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In this paper we will prepared thin films from transparent conductive oxide(TCO) ZnO pure, and do-
ped for various concentration of aluminum (4,8%) using technique chemical vapor deposition (CVD)
at different substrates temperatures (400, 450, 500 °C) on glass substrates. The films were characterized
by X-ray diffraction and UV spectrometer, pure ZnO films and (ZnO: Al) shows, a polycrystalline
structure of the hexagonal wurtzite type, the diagnostics show preferred peaks for the growth of the
crystal grains in the directions (002). The optical measurements have shown that the absorption edge
is shifted towards the shortwave lengths which mean that the energy gap increases with the increase
of aluminum concentration that we obtained E,=3.6 in case of 8% doping Al, and then we noticed
the transmittance increases with increasing the substrate temperature and doping percentage with
aluminum and the highest value was observed at 500 °C and (8%) doping. The electric conductivity
of ZnO films doped with aluminum increases with the percentage of doping until the doping percentage
of (4%), then starts to decrease with the increase in doping percentages at substrate temperatures
(450 °C and 500 °C).

Keywords: thin film, chemical vaporous deposition, ZnO, doping, energy gap.

B pabote ToHKHE TIIEHKH MOIXYYeHBI U3 Mpo3padHoro mposozsmero okcua (I1110), gucroro ZnO,
nerupoBaHHoro amoMuHueM Al (4,8%) pasnuanoii koHueHTpauun. [Inenku ¢popmuposamics MmeTonoM
XUMHYECKOTO OcaxaeHus U3 razoBoii ¢asel (CVD) Ha cTeKIISIHHBIE TOIOKKH TP PA3TUYHBIX TEM-
neparypax (400 °C, 450 °C, 500 °C). IInenkn auctoro ZnO u (ZnO: Al) uccrenoBamucs ¢ MOMOIIBIO
METoJa pEHTI€HOBCKON Ju(pakiyH ¢ ucrnoss3oBanueM YO cnekrpomerpa. McecnenoBanus nokasanm
reKCaroHaJbHYIO MOJUKPUCTALINIECKYIO CTPYKTYpY THIIA BIOPLMTA. JIMarHOCTHKA OKA3aia IpeuMy-
LIECTBEHHBIC MHUKH POCTa KPUCTAIIMYECKUX 3epeH B HampasieHuAx (002). OnTuyeckumMu u3Me-
PEHMSAMU [T0Ka3aHO, YTO MK MOIVIOMIEHHUS CMEIAETCs B CTOPOHY KOPOTKHX BOJIH, YTO YKa3bIBacT Ha
YBEJIMYEHUE SHEPTeTUYECKOTO 3a30pa ¢ IHOBBIICHUEM KOHIECHTpauuu antoMuaus B ZnO. OtmeTnM
TaKXe, 4YT0 K03 (QUIHECHT NPONYCKaHNUS YBEIUUUBAJICS C MIOBBILICHUEM TEMIIEPaTyphl MOAIOKKHI U
MIPOLICHTHOTO COOTHOUICHUS JIETHPOBAaHHOTO aJIOMHMHUS. MakcUMalbHOE 3HadeHre Halllo#aIoch
npu 500 °C 1 NPOLEHTHOM COOTHOILICHUH JIETUPOBAHHOTO alfOMUHUSA (8%). DIEKTPONPOBOIHOCTh
wieHok ZnO, JIErMPOBaHHBIX AIOMHUHHEM, BO3pACcTalla ¢ yBEIMYEHHUEM IIPOLIEHTHOTO COOTHOLICHHUS
Jerupyemoro Marepuaia ao (4%), a 3aTeM HadMHaIa YMEHBIIAThCS, HE CMOTPSI Ha yBETHYEHHE ITPOLI-
€HTHOTO COOTHOIIIEHUS JIETUPOBAHHOTO MaTeprana mpu temreparype moanoxku (400 °C u 500 °C).
KiroueBble c10Ba: TOHKHE IUIEHKH, XUMHYECKOE MapoodpaszHoe ocaxzaeHue, ZnO, UMIyIbCHOE
JIa3epHOE HaIbUICHHUS.

Y po6oTi TOHKI TITIBKH BUTOTOBIEHI 3 MPO30poro npoBigHuKoBoro okcuay (I1I10) gyucroro ZnO, ne-
roBaHOTO ayoMiHieM (4,8 %) pi3Hoi koHIeHTpaIlii. HaneceHHs 3iHCHIOBAIOCS METOIOM XIMIYHOTO
ocapkeHHs 3 Ta30B01 pazu (CVD) Ha cxisiHI MiaKIaaKu pu pisHUX TeMmeparypax (400 °C, 450 °C,
500 °C). ITniBku yrcroro ZnO 1 (ZnO: Al) nocnimKyBanucs 3a JOMOMOTOI0 METOIY PEHTT€HiBChKOT
Judpakiii 3 BUKOpUcTaHHsIM Y@ criektpomerpa. JocmiKeHHIMH BCTAHOBJICHO TE€KCATOHAJIbHY
MOJIIKPUCTANIYHY CTPYKTYpYy THIY BIOpUHTY. JliarHOCTHKa mMOKa3alia TepeBakHi MiKH POCTy
KpHUcTaiuHuX 3epeH y HampsiMkax (002). ONTHYHUMH BUMipIOBAaHHSIMHA BCTAHOBJICHO, IO MK MO-
TIMHAHHS 3MILTYEThCA y 01K KOPOTKUX XBHJIb, SIKa BKa3y€e Ha 30UIbIIEHHS €HEPIeTUYHOTO 3a30py 13
MiJBUIICHHSAM KOHIICHTpAIlii antoMiHito B ZnO. 3a3HaYMMO TaKOX, 10 KOS(DIIIEHT MPOIyCKaHHS
M ABHIIYBABCS 31 3pOCTaHHIM TeMIepaTypH MiAKIaAKH i TPOIEHTHOTO CIiBBiAHOIIECHHS JIETOBAHOTO
aroMiHi0. MakcuMaibHe 3HadeHHs crioctepiranocs npu 500 °C Ta BiIcOTKOBOMY CITiBBiTHOLICHH1
JieroBaHoro aimoMiHito (8%). EnekrponpoiiHicTs miiBok ZnO, JEroBaHUX aIOMIHIEM, 3pocTaa 31
301IBIIEHHSM POLIEHTHOTO CITiBBIJHOIIICHHS JISTOBAHOTO MaTepiaiy a0 (4%), a MOTiM CIIoCTepiraeTh-
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Cs BSMCHUICHHA, HE 3BaXXal0UM Ha 3pOCTaHHA NPOLUCHTHOTO CHiBBiI[HOHIGHHS[ JICTOBAHOT'O MaTepiany

ipu Temreparypi migkinanku (450 °C i 500 °C).

KurouoBi ci1oBa: TOHKI MITiBKH, XiMi4HE MmapornofioHe ocamkeHHs, ZnO, iIMIylIbCHE JTa3epHe Ha-

IIMJICHHSA.

INTRODUCTION

In the resent years, ZnO have received conside-
rable attention due to its application in electrical,
optical, mechanical and scientific research’s as
well as industry. Zinc Oxide is an II-VI wide band
gap semiconductor with a large band gap of about
3.3 eV is one of the most potential materials for
being used as a TCO because of it’s good elect-
rical and optical properties, abundance in nature,
absence of toxicity [ 1, 2] and the ability to deposit
these films at relatively low temperatures [3].
The oxygen vacancies and/or zinc interstitials
correspond to the n-type conductivity of the ZnO
films. The resistivity of these films can be further
lowered by doping them with group III elements
like B, Al, Ga or In. Among all these elements,
Al is considered to be a good dopant for opto-
electronic applications like solar cells due to the
high transmittance that Al-doped ZnO films
exhibit. ZnO: Al is fabricated by RF magnetron
sputtering [4, 5], sol-gel process [3], pulsed laser
deposition [5], spray pyrolysis [6] and chemical
vapor deposition [7], etc. Among them, chemical
vapor deposition that used in this paper, the pro-
cess of deposition and producing homogeneous
films is not a simple process but requires a num-
ber of tests including the selection of the pre-
cursor material, the temperature of substrates, the
evaporation temperature and the flow rate of the
carrier gasses in addition to the location of the
sample in the deposition chamber. All these fac-
tors have a direct effect on the type of the requi-
red prepared film that and on its physical pro-
perties. In this study we observed a number of
observations concerning the films. In some
instance the films did not grow over the subst-
rates or they only partly covered them. In other
instances we observed that the films were formed
as stripes. These cases took place at temperatures
less than 450 °C. While at this temperature and
above, we found that the films status was en-
hanced significantly concerning the rate of
growth and homogeneity while the optimal
temperature degree in this study was found to be
500 °C as the optical, and electrical properties
of the films.

EXPERIMENTAL PROCEDURE
In order to prepare pure ZnO films using chemi-
cal vapors deposition (CVD) techniques on glass
and substrates the deposition material used was
pure zinc acetate hydrous Zn(CH,COO),2H,0
with 98% purity. After preparing the substrates,
they were placed and adjusted in the deposition
unit while the temperature degrees were varied
between (400 — 500 °C) in order to ensure opti-
mum film properties. The pressurized air flow
was also adjusted to the best flow rate which was
found to be 2 L/min to produce the best samples
as. The rate of airflow is related to the uniformity
of the deposited film and it must be adjusted to
prevent the formation of colored strips on the
glass substrates that can interfere with visional
and microscopic inspection. Various temperature
degrees were tested when heating the deposition
material and it was found that the temperature
of (340 °C — 350 °C) is the appropriate tem-
perature degree range. Deposition time was kept
constant at (20 min.) for the both the pure and
doped samples in order to determine the com-
bination of optimal duration with temperature
degree that produces the best results of zinc oxide
deposition and the samples were left afterwards
to cool. The first choice of doping material was
to use chloride aluminum hydrous as a doping
material but it was not possible to produce a
doped film in any of the varied deposition con-
ditions. The reasons were attributed to the weak
or lack reaction ability between the Zn and hyd-
rous aluminum. This led us to seek a different
material which was aluminum nitrate hydrous
with a purity of (98.5%). After using this com-
pound, aluminum doped ZnO films were suc-
cessfully produced with good homogeneity. The
various weight percentages of this used material
were between (4,8%) that were added to the
weight percentages of zinc acetate. The following
equations show how ZnO is produced
Zn(CH,CO0),2H,0 - ZnO + CO, +
+ CH, + steam. (1)

The following equation used to get the lattice

constant [3],
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where a, C is lattice constant, h, k, L is Miller
indices.

The crystalline structure was analyzed by X-
ray diffractometer (DROT-20 v Cu-k,) in the ran-
ge 20 of 30 — 80, the surface morphology of the
films was analyzed using scanning electron
microscope model (REM-106) before and after
annealing. The optical transmittance was mea-
sured using a ENGLAND (1000 SERIES a”
CECIL 1021) spectrophotometer in the wave-
length range from 300 to 1000 nm.

RESULTS AND DISCUSSION

STRUCTURAL PROPERTIES

X-ray diffraction studies of the structure of the
material were carried out on an automated
DRON-4-07 (“Bourevestnik”, www.bourevest-
nik.spb.ru). Automation system using a DRON-
4-07 is based on a microprocessor controller that
provides control of the goniometer GUR-9 and
data transmission in digital form on a PC.

Fig. 1, table 1 displays the XRD spectrum of
ZnO films. Three lines (100) at 20 = 31.76°,
(002) at 20 = 34.47°, (101) at 20 = 36.24° are
pointed, they will be considered for structural
characterization of ZnO. We measured the XRD
spectra for ZnO: Al with different Al ratio
(weight) from 4% to 8% and found the following
results, The films exhibit a dominant peak
corresponding to the (002) plane of ZnO, and
other peaks corresponding to (100), (101), and
indicating the polycrystalline nature of the films.
It is seen from the figure that the relative intensity
of the (002) peak decrease with increasing Al
dopant concentration. The decrease in peak
intensity indicates an improvement in the
crystalline of the films. Besides, a slight shift
was observed in the peaks in the direction of the
lesser angles which may be attributed to the small
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Fig. 1. X-ray diffraction of ZnO, a) — pure, b0 —4% doping,
¢) — 8% doping.

increase in the bond. These result were confirmed
with those obtained from the Joint committee of
powder diffraction standards JCPDS for the ZnO.

Table 1
Lattice parameter of ZnO
. . . Result standard
No 20, Degree hkL d.» A a, A c,A d_ X @ o). &
31.72 100 2.816 2.814
a=3.249
ZnO 34.76 002 2.56 3.24 5.17 2.603 C=5206
36.6 101 2.456 2.475 '
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SURFACE MORPHOLOGY

Microscope test process has been done after
finishing from depositing ZnO thin film on glass
substrate by (CVD).

It can be easily seen that the grains are tightly
packed. And we can see that the smoothly surface
was obtained in case of Al doping in 4% as shown
in fig. 2.

e Bk 0, B

e, zo.ma 5
Fig. 2. Seem image of thin film ZnO, a) — pure, b) —4 %
doping Al, ¢) — 8 % doping.

OPTICAL PROPERTIES

Fig. 3 show the absorption spectra as a function
of the wavelength of the pure ZnO films and the
ZnO films doped with (4,8%) aluminum. From
these figures, we can see the transmission decre-
ased with decrease wavelength, also we can see
two regions are obvious: The first was the region
wave length energy larger than the energy gap
(E,> 3 V) which equals to (A <400 nm) as du-

—e—Al=0 —a—Al=4% o Al=8%

Increase Al doping

Transmittance %

600 800 1000
Wave Length, nm

200 400
Fig. 3. Transmittance spectra as a function of wave length
for ZnO samples deposited at various temperatures (400,
450, 500 °C).

ring this region, the absorption increase sharply
therefore shows that the ZnO: Al can be used as
UV protection films

The second region lies within the wavelengths
range of (400 <A <1000 nm) in which the energy
of the incident photon is low and the (ZnO: Al)
film is transparent to this range and the absorp-
tion is lowest. We can see from the fig. 4 that the
increase in the percentage of aluminum added
to the ZnO leads to the shift in the absorption to-
wards the short wavelengths, a shift that is termed
(Burstein-Moss) shift. This type of shift leads to
an increase in the optical energy gap, also we
can see the decrease of wave length, as its value
very high at the wave length which is located
within optical spectrum and infra-red radiation,
which indicates that these films have large energy
gap to allow most of the visible light to pass as
shown in figure, also the results show that the
transmittance is higher than 80% in all thin films.
The optical energy gap (Eopt) is defined as the
lowest energy required for the electron to travel
from the peak of the coordinate band to the peak
of conductivity band and can be calculated di-
rectly using the electron traveling formula as fol-
lows:

achv) =Ahv-E_| 2, 3)
and can be rewritten as follows
(ahv)?> = A’(hv — Eopt), 4)

and when (ahv)? =0, then Eop = hv.

The relationship between (ahv)? and (hv) can
be plotted as a curve and the extended part of
the curve intersects with the photon energy axis
at (hv)? = 0 and from it we determine the energy
gap of direct allowed traveling as shown in
fig. 4, as shows the energy gaps for pure ZnO
and doped with a (4,8%) aluminum.

An obvious increase is observed for the values
of the energy gap with the increase in the
concentration of aluminum and is in accord with
previous studies (4, 5) within various preparation
techniques, this increase is explained by the
preposition that the ZnO: Al films are semicon-
ductors in which the Fermi level lies in the con-
ducive band which means that the levels at the
bottom of the conductivity band are occupied by
electrons and the shielding of electronic traveling
to these levels is termed the Burstein-Moss effect.
For these films, Eopt is determined from the inter-
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section of the straight lines of the curve with
the energy axis at (hv), and Eopt was found to be
(3.25,3.4,3.6) eV.

014 —— Al=0 —a—AlF4%—=— AlI=8%
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Fig. 4. Measurement of energy band gap for ZnO deposi-

ted at various temperatures (400, 450, 500 °C).

ELECTRICAL PROPERTIES
Fig. 5 shows the change in the electric conduc-
tivity of ZnO un doped and doping with alumi-
num at (4,8%). The effect of doping on the elect-
ric conductivity was determined at various do-
ping percentages and it was shown in figure that
doping had a significant effect of the electric
conductivity of ZnO doped with aluminum.
Fig. 5 shows the change in the electric con-
ductivity of pure ZnO films doped with alumi-
num at (4,8%) at substrate temperatures of (400,
450, and 500 °C). It is shown that the electric
conductivity increases with the increase in the
temperature of the substrate and reaches it hig-
hest level at a substrate temperature of 500 °C.
The reason attributed to this increase in conduc-
tivity with the increase in the substrate tempe-
rature is the improvement of crystal structure and
then increase in the crystal grains which leads to
a decrease in the scattering of the charge carriers
at the edges of the grains and in turn increases

—o—=500-m7=450—a-7=400

20
15
IA
£
Q
10
b
S — ]
0 2 4 6 8

Al concentration %
Fig. 5. Electric conductivity of ZnO un doped, and doping
with (4,8%) for various substrate temperature (400, 450,
500 °C).

the mobility of the carriers and conductivity.
And then the effect of doping on the electric
conductivity was determined at various doping
percentages and it was shown in fig. 5 that do-
ping had a significant effect of the electric con-
ductivity of ZnO doped with aluminum. At
(T =400 °C) the electric conductivity is low in
general when compared with the substrate
temperatures of (450, and 500 °C). At (450 and
500 °C) the electric conductivity increased when
the doping with aluminum increased until 5 %
were after that percentage of doping the electric
conductivity decreased. The increase in electric
conductivity of films doped with an average per-
centage of aluminum is due to the atoms of triple
metals like aluminum that interacts with him film
in various was and the aluminum atoms com-
pensate the Zn locations in the Al lattice acting
as donors as shown in the following formula:

AP - A’ te, (5)
A" occupies the locations in the ZnO lattice and
(e) the free electrons that participate in electric
conductivity.

CONCLUSION

The most important conclusions reached by the
study are as follows: from the X-ray diffraction
we found, the effects of different aluminum con-
centrations on the structural properties, electrical
resistivity and optical transparency of the films
were studied, the films exhibit a dominant peak
corresponding to the (002) plane of ZnO, and
other peaks corresponding to (100), (101), and
indicating the polycrystalline nature of the films.
It is seen from the figure that the relative intensity
of the (002) peak decrease with increasing Al
dopant concentration. The decrease in peak in-
tensity indicates an improvement in the crys-
talline of the films. The seam morphology shows
the grains are tightly packed, and we can see that
the smoothly surface was obtained in case of Al
doping in 4%, from the optical properties we can
see the transmission increases with the increase
in concentration of doping aluminum, the highest
transmission is observed at (8%) doping, also
the results show that the transmittance is higher
than 80% in all thin films. The value of the band
gap is enhanced from 3.25 eV (un doped ZnO
thin film) to 3.65 in case of doping with 8%.
The increase in the band gap can be explained
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by the Burstein-Moss effect. The ZnO films show
good electric conductivity at (450 and 500 °C)
and was found to be 9.740741 (Q c¢cm)' and
14.34615 (Q cm)!, and then the electric condu-
ctivity of The ZnO films doped with aluminum
increases with the increase in temperature and
doping, the highest was 19.34615 (Q cm)™' at
500 °C and 4% doping, then starts to decrease
with the increase in doping percentages at the
temperatures (450 °C and 500 °C).
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