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The cooling effect on structural, electrical, and optical properties of epitaxial
a-plane ZnO:Al on r-plane sapphire grown by pulsed laser deposition
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Here, the unambiguous effect of cooling rate on structural, electrical, and optical properties of
a-plane ZnO:Al on r-plane sapphire grown by pulsed laser deposition at 700 °C is reported. A high
cooling rate (~100°C/min) can result in stripe morphology along m-direction and significant
deformation on the epitaxial films of a-plane ZnO:Al with deteriorated crystallinity and
significantly lowered resistivity. Also, photoluminescence spectra exhibit high intensities of excess
violet and green emissions with low intensity of near band edge luminescence. Comparison with
pure a-plane ZnO films is also presented. © 2012 American Institute of Physics.

[http://dx.doi.org/10.1063/1.4759032]

As a wide direct bandgap wurtzite semiconductor, zinc
oxide (ZnO) is an attractive material for potential applica-
tions in light emitting devices, transparent thin-film transis-
tors, and transparent electrodes. Especially, it exhibits an
intense near-band-edge excitonic emission at room tempera-
ture due to its large exciton binding energy (~60 meV), and
low electrical resistivity with high transparency can be
achieved by doping with Al, Ga, and In. These advantages of
ZnO-based materials have attracted much attention in the
last few years.

Because of the low cost, abundant resource availability
and low electrical resistivity compared with other IIIA
impurities, Al-doped ZnO (AZO) is a potential transparent
conducting oxide (TCO) to replace for indium tin oxide.
Though deposition of polycrystalline AZO as TCO has been
intensively studied for practical applications, fundamental
understanding is still lacking. Epitaxial ZnO films doped
with Al (ZnO:Al) may be beneficial for studying the proper-
ties of TCO due to better crystallinity.

Recently, the growth of nonpolar epitaxial films has
attracted a lot of interest as nonpolar ZnO can have better
light emitting performance without the quantum confined
Stark effect often observed in c-plane ZnO.>"> R-plane sap-
phire is a commonly used substrate for growth of a-plane
7ZnO films. However, there are large anisotropic structural
properties along two in-plane directions between nonpolar
ZnO and substrate. For example, the lattice mismatch
between ZnO [0001] and sapphire [1011] is 1.5% and the
thermal mismatch is —40.8%, while the lattice mismatch
between ZnO [1100] and sapphire [1210] is 18.3% and the
thermal mismatch is 7%.%™® Such large anisotropic structural
properties may strongly affect the crystallinity of epitaxial
film.

For actual light-emitting devices, a good and stable
n-type layer of a-plane ZnO is required as well. Among vari-
ous doped ZnO, ZnO:Al is a promising n-type candidate.
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Only a few reports have shown growth of epitaxial a-plane
ZnO:Al on r-sapphire with properties,”'! though the effects
of large anisotropic lattice mismatch between ZnO and sap-
phire on structural properties have been reported by many
studies.'™'® In this paper, the effect of cooling rate on the
crystal, electrical, and optical properties for epitaxial a-plane
7ZnO:Al on r-plane sapphire is reported, which are signifi-
cantly different from those of ZnO deposited under identical
conditions.

7Zn0O:Al epitaxial films were deposited by pulsed laser
deposition (PLD) in a home-made system and a Pascal laser
molecular beam epitaxy (laser-MBE) system. For dedicated
cooling experiments, the film deposition was carried out in
the Pascal laser-MBE system, which was equipped with a
fiber optic pyrometer, a proportional integral derivative con-
troller, and an infrared diode laser on the substrate coupled
with a 10 x 10 mm? back plate to provide accurate closed-
loop temperature control for heating and cooling. The sub-
strates of r-plane sapphire were in a size of 8 x 8 mm®.
Before deposition, the substrate was heated to 850°C for
thermal cleaning in vacuum of about 10~ torr for 30 min in
the chamber. The growth conditions were the substrate tem-
perature at 700 °C with 10 mtorr oxygen partial pressure.
Ablation was done by applying a pulsed KrF excimer laser
(~3J/cm?, 5Hz) on a sintered target fabricated from the
mixture of 99.0wt. % ZnO and 1.0wt. % Al,O3; powders
with 99.9% purity. For controlled cooling experiments,
200 nm thick films were grown, followed by direct cooling
with different rate in oxygen ambient of 10 mTorr. For com-
parison, pure ZnO films were also grown under the same
condition with controlled cooling. To evaluate crystallinities,
x-ray diffraction (XRD) with x-ray rocking curves (XRCs)
and reciprocal space maps (RSM) were performed in a PAN-
alytical X’Pert Pro (MRD) high-resolution x-ray diffraction
system employing a Ge (220) monochromator and Ge (220)
channel cut analyzer. Surface morphologies of the deposited
films were examined in a JEOL JSM-6700F field emission
scanning electron microscope (SEM) and a Veeco Dimen-
sion 5000 atomic force microscope (AFM) operated in tap-
ping mode. The electrical properties were determined by
using the van der Pauw method with a magnetic field of

© 2012 American Institute of Physics
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0.3 T at room temperature (ACCENT HL5500 Hall measure-
ment system). The photoluminescence (PL) spectra were
acquired at 12K by using a 325 nm Hd-Cd laser with power
of about 15 mW as the excitation light source.

A typical x-ray 20/0 diffraction pattern of ZnO:Al films
on r-plane sapphire is shown in Fig. 1(a), illustrating that
only the peaks of sapphire r-plane and ZnO:Al a-plane can
be seen at 52.55° and 56.68° without other peaks. Also, the
phi-scan pattern in Fig. 1(b) shows the positions of ZnO
{1100} peaks in coincidence with sapphire (1213) and
(2113) with spacing angle of 180°, indicating that the epi-
taxial relationship between a-plane ZnO:Al and sapphire is
(1120)ZnO:Al //(lloz)sapphire and [IIOO]ZnO //[lzlo]sapphire as
ZnO grown on r-plane sapphire. Figure 1(c) shows a typical
SEM image of the ~200 nm thick ZnO:Al epitaxial films. At
first sight, it looks like a stripy morphology commonly
observed on a-plane ZnO film. Interestingly, after determina-
tion of the in-plane directions, the stripes shown in Fig. 1(c)
are actually normal to its c-direction different from stripes
parallel to its c-direction usually seen on a-plane ZnO.'?
The average width of these stripes is about 20-30 nm. The
m-direction stripe characteristics have been observed on
a-plane GaN by Craven er al.'” Also, it is known that the
stress may play a significant role on surface morphology
due to strain relaxation of a ﬁlm,lg’21 which can arise from

the large thermal mismatch along [0001], , direction with
r-plane sapphire. Hence, the features of stripe-like morphol-
ogy with grooves observed in the ZnO:Al films might be
related to its growth evolution and thermal stress. To verify
the effect of thermal stress on such stripe-like morphology
of a-plane ZnO:Al epitaxial film, we therefore carried
out controlled cooling experiments after film growth of ZnO

Appl. Phys. Lett. 101, 151907 (2012)

FIG. 1. (a) X-ray 260/0 diffraction pattern, (b) phi-scan
patterns, and (c) SEM image of a-plane ZnO:Al film on
sapphire.

and ZnO:Al under the same deposition conditions for
comparison.

Figure 2 shows AFM surface morphologies of ZnO and
ZnO:Al epitaxial films with 30 and 100 °C/min cooling rates.
For pure ZnO grown on r-plane sapphire with 30 and
100 °C/min cooling rates, smooth surfaces with stripes along
[0001],,, are observed in Figs. 2(a) and 2(b). Generally,
both cooling rates do not have significant effects on surface
roughness and morphology of the ZnO films. However, there
are a few grooves along [1100],, 5, which can be clearly seen
in three dimensional perspective view as shown in Fig. 2(c)
for a-plane ZnO epitaxial film with 100 °C/min cooling rate.
Such grooves have ~0.5 nm depth with ~20-80 nm spacing.
In contrast, relatively rougher surfaces are observed on
Zn0O:Al epitaxial films as shown in Figs. 2(d) and 2(e). How-
ever, large and coarse stripy islands elongated along
[0001],, 5 can be recognized in Fig. 2(e), which actually con-
sist of many fine stripes with grooves along [1100],,, as
shown in Figs. 2(e) and 2(f) similar to the above SEM obser-
vation. For the 30 °C/min cooled ZnO:Al, while the island-
like morphology is clearly seen in Fig. 2(d), the fine stripes
with shorter length can also be observed along [1100],,. It
is noticed that there exist a higher density of fine stripes with
grooves on the ZnO:Al film with higher cooling rate. These
fine stripes width along ZnO c-direction are about 20-30 nm
width with 0.5-1nm deep grooves for both ZnO:Al films
with different cooling rate.

In addition to the appearance of a high density of fine
stripes with grooves along m-direction with high cooling
rate, the cooling effect on crystallinities has been also inves-
tigated with XRCs and RSMs. Figures 3(a) and 3(b) show
XRCs of ZnO epitaxial films with 30 and 100°C/min

FIG. 2. AFM images of (a)-(c) ZnO and (d)-(f) ZnO:Al
films with (a) and (e) 30 °C/min and (b), (c), (e), and (f)
100 °C/min cooling rates.
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cooling, respectively. The full width at half maximum
(FWHM) of XRC //cz,0 is narrower than that of ¢4, for
both pure-ZnO films as reported in the literatures due to large
lattice mismatch present in ZnO m-direction makes c-mosaic
greater than m-mosaic for a-plane ZnO grown on r-plane
sapphire.”* Also, it is illustrated that the higher cooling rate
can result in degradation of crystallinity as the FWHMs of
both XRCs //c and L ¢ are broadened from 0.48° to 0.60° and
0.74° to 0.97°, respectively. However, crystallinities of
ZnO:Al epitaxial films grown on r-plane sapphire along
/lczm0 and Lcz,o exhibit different characteristics as XRCs in
Figs. 3(c) and 3(d) show the larger FWHM in //c than Lc.
The FWHMSs of XRCs _Lc for both films are in the range of
1.5°-1.6°, while the FWHM of XRC //c is 2.36° for 30°C/
min and 3.96° for 100 °C/min. Also, the broad XRCs//c for
Zn0:Al exhibit extended asymmetric distribution, which has
been further examined with RSMs as shown in Figs. 3(e) and
3(f) for the reflections of (1120),. ., and (2204)%lpphire
from the ZnO:Al film with 100 °C/min cooling rate. A long
extended asymmetrical tail is seen in Fig. 3(e) for
(1120),,0.4; consistent with the asymmetric distribution
observed in XRC. Also, an asymmetrical intensity distribu-
tion in the opposite direction can be seen in Fig. 3(f) for
(2204)Sapphire. Hence, it may indicate that both the ZnO:Al
epitaxial film and sapphire substrate are tilted around the
rotation axis of [IIZO]Sapphire towards opposite directions
away from each other. As such opposite tilting of sapphire
reflection away from ZnO:Al one, they might have compen-
sated with bending strains or deformation from each other,

|
0

q, (A"

|
0.001

probably due to thermal stresses caused by cooling. For the
pure ZnO films, however, no such phenomena can be
observed in RSMs (not shown). Therefore, it is reasonably
believed that Al dopants play a critical role on the deforma-
tion in the films due to the cooling effect. Further investiga-
tion may need to understand the exact role of Al dopants in
the a-plane ZnO:Al film with cooling.

Hall measurements for ZnO:Al epitaxial films with 30
and 100 °C/min cooling show that the carrier concentrations
are 3.5 x 10%° and 6.7 x 10°°cm >, respectively. Interest-
ingly, even though the cooling rate has a significant effect on
the crystallinities, a lowered resistivity of 6.37 X 107 Q-cm
has been obtained for the 100 °C/min cooled ZnO:Al film
than 1.62 x 10~ Q-cm for the 30 °C/min cooled one. As the
electron concentration may be compensated with oxygen,”**
higher cooling rate with oxygen ambient could reduce the
exposure time to oxygen during the cooling process. As a
result, the lower resistivity with higher carrier concentration
can be obtained from the sample with higher cooling rate.
For the pure ZnO films, the cooling rate does not have a sig-
nificant effect on the electrical properties, which show the
resistivities in the order of 10~ Q-cm with carrier concentra-
tions of 10" cm ™. In comparison with ZnO, ZnO:Al can
have better electrically conducting properties with worse
crystallinity.

Figure 4 shows low-temperature PL spectra of ZnO and
ZnO:Al. In Fig. 4(a), it is observed that luminescences of the
pure ZnO epitaxial films are simply dominated by near band
edge emissions with deep level emissions being hardly seen.

FIG. 4. Low temperature PL spectra of (a) ZnO and (b)
ZnO:Al films with 30 °C/min (black curve) and 100 °C/
min cooling rates (red curve). The inset in (a) is an
enlarged spectrum of 100 °C/min cooled ZnO showing
the near band edge region.

ZnO:Al
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a 5 b 3
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For near band edge emissions in both 30 and 100 °C/min
cooled ZnO films, typical bound exciton recombination
(D°, X) appears at ~3.35eV (~20meV FWHM) and defect-
related emission (A, X) at ~3.31¢eV (~30meV FWHM).>*2¢
Also, it is noticed that the difference in cooling rate makes
significant variation on PL intensity. The intensity of (D°, X)
emission for 30 °C/min cooled ZnO is one order of magni-
tude higher than that of 100 °C/min one under the same ex-
perimental condition for PL measurements. Also, the
luminescence intensity ratio of (DO, X):(AO, X) is decreased
from 2:1 (30°C/min) to 1:1 (100°C/min). For the ZnO:Al
epitaxial films, the variation of PL characteristics with cool-
ing rate is significantly different from ZnO films. Not only
broader near band edge emissions appear at different posi-
tions with dissimilar intensity but also deep level emissions
exhibit varied distribution as shown in Fig. 4(b). It shows the
near band edge emission peak at ~3.37eV with 186 meV
FWHM and typical V-related deep level green emission®’
at ~2.74 eV for the 30 °C/min cooled ZnO:Al epitaxial film.
With 100°C/min cooling rate, the ZnO:Al epitaxial film
shows about two and half times lower intensity for the near
band edge emission peak compared with the 30 °C/min sam-
ple. Also, deep level green emission at ~2.77 eV and excess
Zn; related deep level violet emission’’ at ~3.01eV are
observed in Fig. 4(d) for the 100 °C/min cooled ZnO:Al epi-
taxial film. It is known that higher carrier concentration may
result in broader near band edge emission due to impurity
band broadening.zg’29 However, such broader near band edge
emissions are not observed in the c-plane ZnO:Al epitaxial
film, which has 1.7 x 10®°°cm™> carrier concentration.*®
Also, the Vg-related deep level and excess Zn; related emis-
sions are only appeared in our ZnO:Al epitaxial films with
intensity increasing with cooling rate. Accordingly, the
broader near band edge emissions with excess deep level
emissions observed in the a-plane ZnO:Al epitaxial films
may be resulted from Al-related defects in ZnO, which are
generated from cooling.

In summary, crystallinity deterioration has been
observed in Al-doped a-plane ZnO epitaxial films grown on
r-plane sapphires with cooling rate of 30 and 100 °C/min in
comparison with ZnO. Asymmetrical deformation of the
a-plane ZnO:Al films in c-direction and fine stripes along
[1100],,,0.4; are only observed in Al-doped ZnO films with
fast cooling rate. Also, the ZnO:Al film with higher cooling
rate shows lower resistivity but with worse crystallinity.
Finally, the difference in cooling rate may result in lower lu-
minescence intensity and significant change on photolumi-
nescence properties of a-plane ZnO:Al films.

Appl. Phys. Lett. 101, 151907 (2012)

The authors gratefully acknowledge the National Sci-
ence Council (Taiwan, ROC) for supporting this work (NSC
Contract No. NSC98-2221-E-009-042-MY 3).

I'T. Minami, Semicond. Sci. Technol. 20, S35 (2005).
>T. Makino, A. Ohtomo, C. H. Chia, Y. Segawa, H. Koinuma, and M.
Kawasaki, Physica E 21, 671 (2004).
3T. Makino, Y. Segawa, M. Kawasaki, and H. Koinuma, Semicond. Sci.
Technol. 20, S78 (2005).
M. Brandt, M. Lange, M. Stolzel, A. Miiller, G. Benndorf, J. Zippel, J.
Lenzner, M. Lorenz, and M. Grundman, Appl. Phys. Lett. 97, 052101
(2010).
SM. Lange, C. P. Dietrich, K. Brachwitz, M. Stolzel, M. Lorenz, and M.
Grundmann, Phys. Status Solidi RRL 6, 31 (2012).
SW. M. Yim and R. J. Paff, J. Appl. Phys. 45, 1456 (1974).
"CINDAS LLC, Thermophysical Properties of Matter Database 7 (2011).
https://cindasdata.com/Applications/TPMD/.
SH. Sawada, R. Wang, and A. W. Sleight, J. Solid State Chem. 122, 148
(1996).
°V. Srikant, V. Sergo, and D. R. Clarke, J. Am. Ceram. Soc. 78, 1931 (1995).
1%p, Kuppusami, G. Vollweiler, D. Rafaja, and K. Ellmer, Appl. Phys. A 80,
183 (2005).
""M. Kumar, R. M. Mehra, and S.-Y. Choi, Curr. Appl. Phys. 9, 737 (2009).
2y, Wang, C. Chen. Z. Gong, J. Zhang, M. Gaevski, M. Su, J. Yang, and
M. Asif Hkan, Appl. Phys. Lett. 84, 499 (2004).
13y-M. Chauveau, P. Vennégues, M. Laiigt, C. Deparis, J. Zuniga-Perez,
and C. Morhain, J. Appl. Phys. 104, 073535 (2008).
G. Saraf, Y. Luc, and T. Siegrist, Appl. Phys. Lett. 93, 041903 (2008).
13C. C. Kuo, W.-R. Liu, W. F. Hsieh, C.-H. Hsu, H. C. Hsu, and L. C. Chen,
Appl. Phys. Lett. 95, 011905 (2009).
'6p, Pant, J. D. Buadi, and J. Narayan, Acta Mater. 58, 1097 (2010).
M. D. Craven, F. Wu, A. Chakraborty, B. Imer, U. K. Mishra, S. P. Den-
Barrs, and J. S. Speck, Appl. Phys. Lett. 84, 1281 (2004).
8c.w. Snyder, B. G. Orr, D. Kessler, and L. M. Sander, Phys. Rev. Lett.
66, 3032 (1991).
19S. J. Hearne, J. Han, S. R. Lee, J. A. Floro, D. M. Follstaedt, E. Chason,
and I. S. T. Tsong, Appl. Phys. Lett. 76, 1534 (2000).
20K. Ito, K. Hiramatsu, H. Amano, and I. Akasaki, J. Cryst. Growth 104, 533
(1990).
2IE. C. Young, A. E. Romanov, C. S. Gallinat, A. Hirai, G. E. Beltz, and J.
S. Speck, Appl. Phys. Lett. 96, 041913 (2010).
228 K. Han, S. K. Honga, J. W. Lee, J. Y. Lee, J. H. Song, Y. S. Nam, S. K.
Chang, T. Minegishi, and T. Yao, J. Cryst. Growth 309, 121 (2007).
23S. Lany and A. Zunger, Phys. Rev. Lett. 98, 045501 (2007).
247 -M. Chauveau, C. Morhain, B. Lo, B. Vinter, P. Vennégues, M. Laiigt,
D. Buell, M. Tesseire-Doninelli, and G. Neu, Appl. Phys. A 88, 65 (2007).
237, Fallert, R. Hauschild, F. Stelzl, A. Urban, M. Wissinger, H. Zhou, C.
Klingshirn, and H. Kalt, J. Appl. Phys. 101, 073506 (2007).
260M, Schirra, R. Schneider, A. Reiser, G. M. Prinz, M. Feneberg, J. Bisku-
pek, U. Kaiser, C. E. Krill, K. Thonke, and R. Sauer, Phys. Rev. B 77,
125215 (2008).
27C. H. Ahn, Y. Y. Kim, D. C. Kim, S. K. Mohanta, and H. K. Cho, J. Appl.
Phys. 105, 013502 (2009).
8T N. Morgan, Phys. Rev. 139, A343 (1965).
2%E. Tliopoulos, D. Doppalapudi, H. M. Ng, and T. D. Moustakas, Appl.
Phys. Lett. 73, 375 (1998).
], H. Noh, L. S. Cho, S. Lee, C. M. Cho, H. S. Han, J. S. An, C. H. Kwak,
J. Y. Kim, H. S. Jung, J. K. Lee, and K. S. Hong, Phys. Status Solidi A
206, 2133 (2009).


http://dx.doi.org/10.1088/0268-1242/20/4/004
http://dx.doi.org/10.1016/j.physe.2003.11.110
http://dx.doi.org/10.1088/0268-1242/20/4/010
http://dx.doi.org/10.1088/0268-1242/20/4/010
http://dx.doi.org/10.1063/1.3475402
http://dx.doi.org/10.1002/pssr.201105489
http://dx.doi.org/10.1063/1.1663432
https://cindasdata.com/Applications/TPMD/
http://dx.doi.org/10.1006/jssc.1996.0095
http://dx.doi.org/10.1111/j.1151-2916.1995.tb08912.x
http://dx.doi.org/10.1007/s00339-003-2485-x
http://dx.doi.org/10.1016/j.cap.2008.07.002
http://dx.doi.org/10.1063/1.1644054
http://dx.doi.org/10.1063/1.2996248
http://dx.doi.org/10.1063/1.2965801
http://dx.doi.org/10.1063/1.3159470
http://dx.doi.org/10.1016/j.actamat.2009.10.026
http://dx.doi.org/10.1063/1.1650545
http://dx.doi.org/10.1103/PhysRevLett.66.3032
http://dx.doi.org/10.1063/1.126087
http://dx.doi.org/10.1016/0022-0248(90)90156-F
http://dx.doi.org/10.1063/1.3276561
http://dx.doi.org/10.1016/j.jcrysgro.2007.09.025
http://dx.doi.org/10.1103/PhysRevLett.98.045501
http://dx.doi.org/10.1007/s00339-007-3983-z
http://dx.doi.org/10.1063/1.2718290
http://dx.doi.org/10.1103/PhysRevB.77.125215
http://dx.doi.org/10.1063/1.3054175
http://dx.doi.org/10.1063/1.3054175
http://dx.doi.org/10.1103/PhysRev.139.A343
http://dx.doi.org/10.1063/1.121839
http://dx.doi.org/10.1063/1.121839
http://dx.doi.org/10.1002/pssa.200881790

