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a  b  s  t  r  a  c  t

We  report  the  growth  of Al-catalyzed  ZnO  nanowires  (NWs)  using  a thermal  evaporation  technique.
Before  the growth,  the substrates  were  covered  with  a distribution  of  Al nano-island  that  act  as  seeds.
We found  that  the  density  of NWs  increases  as  the  density  of  seeds  is  increased,  confirming  the  cat-
alyst  properties  of Al.  The  critical  parameters  of  growth  are  the substrate  temperature,  oxygen  partial
eywords:
hysical vapor deposition processes
anomaterials
inc compounds
emiconducting II–VI materials

pressure  and  the  thickness  of  the  initial  Al layer  from  which  the  seeds  are  formed.  The  results  showed
that  the  oxygen  pressure  has a strong  influence  on the structural  characteristics:  the  nanowires  exhibit  a
preferential  orientation  in the (0  0 l)-planes  when  they are  grown  at low  oxygen  flow,  and  they  become
polycrystalline  when  a high  concentration  of  oxygen  in  the  flow  is used.  We  consider  that  the  growth
occurs  via  a vapor-solid-solid  (VSS)  process  as the predominant  growth  mechanism.

© 2015  Elsevier  B.V.  All  rights  reserved.
. Introduction

During the last decade, there has been a renewed interest in
tudying zinc oxide since it is one of the most promising materials
o be used in nanotechnology due to its exceptional photonic and
lectronic properties, as well as its great thermal stability and oxi-
ation resistance [1,2]. The ability of the ZnO surface to adsorb gas
olecules determines its application in gas sensor devices. Also,

he lack of a center of symmetry in its wurtzite structure, com-
ined with a large electromechanical coupling, results in strong
iezoelectric and pyroelectric properties and the consequent use of
nO in mechanical actuators and piezoelectric sensors. Undoubt-
dly, one of the most important characteristic is its wide band-gap
3.37 eV) which makes ZnO suitable for short wavelength optoelec-
ronic applications.

There are several techniques to grow nanostructures (NSs).
onsidering the growth from the vapor phase, the vapor-liquid-
olid (VLS) mechanism [3,4] is one of the most used for growing
anostructures. In this technique, the anisotropic crystal growth
s guided by a droplet of liquid metal, which acts as a preferred
bsorption site for the incoming vapor reactants due to its higher
urface sticking coefficient. Typically each metal droplet, which

∗ Corresponding author at: Laboratorio de Física del Sólido, Departamento de
ísica, Facultad de Ciencias Exactas y Tecnología, Universidad Nacional de Tucumán,
rgentina. Tel.: +54 3814364111; fax: +54 3814363004.

E-mail address: zc@famaf.unc.edu.ar (C. Zandalazini).

ttp://dx.doi.org/10.1016/j.mseb.2015.02.002
921-5107/© 2015 Elsevier B.V. All rights reserved.
works as a virtual template, remains at the tip of the resultant nano-
structure. In most cases, the diameter of the nanostructure is largely
determined by the size of the metal droplet, and the latter depends
primarily on temperature, degree of supersaturation, and on the
liquid–vapor surface energy [4].

On the other hand, the growth of NSs from the reactants in the
gas phase could also occur in the absence of any metal catalyst, via
the process known as vapor–solid (VS) mechanism [4–7]. In this
case the morphology of the resultant NSs largely depends on the
substrate temperature, pressure, carrier gas flow rate, and source
materials [8,9], and it has also been found that the NSs morphology
is strongly determined by the anisotropy in the growth rates of the
different crystallographic surfaces [4].

In addition to the VLS and VS, a third and less studied growth
mechanism is also possible, namely the vapor-solid-solid process
(VSS) [6,10–12]. Although the precise physical mechanism that
governs the VSS growing process is still a controversial subject,
it is accepted that the growth occurs through or at the surface of
a solid catalyst. The VSS growth has been reported for many cata-
lyst/nanostructure pairs, such as TiSi2-catalyzed Si nanowires [13],
and SiOx-catalyzed InAS nanowires [14], among others. Unlike the
VLS mechanism, the VSS process occurs at temperatures lower than
the bulk eutectic temperature. In particular, Wang et al. [6] have
reported that Al can be used as a catalyst to grow Si NWs  at tem-

peratures considerably lower than the eutectic temperature of the
Al–Si binary system (577 ◦C). Unlike the typical VLS growth, Al-
catalyzed NWs  tend to be tapered, a feature commonly associated
with the VSS growth mechanism [12].

dx.doi.org/10.1016/j.mseb.2015.02.002
http://www.sciencedirect.com/science/journal/09215107
http://www.elsevier.com/locate/mseb
http://crossmark.crossref.org/dialog/?doi=10.1016/j.mseb.2015.02.002&domain=pdf
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60 C. Zandalazini et al. / Materials Science and Engineering B 195 (2015) 59–65

Dsf de

t
t
o
o
g
t
r

m
a
t
q
t
l
t
i
e
c
o

2

p
s
u
e
i
n

a
i
a
t
m
o
w

F
A
c

Fig. 1. Schematic diagram of the ZnO NSs growing system. Distance 

Recently, Govatsi et al. [15] have published a detailed study on
he influence of the Au film thickness and annealing conditions on
he VLS growth of ZnO NSs. This work can be seen as an indication
f both the considerable current interest in growing ZnO NSs and
f the difficulties in the reproducibility of the results, even when
old, one of the most studied catalyst, is used. This in turn is due
o the intrinsic difficulties in controlling the many parameters that
ule the process.

In this article, we study the growth of ZnO nanowires using alu-
inum as catalyst as an alternative to the conventional ones. From

 technological point of view, aluminum is a much more attrac-
ive catalyst material, and even though it is known that aluminum
uickly oxidizes, our results show that this is not an impediment
o act as a solid catalyst, promoting the study to other metal cata-
ysts under oxidizing atmospheres. We  study the correlation between
he density of Al seeds and the density of the resulting NWs. Also,
n order to investigate the growth mode, we studied the depend-
nce of the form, density and structure of the NWs  on the growing
onditions using different temperatures and partial pressures of
xygen.

. Experimental details

Films of high purity aluminum (5 N) were prepared at room tem-
erature using DC sputtering deposition on SiO2(500 nm)/(1 0 0)Si
ubstrates. The substrates were previously cleaned by a three-step
ltrasonic cleaning, using acetone, ethanol and deionized water in
ach 3-min step. After deposition, the films were annealed at 600 ◦C
n argon atmosphere (760 Torr) for 15 min, in order to obtain the
ano-islands (seeds).

A  mixture (1:1 weight ratio) of ZnO powder (Alfa-Aesa ZnO 5 N)
nd graphite C (impurity < 0.1 ppm, Ringsdorff GmbH) was placed
n an alumina boat in the center of the quartz tube surrounded by

 tube furnace, which was maintained at 1100 ◦C. Through one of

he quartz tube ends, different oxygen/argon high purity (5 N) gas

ixtures were injected using a total flow of 150 sccm. A pressure
f 1 Torr was maintained during the growth. The seeded substrates
ere placed downstream on top of an upside-down alumina boat,

ig. 2. Left: SEM image of the SiO2/Si substrate covered with an Al film 26 nm thick. Th
l/SiO2/Si after an ex-situ annealing showing the resulting droplets. The inset shows th
oncentration).
termines the substrate temperature for a given central temperature.

at temperatures between 800 and 950 ◦C, controlled by the distance
Dsf to the center of the furnace, see Fig. 1.

The morphology and chemical analysis of the samples and
substrates were studied by field-emission scanning electron
microscopy (FEG-SEM, ZEISS Supra 55VP with Energy-dispersive
X-ray spectroscopy). For structural characterizations, X-ray diffrac-
tion (XRD) patterns were recorded in a Philips PW 3830
diffractometer using Cu-K˛ radiation.

3. Results and discussion

3.1. Deposition of the Al initial films and seeds formation

Using different times of sputtering, Al films of 3, 10, 20, 26 and
30 nm thick were obtained. Fig. 2 (left) shows Scanning Electron
Microscopy (SEM) images of the substrate with 26 nm thick of Al
where a homogeneous deposit can be observed. The inset shows a
zoom in which the naked SiO2 substrate is also visible.

After of an ex-situ annealing (see Section 2), the film turns into
a homogeneous distribution of droplets, as shown in Fig. 2 (right).
The inset shows the histogram of the size distribution; the seed cov-
erage has a density of 14.9 droplet/�m2. The fit using a Gaussian
function gives a mean diameter of D0 = 22 nm and a standard devi-
ation, � = 3 nm.  The SEM images confirmed that the surface density
of seeds increases as the thickness of the Al film was increased.

We consider that, after deposition, the Al films were passivated
by an Al oxide layer, and this could be an obstacle for the seed for-
mation. However, the SEM images and size distribution show a very
good uniformity in the size of the droplets. Therefore, we  consider
that the transformation of the films into particles and/or mounds
by the annealing process at 600 ◦C is an evidence that, below the Al
oxide layer, the Al remains in metallic form. Moreover, we  can infer
that the oxide layer was less than 3 nm thick, i.e., the minimum film

thickness used in this work, otherwise the droplets could not have
been formed.

The only elements detected by EDS on the seeded substrates, see
upper right inset in Fig. 2, were Al, O and Si, indicating that neither

e inset shows a magnification of a zone where the SiO2 is visible. Right: (26 nm)
e droplet size distribution (14.9 droplet/�m2) and EDS spectrum (0.40% at. of Al
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Fig. 4. (a) SEM images of sample ZOAn20 (left) and the NWs  size distribution
(bottom right). The top right images are two enlarged views of the characteris-
tic  structures, where the faceted hexagonal shape of the nanowires and diameter
reduction between growth stages can be seen. (b) SEM image of sample ZOAn30. Top

◦

ig. 3. (a) SEM images of sample ZOAn3 and the NWs  diameter distribution. On top
ight, a detailed SEM image of the ZnO nanowires. (b) SEM images of sample ZOAn10
detailed SEM image at top right) and the NWs  size distribution with a Gaussian fit.

he cleaning process nor the ex-situ annealing introduce detectable
ontamination. The concentration of Al measured was  0.40% at.

.2. Effect of the Al seeds density on the growth of ZnO
anostructures

ZnO NSs were grown on four substrates with different catalyst
ensities: 3, 10, 20 and 30 nm of Al initial film thickness. The sam-
les were named ZOAn3, ZOAn10, ZOAn20, ZOAn30, respectively.
he temperature of the substrates was kept at 900 ◦C, by placing
hem at Dsf = 15.0 cm from the precursor powder. A flow of Ar/O2

ixture (20% of O2) was maintained and the reaction time used
as 15 min.

Figs. 3a and 4b show the SEM images of the samples ZOAn3,
OAn10, ZOAn20, and ZOAn30. A strong influence of the Al film
hickness on the density of the grown NWs  can be seen (from 24.3
o 39.7 NWs/�m2).

Sample ZOAn3 presents the lowest NWs  coverage, see Fig. 3a. A
ean NWs  diameter: D0 = 33 nm and a standard deviation: � = 8 nm
ere estimated from the histogram of the NWs  size distribution
sing a Gaussian fit, see at the bottom right of Fig. 3a. For sample
OAn10, see Fig. 3b, similar structures were obtained, but with an
ncrease in D0 = 52 nm and � = 12 nm.  It is remarkable that sample
OAn20, see Fig. 4a, showed a clear bimodal size distribution with
0 = 28 nm and 65 nm,  and � = 8 nm and 15 nm, respectively.

As it can be observed in Fig. 4b, for sample ZOAn30, the density

f the grown NWs  was larger than all the previous ones. The total
overing of the surface could indicate either the formation of big
latelets due to the increment in the size of the Al droplets, or the
ormation of a ZnO film at the first stage, on which the NWs  grow
right shows a SEM image with a tilt of 30 , and below their corresponding diameter
size distribution.

later. Sample ZOAn30 also presents a bimodal size distribution with
D0 = 28 nm and 48 nm,  and � = 2 nm and 5 nm,  respectively (bottom
right of Fig. 4b).

An increase in the size of the catalyst seeds led to an increase
in the size of the base of the NSs. Then, in the first stage, the
ZnO grows in the form of platelets, due to an anisotropic abnor-
mal  grain growth process [16]. After that, the growth of thin wires
followed. The dramatic diameter reduction observed (about 70%,
see Fig. 4a) is due to the different surface energies of the different
crystal planes [16–18]. After a certain time of growth, the struc-
tures continue to grow in the form of whiskers led by polar surface
(0 0 1) of ZnO, the surface energy of this face being much higher
than that of the other facets. Thus, from certain size of platelets, it
is energetically favorable to change from a layer-to-layer growth
mechanism to a simultaneous multilayer growth mechanism, the
later being responsible of the nano-particle formation. This will be
further analyzed below and in Section 3.4, where an increase in the
time of growth was considered.

In order to confirm the catalyst effect of Al seeds on the ZnO
NSs growth, bare SiO2/(1 0 0)Si and Al/SiO2/(1 0 0)Si without ex-
situ annealing were used as substrate materials in a deposition
process identical to that of sample ZOAn30, the one with the
denser coverage, and we did not observe ZnO growth in any

case.

These results, and the absence of NSs when no Al layer was
deposited, show that the Al has indeed a catalytic behavior.
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Fig. 5. (a) SEM image, EDS spectrum and NWs  size distribution of sample ZOAm800.
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tatistical analysis give D0 = 23 nm and � = 3 nm.  (b) SEM image, EDS spectrum and
Ws  size distribution of sample ZOAm950. Statistical analysis give D0 = 80 nm and

 = 13 nm.

.3. Effect of the temperature of growth on the ZnO nanowires
rrays

The substrate temperature effect was studied using
l(26 nm)/SiO2/(1 0 0)Si substrates at 800 ◦C and 950 ◦C, samples
OAtm800 and ZOAtm950, respectively. The other parameters of
rowth were kept without changes.

SEM images (see Fig. 5a and b) show a strong influence of the
emperature on the morphology of the NWs. Narrow and long NWs
re obtained at 800 ◦C, while the growth at 950 ◦C presents similar
eatures than the samples grown at 900 ◦C as shown in the previous
ection.

The ZnO forms a dipole moment and has a polarization along the
-axis, having positively charged (Zn) and negatively charged (O)
urfaces. The positive {0 0 1} facet has the highest surface energy
ith the fastest growth rate along the c-axis, and the difference in

he growth velocities of different planes/facets gives rise to various
rystal facets and will determine the final shape and aspect ratio of
he ZnO crystal [19,20].

At low temperature, the mobility and the diffusion length of
he ions on the substrate are rather limited, prohibiting the ions to
iffuse beyond a small range in the vicinity of the initial nucleation,
nd thus the unidirectional growth of narrow NWs  dominates.

At higher temperatures, the rate of the Zn reoxidation is
ncreased, and considering that the mobility and diffusion length of

he ions are larger, the preferential direction of growth at the initial
tage lies in the plane of the substrate.

At even higher temperatures, the mobility and diffusion length
f the ions are larger, favoring platelets growth, but the rate of the
Fig. 6. X-ray diffraction spectra of the samples grown with 10, 20 and 30 percent
oxygen of the 150 sccm Ar/O2 mixture.

Zn reoxidation is increased, thus decreasing the growth rate of the
final NWs  [21]. The SEM image of sample ZOAm950 (see Fig. 5b)
shows only platelets, which indicates a reduction of Zn vapor during
the growth. The amount of Zn vapor that is released can be affected
by a reverse oxidation reaction of Zn at temperatures higher than
900 ◦C, which is markedly dependent on the amount of CO [22]. The
fast oxidation of the condensing Zn gas could lead to the formation
of ZnOx platelets, and as the ZnO has a much higher melting point
(1975 ◦C) than metallic Zn, the optimum conditions required are
lost, and thus no further growth would take place.

Fig. 5a and b also shows the EDS spectra of the samples grown at
800 and 950 ◦C, from which Zn concentrations of 1.03 and 0.35%at.,
respectively can be determined. The value of Al concentration is
in total agreement with the expected, about 0.40% at. in both
samples, since they had the same thickness of initial Al film. No
trace of other metal components can be observed, corroborating
that the experimental procedure is clean and free of detectable
contamination.

3.4. Influence of the partial pressure of oxygen during the growth

The total pressure and oxygen partial pressure play an impor-
tant role in the kinetics of the ZnO condensation and the control
of the characteristics of the NWs  [22]. While the Ar flow is associ-
ated only to the gas transport, the oxygen partial pressure is often
associated to the growth process in ZnO carbothermal reduction
[4]. Based on this, different oxygen concentrations were injected in
the gas flow during the growth of the NWs, preparing the samples
ZOAp10, ZOAp20, and ZOAp30, where the number stands for the
percentage of oxygen concentration. The samples were grown on
Al(26 nm)/SiO2/(1 0 0) Si substrates at 900 ◦C using a longer deposi-
tion time of 30 min, in order to enhance the influence of the oxygen
concentration variation.

Fig. 6 shows the X-ray diffractograms of these three samples,
where a strong influence of the oxygen pressure in the preferential
orientation of the crystal structure of the NWs  can be seen. For
the three oxygen concentrations studied, nanowire-like structures
were observed (see Figs. 7–9). We  select the XRD in the range of
33–40 degree because this reduced range is enough to determine
the presence of other phases, as AlZn (ICSD# 150814), Al2O4Zn
(ICSD# 9559), Al2O3 (ICSD# 82-1468), and Al (ICSD# 52255), but
no characteristic peaks from other impurities are detected.

In bulk polycrystalline ZnO, the intensity corresponding to

(0 0 2) plane is about 40% lower than the intensity of the main
(1 0 1) reflection [23]. In sample ZOAp10, the intensity correspond-
ing to the (0 0 2) plane is about 300% higher than the intensity of
the (1 0 1) reflection indicating that there is a marked texture in the
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Fig. 7. SEM image of sample ZOAp10. (Left) The growth direction marked with an arrow, (a), and a possible self-catalysis process, (b), are shown. (Right) Hexagon-shaped
pyramids with flat terraces and steps are seen at the ends of the NWs.

F  the o
I

(
o
t
a
o
t
c
Z
s

m
i
f
d
w
s
m
(
3
s
t

F

ig. 8. SEM images of the sample ZOAp20 (left) and ZOAp30 (right). The increase of
n  both cases, the tips are strongly faceted or flat.

0 0 1) direction, normal to the substrate surface. An increase of the
xygen percentage causes a reduction in the preferential orienta-
ion: similar intensities of the (0 0 2) and (1 0 1) diffraction peaks
re observed with 20% O2, and a totally polycrystalline structure
ccurs for 30% of oxygen during the growth. The c-lattice parame-
er of ZnO as calculated from the positions of the (0 0 2) reflections is

 = 5.23 Å, which correlates well with the c value of 5.2069 Åfor bulk
nO [23], indicating that a low strain level exists in the NWs  without
ignificant changes regarding the partial pressure of oxygen.

The three samples show the same growth mode, but an incre-
ent in the covering is observed as the oxygen concentration is

ncreased. Fig. 7 shows in detail the different stages of growth
or the sample with low oxygen partial pressure. At the left, the
irection of growth of the consecutive hexagon-shaped pyramids
ith flat terraces is marked with an arrow and marked (a). In the

ame figure, an example of growth on the sides of the main NWs,
arked (b), is shown. These lateral growths are strongly reduced
in quantity) when the partial pressure of oxygen is increased to
0%, what can be associated with Zn-rich regions (growth lead by
elf-catalysis from ZnO droplets attached to the surface and tip of
he rods).

ig. 9. SEM image of sample ZOAp30b growth at 800 ◦C and its corresponding diffractogra
xygen partial pressure gives rise to a higher covering and homogeneity of the NWs.

A fourth sample, ZAOp30b, was prepared using a lower growth
temperature of 800 ◦C and maintaining the rest of the parame-
ters equal to those of sample ZOAp30. The typical growth mode
observed in the previous samples is obtained (Fig. 9 (left)). But, in
contrast with what was  found in sample ZOAp30, sample ZOAp30b
presents a preferential growth in the (0 0 l) plane (Fig. 9 (right)).
This indicates that a reduction in the temperature causes similar
consequences than those of a reduction in the oxygen partial pres-
sure during the growth, at least with respect to the crystallographic
orientation.

3.5. Growth mechanism

So far, the effect of the Al as catalyst is evident, it remains to be
determined whether the NWs  growth occurs via VLS, VS, or VSS pro-
cess. For a study of the growth modes, SEM images were analyzed

considering the directions of NWs, as is shown in Fig. 10. Tripod-
like structures are observed to appear with increasing thickness
of Al initial films. The 120◦ angle between NWs  in this stack-
ing fault could be indicating that the growth occurs starting from

m (ZnO: chart79-208 [23]). In the inset, the same sample with a tilt of 30◦ is shown.
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Fig. 10. (Left) A twin stacking fault gives rise to an azimuth of 120◦ between NWs  (SEM image taken from sample ZOAn30). (Right) Side view of the sample. The indicated
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ngle  is measured with respect to the substrate surface.

yramidal mounds with {1 1 2 3} planes as faces [24]. These struc-
ures are frequently observed in the self-catalysis process [25,26].

It is well known that the aluminum surface oxidation tends to
e self-limiting, and beyond a surface layer a few nanometres thick,
here is no further oxidation [27,28]. Besides, Oughaddou et al. [29]
howed that the oxidation process (at room temperature) stabilizes
he aluminum atoms at the surface by forming a stable compound
AlOx), rather than bulk alumina (Al2O3). We  consider that in our
xperiments this AlOx compound could have formed a diffusion
arrier for the Zn atoms, thus promoting the nucleation and growth
f Zn in the initial stage. It is worth to remark, that in all the growth
rocesses of our samples, the same heating rate (25 ◦C/min) was
sed, so we consider that the aluminum surface oxidation process,
revious to the nucleation and growth process of ZnO, was  the same

n all the samples. Furthermore, no Al2O3 phase was  detected by
RD in any of our samples. The conventional VLS process can be dis-
arded as the actual growth mechanism, since an eutectic mixture
f Al-Zn cannot be obtained at a temperature of 900 ◦C [30]. More-
ver, for this process, the diameter, length and density of the wires
re primarily defined by the size and density of the catalyst droplets,
hilst in our results, the initial thickness of the catalyst film has no

nfluence on the diameter of the NWs. Also, these NWs  present a
ylindrical-faceted shape, and have a tendency to be tapered, which
s a typical characteristic of VSS growth [6,12]. Unlike the typical
u-catalyzed NWs, our NWs  do not have a spherical cap at the top.

nstead, the tips result strongly faceted or flat. This fact suggests that
he catalyst does not melt, otherwise surface tension forces would
avor a spherical shape of the tips [12]. However, it is likely that
n our case the nucleation and initial growth of NWs  occur in two
tages, namely an initial process of diffusion of Zn in Al2O3/AlOx

ith subsequent Zn oxidation, followed by a process where the
nOx acts as self-catalyst that leads to the formation of the NSs.
n the first stages of the growth, AlOx/Al islands are the preferen-
ial sites for Zn incorporation since the SiO2 surface has a relatively
ower reactivity. This mechanism is evidenced by the absence of

aterial deposited on the bare substrate (without Al-catalyst).
VS mode is another way of getting the nucleation and later

rowth of the NWs. It is possible that either atomic steps on the
ubstrate formed by screw dislocations, or ditches at the junction
f the two grain surfaces of twinned structures, act as sites where a
ontinuous deposition occurs, but the morphology of the resulting
Ss is totally different from those observed in our samples [4]. This

s the reason why VS is discarded as the actual growth mode, at
east as initial growth mechanism.

In the light of these considerations, the main growth mode

ppears to be occurring through a VSS process.

The NWs  growth occurs by the piling up of consecutive hexagon-
haped layers of similar size, but an abrupt change in the size of
he resulting islands occurs at some moment, see for example, the
region marked as (a) in Fig. 7(left). As it was  mentioned previ-
ously, the growth mode can be explained considering that after
the Al-assisted nucleation and subsequent whisker growth, there
is a change in the mode from a layer-by-layer growth to a simulta-
neous multilayer growth. Tang et al. [16] reported in their detailed
study of the growth mechanism of ZnO NWs  that this abrupt change
in the diameter can be reasonably explained by the ES barriers
model [31,32]. Then, under certain conditions an ES activation bar-
rier could be ruling the interlayer mass transport at the edge of
the (0 0 1) plane and this could lead to the aforementioned mode
change. If the ES barrier effect is strong, those atoms deposited
on top of monolayer islands are inhibited from diffusing over the
edges, resulting in an increased nucleation rate of the new layer.

Alternatively, another interpretation for NWs  nucleation was
proposed by Perillat-Merceroz et al. [33], where they claim that
the crystal polarity has a crucial role in the nucleation, growth
and shape of the ZnO nanostructures. They showed that using sub-
strates with defined polarities, it is possible to control the growth
of the nanostructures, their samples having similar characteristics
to those of ours examined in Fig. 9. There, the “pyramids” and
nanowires on the top of the pyramids have opposite polarities,
being the NWs  Zn-polar and the pyramids O-polar. This inversion
of the domain boundaries could be induced by Al impurities that
in our case can diffuse from the catalyst droplet. This can be an
alternative explanation to the lateral growth observed in the NWs
shown in Fig. 7.

4. Conclusions

We  report the successful growth of Al-catalyzed ZnO NWs. The
NWs  were grown on SiO2/Si substrates covered with different Al
droplet sizes and densities. Our results indicate that the Al effec-
tively acts as a catalyst, not ruling the diameter of the NSs as
in the VLS processes, but controlling other aspects of their mor-
phology during the growth. The growth temperature was  found to
be a critical parameter in the set of better conditions for the ini-
tial nucleation. The partial pressure of oxygen was shown to have
a strong influence in the structural properties of the NWs, thus
becoming a parameter through which the preferential crystallo-
graphic orientation can be controlled. The different studies in this
paper show that neither VLS nor VS are the main mechanisms of
growth when Al is used as catalyst. Instead, we  reasonably con-
jecture that a VSS-like mechanism is mainly present. Nevertheless,
more experiments are needed to deepen on the details of the mech-
anism of growth.
Our results indicate that Al works as an excellent catalyst for the
production of ZnO NWs  and thus offers promising perspective for
the industry, since Al costs are significantly lower than those of the
conventional catalysts.



nce an

A

0
t
f

R

[

[

[

[

[

[

[

[

[
[
[

[
[

[

[
[
[

[

[

[

C. Zandalazini et al. / Materials Scie

cknowledgements

This work was partially supported by FONARSEC-FSTICs
02/2010, CIUNT Prog. 26/E439 and ANPCyT-PICT-2010-0400. We
hank C. Zapata for her technical assistance. We  thank H. Brizuela
or careful reading of this manuscript.

eferences

[1] Z.L. Wang, J. Phys.: Condens. Matter 16 (2004) R829.
[2] H. Morkoc, Ü. Ozgür, Zinc Oxide Fundamentals, Materials and Device Technol-

ogy, WILEY-VCH Verlag GmbH & Co. KGaA, Weinheim, 2009.
[3] R.S. Wagner, W.C. Ellis, Appl. Phys. Lett. 4 (1964) 89–90.
[4] K.D. Sattler (Ed.), Handbook of Nanophysics, Nanotubes and Nanowires, vol. 4,

CRC Press, USA, 2011.
[5] N.S. Ramgir, K. Subannajui, Y. Yang, R. Grimm, R. Michiels, M.  Zacharias, J. Phys.

Chem. C 114 (2010) 10323–10329.
[6] Y. Wang, V. Schmidt, S. Senz, U. Gösele., Nat. Nanotechnol. 1 (2006) 186.
[7] G.W. Sears, Acta Metall. 1 (1953) 457.
[8] J.M. Blakely, K.A. Jackson, J. Chem. Phys. 37 (1962) 428.
[9] Z.R. Dai, Z.W. Pan, Z.L. Wang, Adv. Funct. Mater. 13 (2003) 9.
10] L.C. Campos, M.  Tonezzer, A.S. Ferlauto, V. Grillo, R. Magalhes-Paniago, S.

Oliveira, L.O. Ladeira, R.G. Lacerda, Adv. Mater. 20 (2008) 1499.
11] J.L. Lensch-Falk, E.R. Hemesath, D.E. Perea, J.L. Lauhon, J. Mater. Chem. 19 (2009)

849–857.

12] A. Potié, T. Baron, F. Dhalluin, G. Rosaz, B. Salem, L. Latu-Romain, M.  Kogelschatz,

P.  Gentile, F. Oehler, L. Montès, J. Kreisel, H. Roussel, Nanoscale Res. Lett. 6
(2011) 187.

13] T.I. Kamins, R. Stanley, Y. Williams, Y.-L. Chen, Y.A. Chang, Chang, Appl. Phys.
Lett. 76 (2000) 562–564.

[
[
[
[

d Engineering B 195 (2015) 59–65 65

14] T.S. Mårtensson, A. Mikkelsen, J. Eriksson, L.S. Karlsson, G.  Bauer, L. Samuelson,
W.  Seifert, B. Mandl, J. Stangl, Nano Lett. 6 (2006) 1817–1821.

15] K. Govatsi, A. Chrissanthopoulos, V. Dracopoulos, S.N. Yannopoulos, Nanotech-
nology 00 (2014) 215601.

16] H. Tang, J.C. Chang, Y. Shuan, D.D.D. Ma,  T. Lui, J.A. Zapien, C. Lee, S. Lee, J. Mater.
Sci. 44 (2009) 563–571.

17] A.H. Heuer, G.A. Fryburg, L.U. Ogbuji, T.E. Mitchell, S.J. Shinozaki, J. Am. Ceram.
Soc. 61 (1978) 406.

18] T.E. Mitchell, L.U. Ogbuji, A.H. Heuer, J. Am. Ceram. Soc. 61 (1978) 412.
19] X.Y. Kong, Y. Ding, R. Yang, Z.L. Wang, Science 303 (2004) 1348.
20] P. Soman, M.  Darnell, M.D. Feldman, S. Chen, J. Nanosci. Nanotechnol. 11 (2011)

1–6.
21] S. Xu, C. Lao, B. Weintraub, Z. Lin Wang, J. Mater. Res. 23 (2008) 2072.
22] S.H. Dalal, D.L. Baptista, K.B.K. Teo, R.G. Lacerda, D.A. Jefferson, W.I. Milne,

Nanotechnology 17 (2006) 4811–4818.
23] JCPDS-International Centre for Diffraction Data; Powder Diffraction

FileTM(PDF)® . PCPDF 79-208 chart of ZnO.
24] J.B. Baxter, E.S. Aydil, F. Wu,  Appl. Phys. Lett. 83 (2003) 3797.
25] S.A. Fortuna, X. Li, Semicond. Sci. Technol. 25 (2010) 024005.
26] M.  Mattila, T. Hakkarainen, H. Jiang, E.I. Kauppinen, H. Lipsanen, Nanotechnol-

ogy 18 (2007) 155301.
27] T. Campbell, R.K. Kalia, A. Nakano, P. Vashishta, S. Ogata, S. Rodgers, Phys. Rev.

Lett. 82 (1999) 4866.
28] F. Reichel, L.P.H. Jeurgens, E.J. Mittemeijer, Surf. Interface Anal. 40 (2008)

281–284.
29] H. Oughaddou, S. Vizzini, B. Aufray, B. Ealet, J.M. Gay, J.P. Biberian, F.A. Davitaya,

Appl. Surf. Sci. 252 (2006) 4167–4170.

30] Y.H. Zhu, Mater. Trans. 45 (2004) 3083–3097.
31] G. Ehrlich, F.G. Hudda, J. Chem. Phys. 44 (1966) 1039.
32] R. Schwoebel, J. Appl. Phys. 40 (1969) 614.
33] G. Perillat-Merceroz, R. Thierry, P.-H. Jouneau, P. Ferret, G. Feuillet, Nanotech-

nology 23 (2012) 12572.

http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0005
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0005
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0005
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0005
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0005
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0005
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0005
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0005
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0005
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0010
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0010
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0010
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0010
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0010
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0010
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0010
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0010
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0010
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0010
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0010
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0010
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0010
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0010
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0010
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0010
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0010
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0010
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0010
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0010
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0015
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0015
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0015
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0015
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0015
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0015
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0015
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0015
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0015
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0015
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0015
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0015
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0020
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0020
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0020
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0020
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0020
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0020
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0020
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0020
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0020
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0020
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0020
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0020
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0020
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0020
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0020
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0025
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0025
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0025
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0025
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0025
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0025
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0025
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0025
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0025
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0025
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0025
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0025
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0025
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0025
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0025
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0025
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0025
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0025
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0025
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0025
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0025
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0030
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0030
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0030
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0030
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0030
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0030
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0030
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0030
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0030
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0030
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0030
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0030
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0030
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0035
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0035
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0035
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0035
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0035
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0035
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0035
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0040
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0040
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0040
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0040
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0040
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0040
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0040
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0040
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0040
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0040
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0045
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0045
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0045
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0045
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0045
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0045
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0045
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0045
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0045
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0045
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0045
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0045
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0050
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0050
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0050
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0050
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0050
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0050
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0050
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0050
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0050
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0050
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0050
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0050
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0050
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0050
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0050
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0050
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0050
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0050
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0050
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0050
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0050
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0055
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0055
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0055
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0055
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0055
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0055
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0055
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0055
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0055
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0055
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0055
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0055
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0055
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0055
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0055
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0055
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0060
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0060
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0060
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0060
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0060
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0060
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0060
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0060
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0060
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0060
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0060
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0060
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0060
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0060
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0060
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0060
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0060
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0060
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0060
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0060
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0060
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0060
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0060
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0060
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0060
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0060
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0060
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0060
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0060
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0060
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0065
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0065
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0065
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0065
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0065
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0065
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0065
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0065
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0065
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0065
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0065
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0065
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0065
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0065
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0065
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0065
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0065
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0065
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0065
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0070
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0070
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0070
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0070
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0070
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0070
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0070
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0070
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0070
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0070
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0070
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0070
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0070
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0070
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0070
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0070
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0070
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0070
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0070
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0070
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0070
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0070
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0070
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0070
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0070
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0075
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0075
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0075
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0075
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0075
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0075
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0075
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0075
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0075
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0075
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0075
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0075
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0075
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0080
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0080
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0080
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0080
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0080
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0080
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0080
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0080
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0080
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0080
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0080
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0080
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0080
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0080
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0080
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0080
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0080
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0080
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0080
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0080
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0080
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0080
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0080
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0080
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0085
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0085
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0085
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0085
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0085
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0085
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0085
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0085
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0085
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0085
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0085
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0085
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0085
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0085
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0085
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0085
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0085
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0090
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0090
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0090
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0090
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0090
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0090
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0090
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0090
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0090
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0090
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0090
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0090
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0090
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0095
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0095
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0095
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0095
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0095
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0095
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0095
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0095
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0095
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0095
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0095
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0095
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0100
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0100
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0100
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0100
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0100
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0100
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0100
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0100
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0100
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0100
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0100
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0100
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0100
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0100
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0100
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0100
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0105
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0105
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0105
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0105
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0105
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0105
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0105
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0105
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0105
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0105
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0105
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0105
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0105
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0105
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0105
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0110
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0110
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0110
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0110
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0110
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0110
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0110
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0110
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0110
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0110
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0110
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0110
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0110
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0110
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0110
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0110
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0110
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0110
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0120
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0120
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0120
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0120
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0120
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0120
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0120
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0120
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0120
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0120
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0120
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0120
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0125
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0125
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0125
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0125
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0125
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0125
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0125
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0125
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0125
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0125
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0130
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0130
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0130
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0130
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0130
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0130
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0130
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0130
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0130
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0130
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0130
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0130
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0130
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0130
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0130
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0135
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0135
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0135
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0135
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0135
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0135
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0135
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0135
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0135
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0135
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0135
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0135
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0135
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0135
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0135
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0135
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0135
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0135
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0140
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0140
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0140
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0140
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0140
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0140
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0140
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0140
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0140
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0140
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0140
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0140
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0140
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0140
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0145
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0145
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0145
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0145
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0145
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0145
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0145
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0145
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0145
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0145
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0145
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0145
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0145
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0145
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0145
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0145
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0145
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0145
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0145
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0145
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0145
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0145
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0150
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0150
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0150
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0150
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0150
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0150
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0150
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0150
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0150
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0155
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0155
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0155
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0155
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0155
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0155
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0155
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0155
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0155
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0155
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0160
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0160
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0160
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0160
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0160
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0160
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0160
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0160
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0165
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0165
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0165
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0165
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0165
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0165
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0165
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0165
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0165
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0165
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0165
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0165
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0165
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0165
http://refhub.elsevier.com/S0921-5107(15)00057-4/sbref0165

	Aluminum as catalyst for ZnO nanostructures growth
	1 Introduction
	2 Experimental details
	3 Results and discussion
	3.1 Deposition of the Al initial films and seeds formation
	3.2 Effect of the Al seeds density on the growth of ZnO nanostructures
	3.3 Effect of the temperature of growth on the ZnO nanowires arrays
	3.4 Influence of the partial pressure of oxygen during the growth
	3.5 Growth mechanism

	4 Conclusions
	Acknowledgements
	References


