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ABSTRACT

Aluminium-doped ZnO (AZO) films were deposited by ultrasonic spray pyrolysis (USP) technique to
investigate its potential application as antireflection coating and top contact layer for copper indium
gallium diselenide (CIGS) based photovoltaic cells. The solution used to prepare AZO thin films contained
0.2 M of zinc acetate and 0.2 M of aluminium pentanedionate solutions in the order of 2, 3 and 4 at.% of
Al/Zn. AZO films were deposited onto glass substrates at different substrate temperatures starting from
450°C to 500 °C. XRD and FESEM analysis revealed the structural properties of the films and almostall the
films possessed crystalline structure with a preferred (00 2) orientation except for the 4 at.% of Al. Grain
size of AZO films varied from 29.7 to 37 nm for different substrate temperatures and atomic percentage
of aluminium. The average optical transmittance of all films with the variation of doping concentration
and substrate temperature was 75-90% in the visible range of wavelength 600-700 nm. Optical direct
band gap value of 2, 3 and 4 at.% Al-doped films sprayed at different temperatures varied from 3.32 to
3.46 eV. Hall studies were carried out to analyze resistivity, mobility and carrier concentration of the films.
AZO films deposited at different substrate temperatures and at various Al/Zn ratios showed resistivity
ranging from 0.12 to 1.0 x 102 £ cm. Mobility value was ~5 cm?/V s and carrier concentration value was
~7.7 x 10" cm~3. Minimum electrical resistivity was obtained for the 3 at.% Al-doped film sprayed at
475°C and its value was 1.0 x 10-2 Q cm with film thickness of 602 nm. The electrical conductivity of

ZnO films was improved by aluminium doping.

© 2010 Elsevier B.V. All rights reserved.

1. Introduction

ZnO is a II-VI group semiconductor material with wide direct
band gap and wurtzite structure. The high stability, melting point
and excitation energy makes it a promising ultraviolet (UV) and
blue optoelectronic material. In addition, ZnO thin films offer a
variety of applications in solar cells, optoelectronic, and gas sensi-
tive devices [1]. A transparent conducting electrode is a necessary
component in all flat panel displays (FPDs). Commercially most
important material for a transparent conducting film nowadays
is Sn-doped In,03 (ITO), owing to its unique characteristics of
high visible transmittance (90%), low DC resistivity, high infra-
red reflectance and absorbance in the microwave region. The high
quality of ITO films deposited by sputtering of oxide targets has
already been successfully achieved on a commercialized produc-
tion scale [2]. On the other hand, ZnO films have attracted interest
as a transparent conductive coating material, because of the mate-
rials characteristics such as (1) cheap and abundant element, (2)
production of large-scale coatings, (3) allow tailing of ultraviolet
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absorption, (4) high stability in hydrogen plasma, (5) low growth
temperature, (6) nontoxic and (7) easy to fabricate. Electrical resis-
tivity of ZnO thin filmis readily modified by the addition of impurity
or post-deposition annealing [2,3]. Aluminum-doped zinc oxide
(AZO) thin films have been prepared by thermal evaporation [4],
chemical vapour deposition (CVD) [5], sol-gel [6,7], pulsed laser
deposition (PLD) [8] magnetron sputtering [2,9], and spray pyroly-
sis [3,10-17], etc.

Among these methods, spray pyrolysis is cheap and useful for
large area applications. This method is simpler, fast, material effi-
cient, easy to use, carried out in non-vacuum system and permits to
obtain films with the required properties for optoelectronic appli-
cations. In the ultrasonic spray pyrolysis (USP) system, an alcoholic
solution containing the precursor-salts is nebulized by an ultra-
sonic actuator and then transported to a heated substrate. The
advantage of USP over conventional pneumatic spraying is low con-
sumption of material, and better control of the spray flux with a soft
carrier-gas flow, which allows the deposition of very thin layers
with homogeneous thickness. Already reports are available on the
In,S3 thin buffer layers deposited by USP over CIGS layers in solar
cells, where the desired film thickness isin nano-scale [15,16]. Since
not many systematic reports are available on the USP deposition of
AZO thin films, this study reports the effect of [Al]/[Zn] ratio in
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Fig. 1. Experimental setup of ultrasonic spray pyrolysis method (1, carrier gas pipe;
2, container; 3, solution; 4, ultrasonic nebulizer; 5, valve; 6, heating system; 7,
deposition room; 8, substrate; 9, tin bath; 10, temperature controller).

the starting solution and substrate temperature on the optical and
electrical characteristics of these thin films which are explored for
its application in photovoltaic devices as transparent conducting
oxide contact.

2. Experimental details

Al-doped ZnO thin films were prepared by ultrasonic spray
pyrolysis method. An ultrasonic spray pyrolytic apparatus (vertical
configuration type) was used. A schematic of homemade experi-
mental setup is showninFig. 1.0.2 M starting solution was prepared
from zinc acetate dehydrate (Zn(CH3COO),-2H,0) (Merck) dis-
solved in methanol (Baker) and acetic acid (Merck). Aluminum
pentanedionate (C;5H;1AlOg) (Alfa) previously diluted in deionized
water and acetic acid (Merck) at 0.2 M was added to the Zn solution
in order to dope the initial solution such that [Al/Zn] ratio to be 2, 3
and 4 at.%. The solution was sprayed onto previously cleaned soda
lime glass substrates. Droplets of solution produced by the ultra-
sonic generator were carried to the substrate by nitrogen gas. The
films were deposited in air at temperatures ranging from 450°C
to 500°C for 10 min. Structural analysis of films was performed
by PANalytical X-ray diffractometer with CuKa (A = 1.5406 A) radi-
ation. SEM micrographs of the films have been taken using JEOL
JSM-7401F FESEM. Transmittance spectra were obtained using SHI-
MADZU UV-vis double beam spectrophotometer in the wavelength
range 300-1100 nm. The film thickness was measured by a KLA
Tencor P15 profilometer, etching an edge of the sample to make a
reference step. Hall measurements were carried out by the Van der
Pauw method using a Walker scientific HV-4H equipment.

3. Results and discussion

When aerosol droplets arrive close to the heated glass sub-
strates, a pyrolytic process takes place and a highly adherent film
of ZnO forms on the substrates. Possible reaction mechanism for
the ZnO thin films deposited by spray pyrolysis has been reported
by Paraguay et al. [18]. In the present work similar kind of reac-
tion mechanism takes place except for the replacement of zinc
atoms by aluminium atoms. Fig. 2 shows simulated pattern of
the ZnO structure incorporated with aluminium. AZO structure is
simulated using Material Studio program considering space group
as P63mc, lattice parameters a=b=3.2533, ¢=5.2073; a=5=90°,
y=120° (hexagonal) and zinc atoms stay at 1/3, 2/3, 0; oxygen
atoms at 1/3, 2/3, 0.3820. From Fig. 2 it is evident that Zn atoms
are replaced by aluminium atoms.

Fig. 2. Stimulated pattern of ZnO structure incorporated with aluminium.

3.1. Structural properties

3.1.1. X-ray diffraction (XRD)

Structural characterization is very important to know the crystal
structure and orientation of the films and also to explain optical and
electrical properties of these films. It is known that crystallite size
is the deterministic factor affecting the enhancement of conductiv-
ity [12,19] and optical transmission [6] of the films. The structural
developments of AZO films deposited for 2, 3 and 4 at.% Al/Zn ratio
as a function of different deposition temperatures ranging from
450°C to 500°C are shown in Fig. 3a-c. As the substrate tempera-
ture increased, the peak intensity and crystal size increased, which
may be due to the decrease in stress with increasing tempera-
ture. All films were polycrystalline with a structure that belongs
to the ZnO hexagonal wurtzite type [JCPDS, 36-1451]. An increase
in peak intensity associated with the (10 1) planes is found for Al-
doped ZnO thin films and no diffraction peaks of Al,O3 or other
impurities were observed [7,11]. In all cases a preferential (002)
growth appears indicating that the crystallite structure of films is
oriented with their c-axis perpendicular to the substrate, irrespec-
tive of Al/Zn content [14] except for the 4 at.% Al films, where it
was observed to have orientation along (101). It was observed
that with the increase in deposition temperature the intensity of
(002) peak increased for 2 and 3 at.% but for 4 at.% the preferential
orientation changed from (101) to (100) at higher temperatures.
However the intensity of (002) peak decreased by increasing the
doping concentration.

Grain size of AZO films varied from 29.7 to 37 nm for differ-
ent substrate temperatures and atomic percentage of aluminium.
The grain size increased with increase in substrate temperature
for all doping concentrations whereas it increased up to a criti-
cal doping concentration of 3 at.% Al and then decreased for still
higher doping concentrations. An increase in doping concentra-
tion deteriorates the crystallinity of films, which may be due to
the formation of stress induced by ion size difference between zinc
and aluminium (r;,2+ = 0.074nm and T3+ = 0.054nm) and the
segregation of aluminium in grain boundaries for high doping con-
centrations [3,6-8]. Similar behavior was observed by Liu et al. [10]



B.J. Babu et al. / Materials Science and Engineering B 174 (2010) 31-37

Fig. 3. XRD patterns of AZO thin films for (a) 2at.%, (b) 3 at.%, and (c) 4 at.% deposited at various deposition temperatures.
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Fig. 4. Comparisons between XRD patterns of (a) simulated and (b) experimental
AZO structure.

in the case of ZnO:Ag films grown by USP and Prathap et al. [20]
in ZnS:Al films. The extra aluminum atoms might not occupy the
appropriate sites inside the zinc oxide crystallites because of the
limited solubility of aluminium in ZnO. This aluminium excess may
occupy interstitial positions and then deform the crystal structure
[21]. Grain size decreased with increase in doping concentration
due to the effect of Al on the nucleation and coalescence of islands
during the process of film growth [20] and also decrease in the pre-
ferred orientation with a reduced grain diameter was noticed with
the increasing Al concentration. Similar pattern was noticed by Atay
etal. [22] in CdS:Ni films deposited by USP and also Yakuphanoglu
et al. [23] observed for fluorine doped ZnO thin films. However,
non-optimal experimental conditions, defects and other chemical
impurities (i.e., in this case doping) may hinder the (0 0 2)-oriented
growth as seen in Fig. 3c for 4 at.% [24]. Fig. 4a and b gives a com-
parison between XRD patterns of simulated AZO structure (Fig. 2)
and the film deposited at 485 °C with 4 at.% aluminium. Simulated
XRD pattern is found to be in good agreement with the experimen-
tal pattern and the simulated pattern exactly matches with all the
peaks found in experimental pattern.

3.2. Surface morphology

3.2.1. Field emission scanning electron microscopy (FESEM)

FESEM images of AZO thin films deposited at 475 °Cwith 2,3 and
4 at.% of Al/Zn ratio are shown in Fig. 5a—c. These images show that
the surface morphology of the films is strongly dependent on the
concentration of aluminium. As it can be seen from micrographs,
grain size varied as doping concentration increased due to the dif-
ference in ionic radius of zinc and aluminium [6]. At higher Al/Zn
concentrations, the development of agglomerates from the small
spiral grains (Fig. 5a) gives rise to elongated secondary grains as
observed in Fig. 5b. After critical aluminium concentration, Al tends
to segregate at the grain boundaries, hindering the development of
longer grains as shown in Fig. 5¢ [14].

3.3. Optical properties

The effects of doping aluminium concentrations and substrate
temperatures on the optical transmittance of AZO thin films are

Fig. 5. FESEM images of AZO thin films deposited at 475 °C with (a) 2 at.%, (b) 3 at.%
and (c) 4at.% of Al/Zn.

presented in Fig. 6a—c. The transmittance of films varied with tem-
perature, maximum transmittance is observed for films deposited
at 450°C. The optical transmittance of all films with various doping
concentrations and substrate temperatures was found to vary from
75 to 90% in the visible range of wavelength 600-700 nm. Trans-
mittance of the doped film with 2 at.% Al at 450°C is near 90% and
is higher than that of the doped film with 3 and 4 at.%. This may
be due to the fact that the film with 2 at.% doping presents more
voids than the films with 3 and 4 at.% doping, which may lead to
a decrease in optical scattering and increase in transmittance [6].
The optical transmittance of films is known to be dependent upon
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Fig. 6. The effects of doping aluminium concentrations: (a) 2 at.%, (b) 3 at.% and (c)
4 at.% and substrate temperatures (1) 450°C, (2) 460°C, (3) 475°C, (4) 485°C and
(5) 500°C on the optical transmittance of the AZO thin films. Inset figure shows
(ahv)?-hv graph for AZO film.

the surface morphology [3]. At higher aluminium concentrations
the films tend to be powdery in nature and whitish in appearance
[25] as in the case of 4at.% FESEM image (Fig. 5c). The decrease
of transmittance at higher doping levels may be attributed to the
increased scattering of photons by crystal defects created by dop-
ing. The free carrier absorption of the photons may also contribute
to the observed reduction in the optical transmission of heavily
doped films [26].

Fig. 7. Variation of optical direct band gap with change in aluminium concentration
for the films deposited at 475°C.

The other important optical parameter is the band gap of materi-
als.Band gap values are obtained by extrapolating the linear portion
in the plots of («hv)? versus (hv) to cut the x-axis, i.e., at (chv)? =0
as given in Fig. 6(inset). First of all, from the plot it was determined
that the film has direct band gap, and this property is suitable for
photovoltaic applications [27]. Secondly, the optical direct band
gap value of 2, 3 and 4at.% Al-doped films sprayed at different
temperatures varied from 3.32 to 3.46eV.

Increment in the direct band gap value of AZO films by dop-
ing of aluminium may be attributed to the Burstein-Moss effect
[3] in which the optical direct band gap increased followed by
heavy dopant concentration. Fig. 7 shows variation of optical direct
band gap with the change in aluminium concentration for the films
deposited at475 °C.Inour case it is observed that a decrease in band
gap after 3 at.% Al doping, this is attributed to anomalous behav-
ior of the optical band gap of nanocrystalline zinc oxide thin films
[28]. According to Srikant and Clarke [28] Burstein-Moss effect is
valid for materials having low effective mass of electrons and holes.
Quantum confinement leads to the initial rise in the optical band
gap. On increasing the carrier concentration to the critical value,
the potential at the grain boundaries collapse, leading to an abrupt
decrease in the optical band gap. Above this carrier concentration
the films behave according to existing many-body theories. In the
case of ZnO films grown by Srikant and Clarke [28] finite potential
at the grain boundaries is 0.1 eV and the small grain sizes (50 nm),
the electrons in the grains experience quantum confinement. In our
case grain size is in the range of 29-37 nm, thus quantum confine-
ment affect is expected. Quantum confinement has primarily two
consequences. First, it splits the conduction band into discrete lev-
els, and secondly, it reduces the density of states available in the
conduction band [28].

3.4. Electrical properties

Besides the optical properties, electrical properties are also an
important aspect of the performance of AZO thin films. The effects
of doping aluminium concentration and substrate temperature
on the electrical resistivity, mobility and carrier concentration of
the doped ZnO thin films are presented in Fig. 8a—c. In all the
cases, the resistivity of film decreases as the growth temperature
increases from 450 °C to 475 °C respectively. After this, the resistiv-
ity increases from 475 °C to 500 °C. Growth temperature also affects
the carrier concentration and mobility of the films. It is observed
that the carrier concentration and the mobility of the films first
increase with increase in growth temperature and then decrease
with temperature. AZO films deposited at different substrate tem-
peratures and at various Al/Zn ratios showed resistivity ranging
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Fig. 8. The effects of aluminium concentrations: (a) 2at.%, (b) 3at.% and (c) 4at.% and substrate temperature on the electrical resistivity (o), mobility (x) and carrier

concentration (n).

from 0.12 to 1.0 x 10~2 Q cm. Mobility value was ~5cm?2/V's and
carrier concentration value was ~7.7 x 1019 cm—3. At higher tem-
peratures, decrease in the content of oxygen vacancies or zinc
interstitials, leads to a more stable material with high resistivity.
In addition, the effects of out-diffusion of alkaline impurities com-
ing from the substrate are promoted at high substrate temperature
regime compensating the donor character of the impurities [29].

By comparison of resistivity of three different compositions of
aluminium, minimum resistivity is found for 3 at.% film deposited
at475°C. An increase in resistivity at higher doping concentrations
is because, when a small amount of Al was introduced into the ZnO
film, the Al was ionized into AI3* and substituted for Zn%*. Thus,
one free electron was produced from one zinc atom replacement by
an aluminum atom [29]. The carrier concentration increased with
the Al concentration up to 3 at.%. At more than 3 at.%, however, the
carrier concentration decreased because the increasing Al atoms
formed some kind of neutral defects and these neutralized Al atoms
did not contribute free electrons [3].

According to Yanfeng et al. [30], oxygen atoms were prone to
form Na zeolite structure which could create more neutral impu-
rity scattering center in the low and high-temperature range except
for the middle one, so the influence of the scattering would be

enhanced. As a result, Hall mobility and carrier concentration
decreased.

Amount of electrically active Al in the film was reduced when
the Al doping is high. Also this result is a consequence of aluminium
solubility into the ZnO lattice, which is limited up to certain value
(in this case 3 at.%), beyond this value it is supposed that the excess
aluminium is segregated at the grain boundaries, as seen in Fig. 5¢
and thus increasing the barrier height and consequently reducing
the electron mobility and carrier concentration [6,14].

4. Conclusions

Al-doped ZnO (AZO) films were successfully prepared by a
homemade ultrasonic spray pyrolysis (USP) technique. The effects
of substrate temperature and aluminium concentration on the elec-
trical and optical characteristics of AZO thin films were studied.
XRD analysis shows that the sprayed AZO thin films are of poly-
crystalline texture with a hexagonal structure. FESEM analyses
revealed polycrystalline morphology of the films. Optical trans-
mittance at 600-700 nm ranged from 75 to 90%, depending on
the substrate temperature during deposition and dopant concen-
tration. The study on variation of band gap leads to quantum
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confinement effect with heavy doping. The lowest resistivity was
1 x 102 Q cm for the 3 at.% [Al/Zn] film deposited at 475 °C. Hence
it can be concluded that, films grown at optimum deposition con-
ditions shows high transmittance and low resistivity. In this study,
we have reported the possibility of producing TCO films based on
Al-doped ZnO using USP with good electrical and optical properties
by optimizing the substrate temperature and doping concentration.
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