorphous M-O TFT over >10 cm> V™" s~ " can be
achieved by the solution process,*~** but its stability is a critical
issue to be solved. To enhance the electrical performance of
solution-processed MO TFTs, a typically higher annealing
temperature (typically >400 °C) is required.**** It should be
noted that there is no degradation in the device performance
based on the polyimide (PI) substrate due to its higher endur-
ance temperature over 450 °C.*** Crystalline semiconductor
films induce oxygen-related defects (i.e., oxygen vacancies and
hydroxyl groups) at the interface between the gate insulator (GI)
and channel layers, giving an inferior performance, including
high leakage currents in TFT.'*?%3¢

Impurities in the precursor solutions yield films with poor
quality. The preparation methods of MO precursor solution
with high purity were reported to address this issue, such as
“sol-gel on-chip”,* thermally purified solution (TPS),*” metal-
oxide precursor solution purification,**® and the chemical
energetic combustion process using fuel and an oxidizer.””**%®
The combustion, purification and TPS process could lead to
chemical reactions together with pre-hydrolysis by thermal
energy in the MO-based precursor solution. These chemical
reactions can improve the MO film quality.®***%*%3® Likewise,
the chemical additives (such as solvents, stabilizers, and
dopants) and simple precursor modification routes (for
example, TPS, gels) are used to obtain better semiconducting

© 2021 The Author(s). Published by the Royal Society of Chemistry
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materials, which provides a good quality (i.e., continuous, as
well as crack-free) thin film at low temperatures.?*¢-°

The structural disorder increase by a chemically derived
multi-component MO material could lead to a stable amor-
phous semiconductor oxide film.**** In a previous report, Ga-
doped IZTO TFT (350 °C) using AlO, as a gate insulator
exhibits the mobility of 11.80 cm®* V™' s™* (Vpg = 0.1V, and Vg
=3 V)." H. Yang et al. reported that Ga-doped ITZO TFT (350 °C)
exhibits mobility higher than 30 ecm® V™' s (Vps = 40 V, and
Vas = 20 V). Nomura et al. reported the percolation conduction
mechanism in multicomponent MO with heavy transition metal
cations with (n — 1)d"°ns® (n = 5) electronic configuration.* For
high mobility, the selection of metal cations with large ionic
radii and spherically symmetric 4s, 5s, and/or 6s electron
orbitals can increase the degree of wavefunction overlap as
electron delocalization, and finally enhance electron mobility
even in an amorphous state. The metal cations, such as In** and
Sn**, have a similar electronic configuration of 4d'°5s° as the
path for carrier transport in the amorphous MOS, which is the
key feature to ensure high mobility,* although the achievability
of increased mobility and nearly stable IGZTO TFTs has been
reported.”** It should be noted that the M-O bond enthalpy
and Lewis acid strength (L = z/r*, where z and r were ionic radius
and atomic charge number, respectively) play a critical role in
improving the device stability.*” Nevertheless, the main reason
for using multi-components in the oxide system is to achieve
a stable M-O network and to realize the high performance of
amorphous metal oxide TFTs.**™*°

To develop oxide-based complementary metal-oxide-semi-
conductor (CMOS) circuits, high field-effect mobility (ugg) of p-
type semiconductors is necessary. In a p-type MO semi-
conductor, the carrier conduction path is formed by aniso-
tropic, localized O 2p orbitals in the valence band, leading to
a large hole effective mass and low hole mobility (uy,). In the
binary metal-oxide, SnO TFT exhibits a higher ugg over 1 cm?
V! s compared to NiO and CuO TFTs due to the delocalized
Sn 5s states at the valence band (VB).**** The pseudo-metal
halides, such as copper-thiocyanate (CuSCN) with a bandgap
(~3.5 eV), exhibits lower mobility of ~0.1 cm* V™" s~ which is
relatively low even when operating at a high voltage (>10 V).*
Copper-tin-sulfide-gallium oxide (CTSGO) is one of the
emerging materials for p-type MO semiconductors owing to its
favorable bandgap.***® Therefore, developing p-type MO semi-
conductors has become of utmost importance for high-
performance, low-power TFT electronics.

This study reports the effect of gel-based precursors on the
performance of solution-processed n-type a-GITZO and p-type
CTSGO TFTs. The gel-derived GITZO TFT exhibits the satura-
tion mobility (usa) Of 28.6 + 2.15 cm®> V' s, three-fold higher
than the pristine one, subthreshold swing (SS) of 133 mV dec ',
and an ON/OFF current ratio (Ion/Iogr) of 5.1 x 10%. The GITZO
TFT has zero hysteresis voltage and a small AVyy shift of 0.15 V
upon PBTS at Vgs = 5V for 1 h in the dark. The flexible GITZO TFT
on the polyimide (PI) substrate exhibits a field-effect mobility of
11.89 cm® V™' ™' and zero hysteresis voltage. On the other hand,
the ugg of the p-channel CTSGO TFT increases from 1.71 to 4.25
em® V' 57! by using a gel-derived precursor solution. These
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enhancements of the TFT performances are due to the higher film
density, smooth surface roughness, and fewer oxygen-related
defects in the film, which are confirmed from X-ray reflectivity
(XRR), atomic force microscopy (AFM), and X-ray photoelectron
spectroscopy (XPS), respectively. Therefore, the gel-derived metal-
oxide precursor is a promising approach to improve both n- and p-
channel TFTs for next-generation display applications.

Experimental section

Precursor solution synthesis

Gallium nitrate hexahydrate (Ga(NO;);-H,0) (25.57 mg),
indium chloride (InCl;) (884.72 mg), tin chloride (SnCl,) (758.48
mg), and zinc chloride (ZnCl,) (545.20 mg) precursors were
mixed into a 20 mL of 2-methoxyethanol (2ME) to prepare the
GITZO precursor solution. The solution was stirred under N,
environment for at least 2 h to obtain a transparent and
homogenous solution at room temperature. A 0.1 M CTSGO
precursor solution was prepared by adding copper(u) acetate
monohydrate (CuC4HeO,-H,0), thiourea (NH,CSNH,), tin
chloride (SnCl,), and gallium(m) nitrate hydrate (Ga(NO;)s-
‘H,0) into 2ME, and the solution was stirred for 5 h. All
precursor materials were purchased from Sigma Aldrich. The
purification of the precursor solution was performed by using
a Biichi rotary evaporator. The pristine GITZO or CTSGO precursor
solution was poured into a 250 mL round bottom flask connected
with a vacuum chamber. The water bath temperature increased
from room temperature to 95 °C in 30 min with a step of 10 °C,
where the evaporation of the solvent starts at ~70 °C. Finally, the
GITZO/CTSGO gel-derived precursor could be obtained at 95 °C,
was kept at the same temperature for ten minutes, and then cooled
down to RT. The synthesis for the extraction of the gel-derived
precursor and the respective photographs for pristine, gel-
derived, and purified GITZO precursor solutions are shown in
Fig. 1a. Both the pristine and gel-derived GITZO precursors are
dissolved in 2ME, whereas a mixture of ethylene glycol and
acetonitrile (EG + AC) was used for the purified solution. All
precursor solutions were transparent and filtered using a 0.45 um
polytetrafluoroethylene (PTFE) filter.

Thin-film and TFT fabrication

The fabrication process flow for the GIZTO thin film is shown in
Fig. S1a (ESIT). We fabricated a-GITZO TFTs using the staggered
bottom-gate structure (bottom gate and top contact) shown in
Fig Sib (ESIt). First, a 40 nm molybdenum (Mo) film was
sputtered at 280 °C on a glass substrate and patterned as a gate
electrode. A ZrO, layer was deposited on the Mo-patterned
substrate by spin-coating (at 3500 rpm for 30 s) and curing at
200 °C on a hot plate for 5 min. This process was repeated twice
to achieve the desired thickness of ~35 nm. Finally, the ZrO,
film was annealed at 300 °C for 2 h in an air furnace.? Then, the
pristine or purified gel-based GITZO layer was deposited by spin
coating (at 4000 rpm for 30 s) and curing at 140 °C on a hot plate
for 5 min. The GITZO layer was patterned for active islands. The
devices were annealed at various temperatures from 250 to
350 °C. Finally, a 40 nm Mo layer was sputtered and patterned
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Fig. 1 Synthesis and chemical analysis of the GITZO precursor solution. (a) Extraction of the gel-GITZO precursor product from pristine GITZO
precursor solution using a rotary evaporator. The whole system was kept under vacuum, and the water bath temperature increased from RT to
95 °C. The comparison for the (b) viscosity, (c) absorption for the pristine, gel-derived, and purified solution-derived GITZO precursor solution. (d
and e) Thermogravimetric analysis (TGA) and differential thermal analysis (DTA) for the weight loss and heat flow as a function of temperature.
The GITZO precursor solution at a heating rate of 10 °C min~! in an ambient condition. The gel-derived GITZO precursor dissolved in 2-
methoxyethanol (2ME) solvent, and the solvent for the purified solution is a mixture of ethylene glycol and acetonitrile (EG + AC).

for the source and drain (S/D) electrodes. For flexible GITZO
TFT, the polyimide (PI) substrate was used. The detailed fabri-
cation process flow of the PI substrate can be found elsewhere.**

Material and thin-film characterization

We characterized the GITZO precursor solution by thermo
gravimetric-differential thermal analysis (TG-DTA) for thermal
decomposition, ultraviolet-visible (UV-vis) spectra for trans-
mittance (UV-visible spectroscopy, Scinco $-4100), and 'H
Nuclear Magnetic Resonance ("H NMR) spectra for impurity
analysis. The viscosity of the precursor solution was measured
by Brookfield DV-III+ Rheometer. The optical bandgap can be
obtained using the formulae, (ahv)> = A(hv — E), where hv, a, A,
and E, are the photon energy, absorption coefficient, a pro-
portionality constant, and optical bandgap, respectively. The
mass density was extracted by X-ray reflectivity (XRR) analysis.
We analyzed the structural and morphological properties of the
GITZO thin film by measuring the X-ray diffraction (XRD) for
crystal structure and atomic force microscopy (AFM) for RMS
roughness. An X-ray photoelectron spectroscopy (XPS)
measurement was conducted to examine the chemical compo-
sition and elemental analysis in the MO films using the PHI
5000 Versa Probe (PHI 5000 Versa Probe, Ulvac-PHI) at a basic
pressure of 7.5 x 10> mTorr.

34394 | RSC Adv, 2021, N, 34392-34401

Evaluation of the TFT characteristics

The electrical properties of TFTs were measured by an Agilent
4156C semiconductor parameter analyzer. The transfer char-
acteristics were measured at the drain voltage (Vps) of 0.1 V by
sweeping the gate voltage (Vi) from —3 to +3 V. The output
characteristics were measured at the drain voltage (Vgs) from
0 to 3 Vwith a step of 1 V by sweeping the gate voltage (Vps) from
0 to +3 V. The field-effect mobility in the saturation region (Vps
= Vs Vi) Was obtained by using eqn (1); the threshold voltage
(Vo) was determined from the x-axis intercept of the (Ipg)'/* vs.
Vs plot by linear extrapolation method. The saturation mobility
was calculated from the linear part of the (Ins)"/? vs. Vgs curve.
The linear mobility (uj;,) was measured by using eqn (2); the
subthreshold swing (SS) was obtained from the linear region of
the log(Ips) versus Vgs fit by using eqn (3);

Ips = (W2L)usa Cox(Vas — Vrn)? (1)
Win = &m/((Cox Vps)(WIL)) (2)
SS = d(Vgs)ld(log(Ips)) (3)

where Ing, W/L, tsat, Cox, Vgs, and Viy are the drain current,
channel width/length, saturation mobility, capacitance of the

© 2021 The Author(s). Published by the Royal Society of Chemistry
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gate oxide, gate voltage, and threshold voltage, respectively. SS
stands for the subthreshold swing. g, is the transconductance
and Vps drain to source voltage.

Results and discussion

The influence of viscosity plays a crucial role in achieving
a high-quality thin film. The viscosity of pristine, gel-derived,
and purified a-GITZO precursor solutions are 4.35, 4.05, and
6.15 cP, respectively, as shown in Fig. 1b. For the precursor
solution preparation, 2ME (boiling point, 119 °C; polarity index,
5.5), EG (boiling point, 197 °C; polarity index, 5.4), and AC
(boiling point, 71 °C; polarity index, 5.8) were used as solvents.
For the purified GITZO precursor solution, a mixture of EG + AC
used as a solvent, the viscosity of the pristine GITZO precursor
solution is 5.07 cP. After purification, AC is removed, leading to
higher viscosity.**® The higher viscosity of the purified GITZO
precursor solution is due to the higher viscosity and lower
polarity index of the EG solvent. The high-quality thin-film
could be achieved by 2ME due to its higher volatility (less
than 120 °C) than the EG + AC and EG, enhancing the dehy-
droxylation process. Fig. 1c shows the comparison of the
absorbance spectra for the three GIZTO precursor solutions.
The same volumes of each GITZO precursor solution were used
to perform the UV-visible absorption spectra to compare the
overall composition and the impurity concentration. The
absorption spectra of the precursor solutions were measured in
the wavelength range of 200 to 1000 nm. The broad absorbance
peak appeared in the wavelength range of 370-630 nm (3.35—
1.97 eV), indicating the significate reduction of impurities from
the GITZO precursor by gel-derived solution compared to the
pristine one.**® Therefore, the impurities in MO could be
reduced by using a gel-derived precursor.

Thermal decomposition of the precursor solutions was
analyzed by thermogravimetric analysis (TGA)/differential
thermal analysis (DTA) and Fourier transform infrared spec-
troscopy (FTIR), respectively. Fig. 1d and e shows the TGA-DTA
curves of the GITZO precursor solution. There are two regions in
Fig. 1d, 40-120 °C (Region-I) and 120-500 °C (Region-II). The
first endothermic reaction with massive weight loss was
observed in Region-I. The endothermic peak for pristine and
gel-derived precursor solution was obtained at 89.50 and
81.30 °C, respectively, and is correlated with the solvent
evaporation/dehydration reaction. It is caused by solvent evap-
oration and dehydration of the GITZO precursor solution. The
slight difference in the shape of the endothermic peaks and
weight loss curves could be attributed to the presence of an
impurity. The metal precursors solution was decomposed to
metal hydroxyl groups (M-OH), and intermediate gaseous
fragments, such as H,O, ammonia (NHj3), and carbon dioxide
(CO,), could be liberated through hydrolysis and pyrolysis. At
~100 °C, the sol-gel film almost converts to metal-hydroxide
(M-OH). Then, around 200 °C, the M-OH starts to form
a metal-oxygen-metal (M-O-M) network via a condensation
reaction.*** There is no significant weight loss in Region-II due
to the GITZO compound formation that could be completed at
<250 °C. Most of the solvent and unwanted organic compounds

© 2021 The Author(s). Published by the Royal Society of Chemistry
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are removed at <250 °C (since the 2ME boiling point is ~120 °C
and ethylene glycol is 180 °C) (Fig. 1d). There is no noticeable
heat-flow variation, and weight loss was observed beyond
350 °C. The FTIR spectra of the three GITZO precursor solutions
are shown in Fig. Sic (ESIT). The broad peak in the range 470-
650 cm ™! indicates M~O bonds, and the peaks around 800 cm ™"
correspond to the -O-M-O- bonds. The peak around 1060 cm ™
was assigned as the asymmetric stretching modes of -C-O-C-
and C-C bond vibrations in the solvent. The broad peak in
420 cm ' is due to symmetric stretching COO~ vibration, and
another broad peak in the range 2850-3500 cm ' indicates an
O-H stretching vibration from hydrolysis of the precursor
solution. The O-H vibration of the solvent decreases in the gel-
derived GITZO precursor solution compared to the pristine one.
These results are consistent with TGA-DTA data, where M-OH
converts into M-O at =250 °C and takes place continuously. "H
Nuclear Magnetic Resonance ("H NMR) spectra for the pristine
gel-derived GITZO precursor solution (since 2ME was used as
solvent) were quantitatively analyzed. 'H peaks at 4.148 ppm
and 4.210 ppm are related to the hydroxyl (-OH) group of 2ME
for both pristine and gel-derived GITZO precursor solutions,
respectively, and are shown in Fig. S1d (see ESIT). "H peaks are
related to the -OH shift from lower ppm (upward field) to
higher ppm (downward field) level, revealing that the gel-
derived GITZO precursor solution has smaller -OH groups. It
is found that the intensity of the peak (around ~4.2 ppm) is
significantly reduced, and the "H NMR spectra became broad by
gel-derived precursor solution, which indicates that the weak
—-OH bond can break easily.”®* Therefore, the gel-derived GITZO
precursor solution shows the peak shift, indicating that the
electronic environments around the hydrogens of 2ME are
modified, which leads to the high quality of the semiconducting
oxide film.>***

Contact angle (CA) measurement was performed to analyze
the surface of three GITZO films, as shown in Fig. 2a, indicating
48.23, 39.78, and 45.69°, as shown in Fig. S2a (ESIf). The gel-
derived GITZO film exhibits a smaller contact angle (6° =
39.78°) compared to the pristine one (§° = 48.23°). The surface
energy (7vs) could be estimated from the CA from the equation
(vs = (vw/4) x (1 + cos 6°)2), where ¢° is the contact angle at
equilibrium and v, is the water surface free energy. The values
of v, for the pristine, gel-derived, and purified GITZO
precursor-based films are 48.49, 55.94, and 50.84 mJ m 2,
respectively (see Fig. S2b, ESIT). The surface energy (v;) values of
the GITZO films are 33.65, 43.78, and 36.66° mJ m~2. The work
adhesion (W,) values for the GITZO films are 121.29, 128.74, and
123.64° mJ m > as shown in Fig. S2f (ESIT). Higher v, and W,
indicate better adhesion between the semiconductor and the S/
D contacts for TFTs. The optical band gap of the pristine and
gel-derived GITZO thin films and their corresponding values are
3.45 and 3.53 eV, respectively, as shown in Fig. S3a (ESIt). The
optical transmittance spectra of the gel-derived GITZO thin film
on the glass substrate are shown in Fig. S3b (ESIf). The gel-
derived GITZO thin film exhibits a transmittance of higher
than 90% in the visible range. The photograph of a-GIZTO/glass
on the ADRC logo can be seen in the inset of Fig. S3b (ESIt). The
thicknesses of the pristine GITZO films annealed at 250, 300,

1
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Fig.2 Surface morphology and chemical bonding analysis of the GITZO films. (a) Surface energy and work adhesion for the pristine, gel-derived,
and purified GIZTO films. (b) AFM image (scan size: 5 um x 5 pm) of three GITZO thin films. The RMS roughness of the GITZO film is lower for the
gel-derived precursor material. The smooth surface of the film by gel-derived precursor provides more electron-conducting pathways and
reduces the trap density. (c) XPS core-level spectra of In 3d°, Ga 3d, Zn 2p®, and Sn 3d°, obtained from the GIZTO thin films. Their respective peak
intensities increase in the gel-derived film. All cation binding energy peaks shift to the lower binding energy, indicating the reduction of oxygen-

related defects for the gel-derived GIZTO.

and 350 °C are 11.24, 10.88, and 10.09 nm, and 10.75, 10.13, and
9.52 nm for the gel-derived GIZTO films, respectively. Thick-
nesses of the optimum GITZO and ZrO, films were measured
using an Alpha-step analyzer, and their corresponding values
are 10.13 nm and ~35.0 nm, respectively. The refractive index
(RI) values of the pristine, gel-derived, and purified solution
based on a-GITZO are 1.77, 1.83, and 1.80, respectively (see
Fig. S3c and d, ESIf). RI of the gel-derived a-GITZO films
annealed at 250, 300, and 350 °C is shown in Fig S3d (ESIf), and
their corresponding RI values are 1.79, 183, and 1.88, respec-
tively. The RI of the MO thin-film can be correlated to the
composition of the film density.***”** The pristine GITZO film
has less density, which is related to the defects (such as hydroxyl
groups (-OH) and oxygen-related defects) in the film (even after
annealing) being significantly reduced by gel-derived GITZO.
The increase of the RI value implies the decrease of porosity in
the film (since RI o« dense film or 1/porosity), which affects the
optical and electrical properties of the a-GITZO films. The
increase of the film density is confirmed from the refractive
index values in the visible range.>*”** Therefore, the dense film
with less porosity can be possible by gel-derived GITZO.

The X-ray diffraction (XRD) spectra of three GITZO films are
shown in Fig. S4a (ESIT). XRD spectra for the gel-derived GITZO
films annealed at 250, 300, and 350 °C are shown in Fig. S4b.f
There are no crystalline peaks in GITZO, indicating the amor-
phous nature. The multi-component metal-oxide film typically

34396 | RSC Adv, 2021, 11, 34392-34401

exhibits the property of an amorphous structure when the
annealing temperature is below 400 °C.***"** Fig. 2b shows the
surface morphology of the three GITZO films. The root mean
square roughness (Rgys) values for the pristine, gel-derived, and
purified solution-based GITZO films were 0.38, 0.21, and
0.32 nm, respectively. The surface morphology of the pristine
and gel-derived GITZO films annealed at various temperatures
(i.e., 250 and 350 °C) are shown in Fig. S4c (ESI{). The RRMS
values of the pristine GITZO films annealed at 250, 300, and
350 °C, are 0.44, 0.38, and 0.27 nm, respectively, whereas 0.28,
0.21, and 0.18 nm were the Rrys values for the gel-derived a-
GITZO precursor. The decrease of the Rrys roughness is
attributed to the formation of a uniform, crack-free, and
smooth-surface thin film.>***** X-ray photoelectron spectros-
copy (XPS) survey scan spectra of the pristine and gel-derived
GITZO are shown in Fig. S5a (ESIt), and reveals the presence
of oxygen (O), gallium (Ga), zinc (Zn), indium (In), and tin (Sn).
The percentages of O:Ga:Zn:In:Sn are
54.13:1.03 : 13.16 : 13.69 : 12.94 for pristine GITZO and
51.51:1.34:15.31:15.43 : 14.21 for the gel-derived GITZO
film, respectively, as shown in Fig. S5b.T Fig. 2¢ shows that the
XPS spectra of Ga 3d, Zn 2p, In 5s, and Sn 5s binding energy
peaks for pristine GITZO are centered at 17.91, 1021.52, 486.29,
and 444.56 eV, respectively, whereas it is 17.73, 1021.36, 488.11,
and 444.44 eV for the gel-derived GITZO. It is clear that the
binding energy peak shifts towards lower energy, which means

© 2021 The Author(s). Published by the Royal Society of Chemistry
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more M-O-M network formation. The O 1s spectra of pristine
and gel-derived GITZO films are shown in Fig. S5c (ESI{), where
the orange color arrow indicates the O 1s peak from the surface
to depth. The O 1s peaks shift to higher binding energy in bulk,
showing the increase of the M-O-M network.

The electrical properties of a-GITZO TFTs are shown in Fig. 3.
Fig. 3a shows the transfer curve and linear mobility as a func-
tion of gate voltage for the three a-GITZO TFTs, and the corre-
sponding i (8.02, 24.38, and 13.05) cm® V' s, Vo of (0.87,
0.91, and 0.36) V, and SS (134, 118, and 103) mV dec *,
respectively. The mobility of gel-derived a-GITZO is higher. It is
clear that the based GITZO has higher In and Sn percentage, so
that the fraction ([In] + [Sn])/([Ga] + [Zn] + [In] + [Sn] + [O])
increases from 26.10 to 29.53%, as shown in Fig. S5 (ESIt). The
identical electron configuration of 4d*°5s° and the similar ion
radii of the In®* and Sn** cation provide an effective percolation
pathway at the conduction band (CB) edge, which is the key
feature to confirm high mobility. The higher fraction of [In] +
[Sn] is responsible for increasing the mobility and ON current
for gel-based GITZO TFT. The decrease in the SS of a-GITZO TFT
suggests the reduction in the interfacial trap density.”** Fig. 3b
shows the statistical analysis for the mobility of the pristine, gel-
derived, and purified precursor solution-based GIZTO TFTs.
The electrical properties of both pristine and gel-derived a-
GITZO TFT with various annealing temperature are summa-
rized in Table S1 (ESIf). The transfer and output curves of
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GITZO TFTs using pristine EG + AC and only EG-solvent-based
precursor solutions are shown in Fig. S6a and b (ESIt). It should
be noted that both pristine EG + AC and EG solvent-based
GITZO TFTs showed inferior electrical properties compared to
the purified GITZO precursor solution (see Fig. S6a and bt). The
comparison of the transfer curves with hysteresis voltage for the
pristine and gel-derived GIZTO TFTs at different annealing
temperatures (from 250 to 350 °C) is shown in Fig. S7a—c (ESIY).
Fig. S7a-ct shows the leakage current for the GITZO TFT
annealed at 250, 300, and 350 °C, respectively. There is no
significant change in the leakage currents when the annealing
temperature of the active layer varies from 250 to 350 °C. The
hysteresis voltage is defined at the Ipg of 107 '° A with a forward
sweep from —3 to +3 V and a reverse sweep from +3 to —3 V. The
zero Vi is due to the negligible traps at the gel-derived a-GITZO/
ZrO, interface.'®**?*%% The presence of electron traps (i.e.,
hydroxyl groups) at the interface is responsible for the clockwise
hysteresis. The statistical analysis for the mobility of gel-derived
precursor solution-based GIZTO TFTs at different (250, 300, and
350 °C) annealing temperatures are summarized in Fig. 3c,
where 25 TFTs in each case were measured. Mobility of the gel-
derived GIZTO TFT increases from 10.10 & 2.12 to 28.60 * 2.15
em? V! s7! by varying the annealing temperature from 250 to
350 °C. It should be noted that the gel-derived a-GIZTO TFT
could achieve the maximum mobility of 30.70 cm® V™" s~*. The
GITZO TFT annealed at 400 °C performed very depletion mode
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Fig. 3 Electrical properties of a-GIZTO TFT and inverter. Comparison of the (a) transfer curve and linear mobility as a function of gate voltage for
pristine, gel-derived GITZO and purified GIZTO TFTs. The transfer curve of the TFTs was measured by sweeping Vgs from —3to +3 V at a Vpg of
0.1V. (b) Statistical analysis for the saturation mobility of 25 for pristine, gel-derived GITZO and purified GIZTO TFTs. (c) Statistical analysis for the
saturation mobility of pristine and gel-derived GITZO TFTs with respect to the annealing temperature. Evolution of the transfer curve of the (d)
pristine and (e) gel-derived GITZO purified GIZTO TFTs under PBTS for 1 h at 60 °C in the dark. The TFT transfer curve measured by sweeping Vs
from —3 to +5 V at a Vps of 0.1 V. The TFTs had W/L of 20 um/10 pm. (f) The comparison of the voltage transfers characteristic (VTC) of the
pristine and gel-derived GITZO inverter at a Vpp of 3 V. The inset shows a typical inverter's schematic representation.
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and inferior switching characteristics (such as a large SS and
Ion/Iopr), @s shown in Fig. S7d.T The output currents (at a Vgs =
3 V) of the pristine and gel-derived a-GITZO TFT, respectively, at
different annealing temperatures (250, 300, and 350 °C) are
shown in Fig. S8a-f (ESIT). The corresponding drain currents in
the saturation region are (3.22, 20.05, and 34.85) pA and (23.35,
57.34, and 70.69) pA, respectively. All TFTs show clear pinch-off
and saturation behavior, and there is no current crowding in
low Vps, which reveals good ohmic contact between the channel
layer and S/D, as shown in Fig. S8 (ESIf). The Ips in the satu-
ration region is higher for the gel-derived a-GITZO.**

To test the electrical stability, the positive bias temperature
stress (PBTS) was performed with a Vg of 5 V at 60 °C for 1 h.
Fig. 3d and e show the evaluation of the transfer curves under
PBTS for pristine and gel-derived a-GITZO TFTs, and their
equivalent threshold voltage shift (AVry) values are 0.39 and
0.15 V, respectively. This slight shift in the AVqy is due to less
trap density at the semiconductor/GI interface. The time
constant (r) and stretched exponential exponent (3) extracted
from the stretched-exponential equation (AVyy = AVy{l — exp
[—(t/7)°]}, where AV, is AVyy at an infinite time), are shown in
Fig. S9a and b (ESI{). The t and § values are 2.48 x 10° s and
1.07 x 10° s, and 0.65 and 0.53 for the TFTs using the pristine
and gel-derived GITZO, respectively. Therefore, the longer t
value of the gel-derived GITZO TFT is due to fewer interface
traps.>'*'** Fig. 3f shows the comparison of the voltage transfer
characteristic (VIC) of the pristine and gel-derived GITZO
inverters. The VIC was measured by sweeping a supplied
voltage (Vpp) from 0 to 3 V (step = 1 V) with a Vg5 of 0 V. The
GITZO inverter exhibits the maximum gain (—dVoyur/dVin) of
12.16 V/V (gel-derived), whereas 1.65 V/V (pristine) at 3 V, as
shown in Fig. S9¢ (ESIt). Comparison of the transfer and output
curves of spray-pyrolyzed ZnO TFT with pristine and gel-derived
precursor solutions are shown in Fig. S10a (ESIt). The gel-
derived ZnO TFT exhibits superior electrical properties
compared to the pristine one. The mobility increased from
11.18 to 24.83 ecm® V' s7%, and Vy shifts towards a positive
direction from —1.93 to 0.90 V. The comparison of mobility,
Vru, and SS for the pristine and gel-derived spray-pyrolyzed ZnO
TFTs are shown in Fig. S10b (ESIt). Both output curves of the
ZnO TFTs show clear pinch-off and saturation behavior and no
current crowding in low Vpgs, which reveals good ohmic contact
between the semiconductor and S/D region (see Fig. S10c, ESIT).

The extinction coefficient (epsilon2) spectra for the pristine,
gel-derived, and purified GITZO precursor solution-based film
were measured by spectroscopy ellipsometry (SE), as shown in
Fig. 4a. The change in band-edge states for all three samples
was analyzed by the deconvolution of the epsilon2 spectra into
two separate band-edge states: deep band-edge state (D1) and
shallow band-edge state (D2) below the conduction band.****
The area ratio of D1 for pristine, gel-based, and purified GITZO
are 28.34, 17.39, and 22.37%, respectively, and 71.66, 82.61, and
77.63% for D2. The D1 ratio significantly reduces from 28.34 to
17.39%, consequently increasing the density of the D2 ratio
from 71.66 to 82.61% by gel-derived GITZO precursor. The
reduction of the D1 ratio leads to hysteresis-free TFT, whereas
the higher area of D2 could easily donate the electron and
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enhance mobility. Slight VTH shifts in the negative direction
and higher ON current of the gel-derived GITZO TFT are due to
the energy level of D2 being close to the conduction band
compared to the pristine one.>*® According to the percolation
conduction, the shallow donor states can contribute to the
increase of mobility.>'>'* Less D1 states are responsible for
electron-trap states during PBTS, leading to the negligible AV
shift in GITZO TFT by the gel-derived precursor solution.'
Fig. 4b shows the histogram to compare the band-edge states of
the pristine, gel-derived, and purified GITZO precursor
solution-based film. The reduction of defect states in the gel-
derived precursors is further confirmed by XPS (chemical
bonding analysis of the O 1s peak). Fig. 4c and d shows the XPS
spectra for the O 1s peaks of the pristine and gel-derived GITZO
films deposited on the ZrO, layer, respectively. The XPS peaks
for the O 1s core level are deconvoluted into three sub-peaks
centered at the binding energy of 529.26 eV (M-O, metal-
oxygen), 530.20 eV (V,, oxygen vacancies), and 531.10 eV (-OH,
hydroxyl group). From the XPS analysis, the M-O bonding ratio
increases from 65.08 to 75.86%, while the V, ratio decreases
from 23.01 to 17.32%, and the —-OH ratio decreases from 11.91
to 6.82% by using gel-derived GITZO.”** The defect states
analysis from the epsilon2 spectra and chemical bonding
analysis from deconvoluted O 1s spectra for the gel-derived
GITZO confirm fewer defects and a higher M-O bonding ratio.
The higher M-O-M network leads to an increase in the metal s
orbital overlap.>*** The increase in the overlap leads to higher
mobility. Fig. 4e shows the M-O-M network and defects (V, +
—-OH) with respect to the depth of the film, where the decon-
volution of O 1s peak occurs at a different (0, ~3, ~6, and ~9
nm) depths from the GITZO surface. It is clear that the bulk of
the GITZO film consists of higher M-O bonds and less defect
states. The improvement of the film quality can be further
confirmed from XRR analysis. Fig. 4f shows the histogram for
film densities showing 5.23 and 6.02 g cm>. It should be noted
that the refractive index and surface roughness values are
consistent with film density using XRR analysis. Fig. 4g illus-
trates the charge transport model for the GITZO thin films using
pristine and gel-derived precursor solutions. The increase of the
film density indicates a better film quality with a proper
conduction path for electron transportation, and thus improves
the switching properties of the TFT.

The GIZTO TFT was also fabricated on polyimide (PI)/carrier
glass, followed by detaching the glass with a non-laser
method.”***¢ The transfer curves of the a-GIZTO TFT were
measured with the TFTs bent on a cylinder of 3 mm radius, as
shown in Fig. S11a.f There is no Vps dependency of the TFT
when measured with a Vps of 0.1 and 1.1 V. The pgg is 11.89 cm?
VvV 's™! Vonis —0.54V, and SS 144 mV dec ™. The transfer curve
with zero hysteresis voltage with a bending radius of 3 mm can
be seen in Fig. S11b.t The output curves of a-GITZO TFT show
a clear pinch-off and saturation behavior, as shown in Fig. S11c
(ESIT). There is no current crowding at a low Vps, which reveals
the excellent ohmic contact between the semiconductors and S/D
contacts.” Fig. 5a shows the transfer curve after out-folding cycles
until 50k. The inset of Fig. 5a shows the experimental setup for the
out-folding test with a radius of 3 mm. Fig. 5b shows the AV as

© 2021 The Author(s). Published by the Royal Society of Chemistry
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Fig. 4 Defect states and chemical bonding analysis of the GITZO thin film. (a) Extinction coefficient (epsilon2) spectra as a function of photon
energy, and (b) the histogram for comparison of the deep band-edge state (D1) and shallow band-edge state (D2) below the conduction band.
XPS spectral analysis of the deconvoluted O 1s peak intensity for (c) the pristine and (d) gel-derived GITZO films. The individual contributions of
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respectively. The V, and —OH decrease significantly by gel-derived GITZO precursor solution. (€) M—O—-M and defects (V, + OH) with respect to
the film depth for gel-derived GITZO films. (f) Film density of the pristine, gel-derived, and purified solution-based GITZO films. (g) Charge
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a function of bending cycles. An almost negligible Vi shift of the
GITZO TFT can be seen after 50k bending.

The gel-based precursor technique was applied to the p-
channel CTSGO film for its TFT. The transfer characteristics
for the pristine and gel-derived p-channel CTSGO TFTs are
shown in Fig. 5c¢ and d, respectively, and measured at drain
voltage (Vps) = —1 V by sweeping gate voltage (Vsg) from +2 to
—5 V. It should be noted that the maximum pugg of the gel-
derived CTSGO TFT is 4.25 cm® V™' s~', The inset of Fig. 5c
and d shows the histogram for the ugg of the pristine and gel-
derived CTSGO p-channel TFTs, respectively. The pupg of
CTSGO TFT increases from 1.72 & 0.28 to 3.97 + 0.52 cm* V!
s~ by gel-derived precursor solution. In a p-type MO semi-
conductor, anisotropic, highly localized O 2p orbitals form the
carrier conduction path in the valence band maximum (VBM).
These lead to a large hole effective mass and inferior hole
mobility (un) of the p-type metal oxide semiconductor. The
improvement of the electrical properties is due to the reduction
of interfacial defects from 4.41 x 10 to 3.54 x 10" cm >,
which were confirmed by calculating the interfacial traps (Ngs,
Ngs = {SS(log(e))/(kT/q) — 1}(Cox/q), where k is the Boltzmann
constant (8.617 x 107> eV K '), ¢ = 1.602 x 10 *° C, (kT/q =

© 2021 The Author(s). Published by the Royal Society of Chemistry

0.0259 eV), T is the absolute temperature (300 K), and C,, is the
dielectric capacitance). To check the performance uniformity of
the solution-processed p-channel CTSGO TFTs, we measured 12
TFTs each. Uniformity of the gel-derived p-channel CTSGO TFTs
and SS values are shown in Fig. S12a and b (ESIT). The output
curves of the pristine and gel-derived CTSGO TFTs are shown in
Fig. S12c and d (ESIf), respectively. The output curves were
measured at Vg from 0 to —5 V by sweeping Vgs from 0 to —5V
with a step of —1.0 V. Output curves of the pristine and gel-
derived CTSGO TFTs show clear pinch-off and saturation
regions, where the increment of Ing with increasing —Vgs indi-
cated the p-channel behavior.**** There is no current crowding
in low Vpg, indicating good ohmic contact between the S/D and
channel layer, as shown in Fig. S12c and d (ESIt).**® The turn-
on voltage (Vo) is defined as the gate-source voltage (Vgs) at
which the Ig rapidly increases. The electrical properties (such
as mobility, Vg, Ngs, and drain current) of CTSGO TFT are
summarized in Table S2.}

The XRR spectra of the CTSGO thin films with pristine and
gel-derived precursor solutions are shown in Fig. 5e, and their
corresponding film densities were 3.70 and 4.10 g cm >,
respectively, as shown in Fig. 5f. The oscillations in the XRR

RSC Adv, 2021, 1, 34392-34401 | 34399
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Fig. 5 Electrical properties of the low-temperature processed n-
channelflexible GITZO and p-channel CTSGO TFT annealed at 250 °C.
(a) Evaluation of the GIZTO TFT transfer curves under tensile stress
bending with a radius of 3 mm for 50k bending cycles. Inset of (a)
shows the photograph of the flexible gel-derived GITZO TFT
measurement when it is flat and bending with a 5 mm. (b) AV as
a function of stress time. The TFTs had a W/L of 20 um/10 pm. The
transfer curve and linear mobility as a function of the gate voltage for
(c) pristine and (d) gel-derived CTSGO TFT. Inset of (c) and (d) shows
the histogram for the mobility of 12 pristine and gel-derived CTSGO
TFTs, respectively. Comparison for the (e) X-ray reflectivity (XRR)
spectra and (f) histogram of the CTSGO film density with pristine and
gel-derived precursor solution.

spectra and critical angle are related to the surface morphology
and film density, respectively. The gel-derived CTSGO film
exhibits higher film density, which reveals that the absorption
of moisture can be reduced. The gel-derived CTSGO can achieve
a good interface between the GI/channel and channel/(S/D)
electrodes. These results suggest that the gel-derived
precursor solution could increase the film density by reducing
the defects/porosity of the film, which was further confirmed by
measuring the refractive index (RI) using ellipsometry spec-
troscopy. The RI value for gel-derived (2.27) is higher than
pristine (2.10), as shown in Fig. S12e (ESIt), indicating the
compactness of the film increased by gel-derived precursor
solution (ESIT). The reduction of the porosity and increase of
film density would enhance the TFT performance.>**** The
thin-film properties, such as film density, RI, surface energy,
and work adhesion, for the CTSGO are summarized in Table S3
(ESIt). Therefore, a gel-derived metal-oxide precursor solution
could improve the thin-film quality. The electrical properties
(such as mobility, SS, AVy) for multi-component metal-oxide
based TFTs are summarized in Table S4.7
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Conclusion

In conclusion, we have developed the high mobility of the gel-
derived GITZO thin-film transistor (TFT) using ZrO, as the
gate insulator. The gel-derived GITZO film gives an excellent
interface with ZrO,. The GITZO TFT exhibits the saturation
mobility (usag) of 28.6 & 2.15 ecm®> V™' s7', which is three-fold
higher than the pristine one, and excellent stability under
positive-bias-temperature stress (PBTS) with a small AVyy of
0.15 V at a Vgs of 5 V for 1 h. In addition, the technique was
applied to p-type CTSGO TFT, and its ugg increases from 1.71 to
4.25 cm® V! s by implementing the gel-derived precursor
technique. The enhancement is due to the high quality of the
film, less impurity concentration, and fewer interfacial traps
between the semiconductor and GI. Therefore, the gel-derived
metal-oxide precursor could be used for improving the perfor-
mance of both n- and p-channel TFTs for the next-generation
TFT electronics.
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