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Abstract: ZnO nanorods are promising materials for many applications, in particular for UV de-
tectors. In the present paper, the properties of high crystal quality individual ZnO nanorods and
nanorod arrays grown by the self-catalytic CVD method have been investigated to assess their
possible applicationsfor UV photodetectors. X-ray diffraction, Raman spectroscopy and cathodolu-
minescence investigations demonstrate the high quality of nanorods. The nanorod resistivity and
carrier concentration in dark is estimated. The transient photocurrent response of both as grown and
annealed at 550 ◦C nanorod array under UV illumination pulses is studied. It is shown that annealing
increases the sensitivity and decreases the responsivity that is explained by oxygen out-diffusion and
the formation of near surface layer enriched with oxygen vacancies. Oxygen vacancy formation due
to annealing is confirmed by an increase of green emission band intensity.

Keywords: ZnO nanorod; self-catalytic CVD method; photoresponse; cathodoluminescence

1. Introduction

Zinc oxide, a well-known direct bandgap II–VI semiconductor, is a material with
large exciton binding energy (60 meV) and a wide bandgap (Eg ~ 3.37 eV) [1], suitable for
short wavelength optoelectronic applications [2]. It is a promising material for fabricating
photonic [2,3], optical [4–6], electronic [7,8] and photovoltaic devices [9,10]. Additionally,
ZnO is transparent to visible light and can be made highly conductive by doping [11,12].
The non-centrosymmetry in ZnO wurtzite structure and the polarity developed along the c
axis make this material piezoelectric, which, in combination with its large electromechanical
coupling, results in strong piezoelectric and pyroelectric properties useful in piezoelectric
sensors [13,14] and nanogenerators [15,16]. The ferromagnetism of doped [17] and undoped
ZnO [18] makes it a promising material for spintronics. Additional useful advantages of
zinc oxide include low toxicity, chemical stability, electrochemical activity, making it a
promising material for biosensors, and biomedical applications [19,20].

In the strict sense, zinc is not a transition metal as it has d10s2 electronic configuration
with a completely filled d-shell and can be classified as post-transition metal. However,
it exhibits many properties similar to those of transition metals and sometimes it is often
convenient to include this element in a discussion of the transition elements. In zinc oxide,
s electrons are strongly pulled by oxygen and consequently the structural, physical and
chemical properties are mostly determined by the d electrons, in certain sense similar to
transition metal oxides.

Miniaturization in electronics and development of different photonic devices requires
a new generation of cheap, energy-efficient, nano- or submicron sized semiconductor
lasers. One-dimensional (1D) ZnO nanocrystals have a perfect structure and a developed
surface, which gives them certain advantages when used in the abovementioned practical
applications [5,16]. In this regard, the ordered arrays of zinc oxide nanorods (NR) obtained
by various methods are of great interest to researchers [21,22]. To obtain ZnO nanorods,
various methods were used, such as hydrothermal synthesis, solvothermal method, sol-gel
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method, chemical vapor deposition, organometallic chemical vapor deposition, magnetron
sputtering, laser ablation, etc. [2,21,23]. Most of these processes are carried out at relatively
low temperatures that lead to a decrease in the cost of the structures but increases inthe
number of defects. Therefore, despite the abundance of methods, the synthesis of high-
quality ZnO NRs with a perfect structure is not an easy task. The properties of ZnO
NRs can vary greatly, even within the same method of synthesis. In [24] the original self-
catalytic CVD procedure for growing zinc oxide nanorod arrays was developed. One of the
advantages of this method is the possibility to deposit ordered arrays of high-quality single-
crystal ZnO nanorods both on silicon substrates of various orientations and on inexpensive
transparent glass substrates [25], which makes it attractive for practical applications. The
method was developed to grown high quality nanorods for use as a laser medium. It was
interesting to study the performance of such nanorods as UV sensors.

In present work, arrays of ZnO nanorods were grown by the self-catalytic CVD proce-
dure. The properties of nanorods were investigated to assess their possible applications for
UV photodetectors. The performance of the UV sensors depends both on the state of the
zinc oxide surface and on the concentration of intrinsic defects, which strongly depends on
synthesis conditions and/or by post-synthesis treatment.

2. Materials and Methods

The NR arrays were synthesized in a flow type two-zone quartz reactor in accordance
with the previously developed method [24–26]. A charge of granulated high-purity (99.99%)
zinc was placed in the first (evaporation) zone, and substrates were placed in the second
(synthesis) zone. Si {100}, fused silica and glass wafers were used as substrates. Synthesis
was carried out at a reduced pressure under the conditions of continuous evacuation.
The pressure in the reactor was kept at a level of 103 Pa. The process was carried out at
temperatures of 610 ◦C and 550 ◦C in the evaporation and synthesis zones, respectively.
During the process, zinc was evaporated in the first zone, from which zinc vapor arrived
at the second cooler zone, where it was partially condensed, forming an array of zinc
nanodrops on the substrates, which are sufficiently uniform in size. These Zn drops serve
as a catalyst, in contrast to the usual CVD process in which a noble metal (gold) is used
as a catalyst. Further, when a high-purity oxygen–argon mixture (15% O2) enters the
growth zone, its chemical interaction with liquid zinc occurs. Due to the reaction of zinc
with oxygen, zinc oxide nanocrystals were deposited onto the substrates under the zinc
droplets. Further, when oxygen enters the growth zone, its chemical interaction with liquid
zinc occurs. The formed oxide is dissolved in a drop of zinc to form a supersaturated
solution, from which solid ZnO crystallizes at the metal/substrate interface. The gas
mixture was supplied to the reactor with a rate of 6 L/h. The synthesis was carried out
for 20–30 min with the zinc consumption of 12–15 g/h. The diameter of the growing NRs
corresponds to the diameter of the liquid zinc drop. Using this procedure, high-quality ZnO
NR arrays were grown, the diameter and length of which can be varied by changing the
synthesis conditions (duration, reagent consumption, etc.). The above procedure allows us
to synthesize arrays of well faceted vertically aligned single-crystal NRs with a 150–250 nm
diameter and up to 10 µm length. To obtain individual nanorods they were separated from
the substrate by ultrasonic treatment and transferred on a silicon substrate.

The cathodoluminescence (CL) investigations of arrays and individual nanorods of
different size and geometry were carried out in the JSM 6490 (JEOL) SEM equipped with
the MonoCL3 system (Gatan) and with the Hamamatsu photomultiplier as a detector. The
investigations were carried out in the temperature range from 90 to 300 K. In the most cases
the beam energy in the range from 10 to 20 kV and beam current of 0.1–1 nA were used for
the CL measurements.

The crystallinity of NRs was examined by X-ray diffractometry (Θ–2Θ) in the scheme
of a two-crystal diffractometer on a laboratory BRUKER D8 Discover X-ray source with
a rotating copper anode (CuKα radiation, λ = 1.54 Ǻ). The Raman spectra of the samples
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were studied using a Bruker Sentera RAMAN microscope under the excitation by a 532 nm
solid-state laser.

To study the photoresponse of nanorod arrays vertically oriented nanorods were
grown on quartz substrates coated with a thin polycrystalline ZnO film. The diameter and
density of nanorods as estimated by the SEM was of 150 nm and 4× 108 cm−2, respectively.
For current measurements a quartz plate with two indium contacts deposited in the form
of strips with a length of 2 mm and a distance of 3 mm between them was pressed to the
nanorod arrays. The transient photocurrent response of samples was measured at a bias
voltage of 30 V using UV lamp with the emission maximum of about 370 nm and a power
of 4 W.

3. Results and Discussion

The typical SEM images of studied NRs are presented in Figure 1. It is seen that the
most of NRs are aligned perpendicular to the substrate. The diffractograms of the ordered
arrays of ZnO NRs show only the (002) and (004) reflections (Figure 2), which confirms the
growth direction of along the c-axis. The similar patterns were observed on arrays grown
on both single crystal silicon and quartz substrates. The full width at half maximum of
(002) peak for these arrays is of 10–12′, which indicates that the nanorods have a perfect
crystal structure and are well aligned.
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Figure 2. XRD pattern of an aligned ZnO NR array grown on a quartz substrate. 
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Figure 3. Room temperature Raman spectra of ZnO NR array grown on a quartz substrate. 

The CL studies of nanorod arrays showed that the spectrum consisted of two emis-
sion bands: near-bandedge (NBE) UV and green (2.4–2.5 eV), while the intensity of the 
first, as a rule, significantly exceeded the intensity of the second one. Despite numerical 
studies, the origin of green emission band remained divisive [28], although in the struc-
tures, which are not intentionally doped, it was usually associated with intrinsic point 
defects, in particular with oxygen vacancies. The low green band intensity indicates a 
high crystalline perfection of nanorods grown. Moreover, these means that the nanorods 
are stoichiometric or, as might be expected, are zinc rich. It was observed that the form 
and size of nanorods can vary depending on the growth conditions. A variation of na-
norod size and form led to a change of NBE band form and of green band intensity. As an 
example, the UV CL spectra measured in the temperature range from 90 to 300 K on an 
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The high crystal quality of NRs was also confirmed by the Raman and CL spectra.
The Raman spectra demonstrate the high crystal quality of the sample wurtzite structure
(Figure 3). The low-frequency E2 (low) mode is mainly associated with nonpolar oscilla-
tions of the heavier Zn sublattice, whereas the high-frequency E2 (high) mode is mainly
associated with the displacement of lighter oxygen atoms. The modes A1 and E1 are split
into longitudinal (LO) and transverse (TO) optical components. With the exception of LO
modes, all Raman active phonon modes are clearly identified in the measured spectrum.
The full width at half maximum and the position of the peaks E2 (low) and E2 (high) are
comparable to the values for bulk crystals of ZnO [27].
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Figure 3. Room temperature Raman spectra of ZnO NR array grown on a quartz substrate.

The CL studies of nanorod arrays showed that the spectrum consisted of two emission
bands: near-bandedge (NBE) UV and green (2.4–2.5 eV), while the intensity of the first, as a
rule, significantly exceeded the intensity of the second one. Despite numerical studies, the
origin of green emission band remained divisive [28], although in the structures, which are
not intentionally doped, it was usually associated with intrinsic point defects, in particular
with oxygen vacancies. The low green band intensity indicates a high crystalline perfection
of nanorods grown. Moreover, these means that the nanorods are stoichiometric or, as
might be expected, are zinc rich. It was observed that the form and size of nanorods can
vary depending on the growth conditions. A variation of nanorod size and form led to a
change of NBE band form and of green band intensity. As an example, the UV CL spectra
measured in the temperature range from 90 to 300 K on an individual nanorod and on
nanorods grown together in the form of a comb are shown in Figures 4 and 5. It is seen that
at low temperature the excitonic lines are well resolved, however, their relative intensities
depend on the nanorod form. This can be explained under an assumption that some
excitonic modes fall into resonance inside the nanorods. At room temperature the excitonic
modes are not resolved, nevertheless, it should be noted that the emission maximum for
the individual nanorod is shifted to the higher energy by about 30 meV according the
spectrum of the comb-like structure. It should be noted that the similar dependence on the
nanorod size and form was observed in many papers; however, its cause has not yet been
conclusively established [28–30].
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To study the electrical and photoelectrical properties of single nanorods they were
shaken off in an ultrasonic bath on a substrate with several preprepared In contacts and
then places, in which the contacts were connected by only one nanorod, were found
in a SEM (Figure 6). V-A curves measured on such nanorod in dark and under UV
illumination are shown in Figure 7. It is seen that both dependences are practically linear,
thus the contacts are practically ohmic or their resistance is lower than that of NR that
correlates with [31]. The dark resistance is about 6.5 × 108 Ohm, that allows to estimate the
resistivity as 1.3 × 104 Ohm×cm. If the electron mobility is assumed of 500 cm2/(V×s),
the dopant concentration can be estimated as about 1012 cm−3. This value should be
considered as the lower limit for the concentration because the contact resistance and a
possible decrease of effective NR cross-section due to near surface band bending could
increase the apparent resistance of NRs. Under UV illumination the resistance decreases by
about 65 times, i.e., the detector sensitivity equals to Iph/Idark, where Iph and Idark are the
photo- and dark current values, respectively, is of 65. The estimation of the responsivity
shows that at a bias of 0.2 V it exceeds 500 A/W. Such high sensitivity and responsivity
values can be expected for NRs because it is widely accepted that the photocurrent gain in
short-length photodetectors is proportional to τ/tr, where τ and tr are the excess carrier
lifetime and the carrier transit time, respectively [32], therefore it can reach high values in
micron size structures. However, in spite of very high sensitivity and responsivity values
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photodetectors based on single NRs are unlikely to find wide practical application in the
near future. Due to the complexity of fabricating structures based on single NRs, UV
sensors based on arrays of ZnO NRs seems to be more promising for these purposes.
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Figure 7. I–V characteristics of a structure based on a single ZnO nanorod with indium contacts in
the dark and under UV light.

The transient photocurrent response of NR array under UV illumination pulses is
shown in Figure 8. In this Figure the sensitivity is presented. It is seen that the sensitivity of
as-grown arrays is about 1, i.e., under UV illumination current increases about two times.
However, it should be noted that the structure of detector studied is not optimal because
a lot of illuminated NRs have not contact with metal and NRs under metal contacts are
illuminated by a reflected light. Therefore, the sensitivity can be essentially increased if
transparent contacts were used. The rise and decay rates of photocurrent are rather low
that well correlates with other studies of nanorod-based photodetectors [33–36]. Such
slow response cannot be explained by the excess carrier recombination because lifetime
in ZnO nanorods was measured in the ns range [28]. Usually such slow response was
explained under the assumption that oxygen molecules are adsorbed on the nanorod
surface in the dark as negatively charged ions by capturing electrons from the n-type ZnO,
thereby creating a depletion layer near the nanorod surface [30,33–36]. Such depletion
layer decreases the effective nanorod cross-section increasing their resistance. Under UV
irradiation, electron-hole pairs are generated, and the holes migrate to the surface and
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compensate the surface charge reducing the depletion layer thickness. Moreover, the holes
interact with oxygen ions to form neutral O2 molecules, which are desorbed from the
surface. This process also leads to the electron concentration increase and a decrease of the
depletion layer thickness [37,38]. Thus, the photocurrent increases due to both an increase
of carrier concentration and an increase of effective cross-section.
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As shown in [34], post annealing can improve the performance of ZnO NR photode-
tectors due to a decrease of defect concentration. Annealing of NR arrays at 550 ◦C was
observed to decrease both Iph and Idark, however, Idark decrease was more pronounced,
thus, the sensitivity increases with the annealing duration and exceeds 300 after 3 h anneal-
ing (Figure 8). The responsivity decreases by annealing from about 2.3 to 3 × 10−2 and
1.25 × 10−2 A/W after 1 and 3 h annealing, respectively. CL investigations showed that
such annealing led to the essential increase of green band intensity, which is frequently
associated with oxygen vacancies in near surface layers [28,39] (Figure 9). Thus, it can
be assumed that oxygen out-diffusion takes place at such annealing and the near surface
layers of NRs were enriched with oxygen vacancies. These near surface vacancies capture
electrons forming high resistivity layer and wide depletion region near the surface. It is the
reason for an essential decrease of apparent cross-section and in turn for the decrease of
Idark. Accordingly, illumination can lead to the ionization of oxygen vacancies suppressing
the depleted region and increasing the photocurrent gain [40,41]. Thus, such annealing can
be effectively used to control the photoelectrical properties of NRs.
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part of the NRs, which are screened from direct light and can be excited only by scattered
light. Although, photogenerated e-h pairs inside the NRs can be separated and they can act
as a gate for the seed polycrystalline ZnO layer improving the sensitivity. Thus, it seems
that the measured values of the sensitivity and responsivity can be essentially improved.

4. Conclusions

Thus, the photoelectric properties of high quality individual ZnO nanorods and
nanorod arrays grown by the self-catalytic CVD method have been studied. The high
quality of nanorods is confirmed by the X-ray diffraction, Raman spectroscopy and cathodo-
luminescence investigations. The nanorod resistivity and carrier concentration is estimated.
The transient photocurrent response of both as grown and annealed at 550 ◦C nanorod
array under UV illumination pulses is studied. It is shown that annealing increases the
sensitivity and decreases the responsivity that is explained by oxygen out-diffusion and
the formation of near surface layer enriched with oxygen vacancies. Oxygen vacancy
formation due to annealing is confirmed by an increase of green emission band intensity.
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