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Temperature annealing effect on structural and optical properties of ZnO

thin films prepared by sol-gel method
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Abstract. ZnO thin films have been synthesized by sol-gel method. The effect of the annealing temperature on the
morphological, structural and optical properties of the ZnO thin films was investigated. A good crystllinity and good transmittance
in the visible spectrum was obtained at the annealing temperature of 400°C.

1. INTRODUCTION

In recent years, the growth and characterization of
zinc oxide (ZnO) materials have been widely studied,
mainly for application in developing short-wavelength
optoelectronics devices. ZnO is an important n-type
semiconductor material with wide band gap (direct band
gap energy of 3.5eV), good chemical stability, good
electrical conductivity and high transmittance with the UV-
visible region [1-3]. These characteristics are required
in various applications dealing with transparent heating
elements for photovoltaic devices, transparent electrodes
used on electroluminescence devices and gas sensors
[4-7]. Many papers report on the physical properties
of ZnO obtained by various deposition techniques such
as reactive RF and DC sputtering [8], chemical vapor
deposition [9], spray pyrolysis [10], electrode position [11]
and sol-gel technique [12]. Particularly,the attractive
deposition technique among these mentioned is the sol-
gel one for being successfully used for transparent
semiconducting film. This technique is simple, cheap,
and allows large depositionarea. Although some papers
dealing with the physical properties of ZnO obtained by
sol-gel have been published [13-15], the investigation
of their precursor remains very limited. The properties
of sol-gel ZnO films are strongly dependent on the
preparation conditions [12,16,17]. A careful control of the
substrate temperature, precursor and the films thickness,
is necessary to obtain the desired properties of coating for
energy efficient windows.

In this paper, we optimize the effect of different
annealing temperatures on the structural and optical
properties of the sample with a precursor ZnCl,. It
is also shown that sol-gel is an adapted technique to
obtain ZnO films with a quality comparable with that of
transparent conducting oxide thin films prepared by other
techniques [10,11].

2. EXPERIMENTAL

The ZnO thin films studied were synthesized by sol-gel
method, deposited on glass substrate previously cleaned
and annealed at various temperatures for one hour.
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Figure 1. Procedure used preparing ZnO thin films.

Table 1. Time and temperature annealing of studied samples.

Annealing | Annealing
Samples | temperature | time (min)
()
ZnCl1 200 60
ZnCI2 300 60
ZnClI3 400 60
ZnCl4 500 60

The starting solution is prepared from the dissolution
of 1073 mol of ZnCl, in 50ml of ethanol at room
temperature and using monoethanolamine (MEA) as
stabilizer. NaOH concentration of 16.1073 mol/I obtained
by dissolving 0.032 g NaOH in 50 ml of ethanol was added.
The resulting mixture was stirred at 60°C for 1h. The
resulting solution is the total volume of 100 ml; the zinc
chloride concentration is from 0.1 mol/l. Figure 1 shows
the procedure used.

To eliminate organic species present in the starting
solution and to densify the material, the sample was
annealed at temperature ranging from 200°C to 500°C
for one hour. Table 1 summarizes the experimental
conditions for preparing samples. X-ray diffractograms
were recorded at room temperature using the apparatus
“Philips X’pert MPD” operating at 40KV, 30 mA and
equipped with a Cu anode ( A=1.5406 A) in the range
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Figure 2. X-ray pattern of ZnO films prepared at various
annealing temperatures.

of 26 between 25° and 70°. The morphological study of
layers was done using a scanning electron microscope
JEOL JSM type-5500. Optical characterization was carried
out at room temperature using SHIMADZU UV-VIS 3101
spectrophotometer.

3. RESULTS AND DISCUSSIONS
3.1. Structural and morphological characterization

The X-ray diffraction patterns of ZnO films as a function
of the different annealing temperatures are shown on
Figure 2.

All the diffraction peaks were identified as being
from ZnO. The indicated peaks shown in the Figure 2
were identified as being polycrystalline ZnO with a
hexagonal wurtzite phase from temperature higher than
400°C. Note that, for the low substrates temperatures
(200°C), one obtains an amorphous structure and from
300°C, the crystallization begins with the appearance of
additional peaks to those of ZnO. Other peaks [(102),
(110), (200), (103), (112), (201)] are also observed, but
their intensity is very small compared to that of the
(100) or (002) peaks (JCPDS: 76-0704). Nevertheless,
their presence indicates that other orientations are
possible on the films and that these orientations do not
disappear with increasing temperature. To conclude, the
films deposited at T, = 400°C are polycrystalline with
maximum intensities for(100), (002) and (101) peaks but
without any preferential orientation. The lattice constants
of hexagonal ZnO film are reported in JCPDS standard
data a = 3.2530 A and ¢ = 5.2130 A. The lattice constant
a and c for all the films are shown in Table 2. These values
are agreement with JCPDS data (Table 2) and that seems
not being affected by the temperature.

For all the films, relative percentage error (d% error)
(by using equation (d% = |d, — d|/d+'00) [18]) data
calculated are given in Table 2. The experimental d, and
JPCDS d-values are in relatively good agreement and show
hexagonal structure.

The grain size of crystallites was calculated using a
well-know Scherrer’s formula [19]. The values found for

Table 2. a, ¢, d% error and grain size for the films.

(hkl) Temperature annealing Temperature annealing
400°C 500°C
a(A) [ c(A)[d% [ Grain | aA) [ c(A)[d% | Grain
error | size error | size
(nm) (nm)
(100) 0.35 | 59.97 0.13 | 46.63
(002) | 3.24 | 5.20 | 0.59 | 46.99 | 3.25 | 5.21 | 0.15 | 70.41
(101) 0.43 | 30.36 0.24 | 42.47

¥
L}
+
¥ L1 19. 04
Cl2-300°C

(oo | Lovsore |

Figure 3. SEM images of ZnO films prepared at different
annealing temperatures.

the grain size are in the range 30—70 nm which agrees with
the values reported in the literature. It can be seen that as
long as the temperature annealing increase the grain size
of the films increases.

Typical SEM images of the surfaces of the ZnO films
deposited at different annealing temperatures are shown on
Figure 3.

Note that no cracks are observed on large scan area for
all samples. The films are continuous and in fact consist of
grains. The XRD results are therefore confirmed by SEM
imaging: the crystallization of ZnO films increases with the
annealing temperature. Figure 3 clearly shows that there is
a change in the surface morphology of ZnO films due to
change of the temperature. It is evident that the amorphous
structure occurred throughout the films deposited at 200 °C
All films deposited at T > 300 °C attain a microstructure
with a close-packed morphology.

3.2. Optical characterization

Figure 4 shows the optical transmittance curves as function
of the wavelength for the ZnO films deposited at various
annealing temperatures.

The films deposited at 400 °C exhibit a high optical
transmittance in the visible spectrum. The average optical
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Figure 4. Optical transmission of ZnO films prepared at different

annealing temperature.

Table 3. Band gap energy values calculated from optical
transition measurements.

Precursor Annealing E, (eV)
temperature ( °C)
200°C 3.48
ZnCl, 300°C 3.56
400°C 345
500°C 3.57

transmittance increases with the temperature and the
maximum is obtained for 400 °C.

Furthermore, the absorption edge shifts towards shorter
wavelength, suggesting a widening of the energy band-
gap with increasing temperature. The shift in band gap is
attributed to the variation in stoichiometry.The band gap
energy was measured by extrapolating the plot of (Ahv)?
versus hv for different temperatures and is listed in Table 3.

A typical value of ZnO optical direct band gap is
3.4eV as reported in the literature and is characteristic
of the good crystallinity of ZnO films [20]. The
widening of the band gap continues with increasing the
temperature. This phenomenon is known as the Moss-
Burstein shift [21]. According to the Moss-Burstein theory,
the donor electrons occupy states at the bottom of the
conduction band. Since the Pauli principle prevents states
from being doubly occupied and optical transitions are
vertical, the valence electrons require extra energy to
be excited to higher energy states in the conduction
band. These features suggest that ZnO films with
enhanced optical properties can be produced by sol-gel at
T =400°C.

4. CONCLUSION

The effect of the annealing temperature on the structural
and optical properties of sol-gel ZnO thin films has
been reported in this article. We have found that the
optical transmittance depend strongly on the annealing
temperature. The optimum value of temperature has been
determined to get the best transmittance ZnO films.

The films deposited at 400 °C are polycrystalline and
exhibit a higher transmittance. The best film in terms of
transmittance consisted of close —packed grains.

These films may be useful for specific applications as
transparent n-type windows in solar cells or for sensors
devices where large surface areas are needed and may
also be an important candidate for UV diode lasers
applications.

References

[1] Z.C. Jin, J Hamberg, C.G. Granqvist, J. Appl. Phys.
64 (1988) 5117.

[2] J.B. Yoo, A.L. Fahrenbruch, R.H Bube, J. Appl. Phys.
68 (1990) 4694.

[3] S. Major, S. Kumar, M. Bhatnagar, K.L.. Chopra,
Appl. Phys. Lett. 49 (1986) 394.

[4] J. Muller, S. Weissenrieder, J. Anal. Chem. 349
(1994) 380.

[5] EC. Lin, Y. Takao, Y. Shimizu, M. Egashira, Sens.
Actuators B 24-25 (1995) 843.

[6] D.C. Reynolds, D.C. Look, B. Jogai, Sol. Sta.
Commun. 99 (1996) 873.

[71 ZK. Tang, G.K.L. Wong, P. Yu, M. Kawasaki,
A. Ohtomo, H. Koinuma, Y. Segawa, Appl. Phys.
Lett. 72 (1998) 3270.

[8] T. Minami, T. Yamamoto, T. Miyata, Thin Solid
Films 366 (2000) 63.

[9] B.M. Ateav, A.M. Bagamadova, V.V. Mamedov,
A.K. Omaev, Mater. Sci. Eng. B 65 (1999) 159.

[10] A. El Hichou, M. Addou, J. Ebothé, M. Troyon
Journal of luminescence 113 (3-4) (2005) 183.

[11] A.ElHichou, N. Stein, C. Boulanger, L. Johann Thin
Solids Films 518. (2010) 4150

[12] H.E. Hussein, Ghufran Mohammad Shabeeb, S.Sh.
Hashim J. Mater. Environ. Sci. 2 (4) (2011) 423.

[13] Harish Bahadur, A. K. Srivastava, R. K. Sharma,
Sudhir Chandra. Nanoscale Res Lett 2 (2007) 469.

[14] Nanda Shakti, P.S. Gupta. Applied Physics Research
2 (1) (2010) 18.

[15] EE. Ghods, H. Absalan.
POLONICA A 118 (2010) 659.

[16] Jing-Shun Huang, Ching-Fuh Lin. J. Appl. Phys. 103
(2008) 014304.

[17] LOU Xiao-bo, SHEN Hong-lie, ZHANG Hui, LI
Bin-bin. Trans. Nonferrous Met. Soc. China 17
(2007) 814.

[18] D.P. Padiyan, A. Marikani, Crys.res. Tecnol. 37,
(2002) 1241.

[19] B. D. Cullity, S. R. Stock, Elements of X-Ray
Diffraction, Prentice Hall, 2001, 3"?ed.

[20] X. Zhao, J.Y. Lee, C.-R.Kim, J.H. Heo, C.M. Shin,
J.-Y. Leem, H. Ryu, J.H. Chang, H.C. Lee, W.G.
Jung, C.S. Son, B.C. Shin, W.J. Lee, S.T. Tan,
J. Zhao, X. Sun, Physica E, 41 (2009) 1423.

[21] E. Burnstein-Moss Phys. Rev. 93 (1952) 632.

ACTA PHYSICA

04007-p.3



	1 Introduction
	2 Experimental
	3 Results and discussions
	4 Conclusion
	References

