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Probing surface states in C¢q decorated ZnO
microwires: detailed photoluminescence and
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ZnO microwires synthesised by the flame transport method and decorated with Cgq clusters were studied in
detail by photoluminescence (PL) and cathodoluminescence (CL) techniques. The optical investigations
suggest that the enhanced near band edge recombination observed in the ZnO/Cgo composites is
attributed to the reduction of the ZnO band tail states in the presence of Cgo. Well-resolved free and
bound excitons recombination, as well as 3.31 eV emission, are observed with increasing amount of Cgq
flooding when compared with the ZnO reference sample. Moreover, a shift of the broad visible emission
to lower energies occurs with increasing Cgo content. In fact, this band was found to be composed by
two optical centres peaked in the green and orange/red spectral regions, presenting different lifetimes.
The orange/red band exhibits faster lifetime decay, in addition to a more pronounced shift to lower
energies, while the peak position of the green emission only shows a slight change. The overall redshift
of the broad visible band is further enhanced by the change in the relative intensity of the mentioned

Received 19th October 2018 optical centres, depending on the excitation intensity and on the Cgo flooding. These results suggest the
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possibility of controlling/tuning the visible emission outcome by increasing the Cgg amount on the ZnO

DOI: 10.1039/c8na002969 surface due to the surface states present in the semiconductor. An adequate control of such
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1. Introduction

Zinc oxide (ZnO) is one of the most studied semiconductor
materials owing to its extraordinary physical properties, which
are advantageous for a myriad of applications, including opto-
electronics, energy and sensing.'” Besides the importance of
the single wide bandgap oxide semiconductor, ZnO-based
composites have gained increasing attention among the inter-
national community due to the possibility to extend their
scientific and technological uses by enhancing the properties of
the combined compounds. Particularly, ZnO-based composites
have already demonstrated their advanced multifunctional
properties for photocatalytic, chemical and bio-sensing
purposes,®™ to mention just a few fields.

To date, the optical properties of bulk and low dimensional
ZnO structures have been widely scrutinised.**>* In the case of
the luminescence features, the emission of high quality bulk
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phenomena may have quite beneficial implications when sensing applications are envisaged.

samples is typically characterised by ultraviolet free and bound
exciton (FX and D°X) recombination, as well as donor-acceptor
pair (DAP) related transitions,******* usually referred as the near
band edge recombination (NBE). Moreover, deep level broad
emission bands in the green/yellow/red spectral regions are
usually observed, although their nature is still a matter of
debate in the literature.*'”*>** Reducing the dimensions of the
crystals towards the nanometre scale leads to changes in the
emission spectral features, namely an enlarged NBE, along with
broad bands in a wide spectral range'®**** that are not neces-
sarily originated from the same optical centres that give rise to
bulk luminescence. In fact, in micro- and nanostructures with
a high surface to volume ratio, the influence of the surface
becomes increasingly important. The presence of interface and/
or surface states due to dangling bonds, point defects or surface
adsorbed species must be considered to have a potential
influence on the material's optical properties. Therefore, when
analysing this type of ZnO structure, one should consider that
an overlap of emitting centres coming from both bulk and
surface defects might occur. These surface-related states can
also result in luminescence signatures either in the ultraviolet
or in the visible spectral region, as reported for different
morphologies at the nanoscale.’?*?* As a result, in the case of
low dimensional structures, surface states assume a decisive

This journal is © The Royal Society of Chemistry 2019
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role as chemical and bio-probes, as well as in photocatalytic
effects.**** When compared with the single phase material,
ZnO-based composites are expected to lead to changes in the
luminescence response either by the presence of additional
material's phases or through processes implying cooperative
phenomena between the involved materials, such as energy or
charge transfer.®®**%¢ Therefore, the knowledge of the
composites' optical properties is a key parameter to boost the
development of materials with enhanced and multifunctional
properties.

Even though there are already some previous studies con-
cerning ZnO/Cg, composites,**”** most of them concentrate on
the general characterisation of the materials’ properties (mostly
structural and morphological) and their possible applications,
namely in the field of photocatalysis**** or in photovoltaic
devices.*”** Nevertheless, beyond the relevance of applications,
a complete knowledge of the fundamental properties of these
new materials is also of crucial importance to the under-
standing of the materials’ potentialities for further device
development and even to be able to control/tune the desired
features. Therefore, herein, we report the detailed optical
characterisation of Cg, decorated ZnO microwires (MW)
through Raman spectroscopy, photoluminescence (PL), room
temperature (RT), cathodoluminescence (CL), RT PL excitation
(PLE) and time-resolved PL (TRPL), providing new insights into
the physical origin of the composites’ luminescence mecha-
nisms, namely the role of surface states. ZnO MW were syn-
thesised by the flame transport technique*** and further
coated with Cgy molecules by the drop-casting method.**® The
optical response of the resulting ZnO/Cg, composites is
compared with that of the ZnO MW reference sample, enabling
to conclude that the effect of increasing Ceo flooding allows
changing the light outcome, which may enhance the applica-
tion of such composites for sensing purposes.

2. Experimental details

ZnO MW synthesised by the flame transport method*” were
coated with Cg, molecules by the drop-casting method as
described elsewhere.*** In a simple muffle furnace, the
precursor materials (Zn microparticles, polyvinyl Butyrol and
ethanol in a ratio of 3:1:2, respectively) were placed in
a crucible and burned at 900 °C for 30 minutes. Using a cylin-
drical ceramic setup, the catcher substrates (typically Si wafer
stripes), on which ZnO micro- and nanowires are grown, are
mounted on the top facing downwards towards the crucible.
During burning, the metallic Zn microparticles are converted
into atomic vapour and the growth of micro/nanowires takes
place via a solid-vapour-solid (SVS) process in the presence of
native oxygen and time, temperature and precursor amounts
are the main controlling parameters.*® After the process, the
ZnO wires are carefully harvested and then coated with Cg
clusters via an indigenously developed drop-casting method.*® A
solution is prepared based on commercially available Cg,
powder and drop casted in portions of ~50 pL on ZnO MW with
a drying step afterwards over several cycles (denoted based on
the number of flooding cycles).?
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Two composite samples of Cg, covered ZnO MW with two
different Ce, flooding cycles (#7 and #11 coating cycles), here-
after denoted as ZnO/Ce(#7) and ZnO/Ceo(#11), as well as the
ZnO MW reference sample (ZnO), were analysed by Raman,
steady-state PL and PLE spectroscopy at RT. Furthermore,
temperature dependent (from 11 K to RT) PL measurements
were also performed on the three samples using a cold-finger
He cryostat. All the PL measurements were carried out
exciting the samples with the 325 nm (~3.81 eV) line of a cw He-
Cd laser (power density I, < 0.6 W cm™ > and beam diameter
~1 mm). The luminescence radiation was dispersed by using
a Spex 1704 monochromator (1 m, 1200 gr mm) and detected
with a cooled Hamamatsu R928 photomultiplier. For the exci-
tation power dependence study neutral density filters were
applied to the laser excitation. RT PLE experiments were con-
ducted using a Fluorolog-3 Horiba Scientific set-up with
a double additive grating Gemini 180 monochromator (1200 gr
per mm and 2 x 180 mm) in the excitation mode and a triple
grating iHR550 spectrometer in the emission mode (1200 gr
per mm and 550 mm). As an excitation source a 450 W Xe lamp
was used. The PLE was measured by setting the mono-
chromator at the maxima of the optically active defects and,
afterwards, the excitation was scanned to higher energies. TRPL
spectra were acquired with the same Fluorolog-3 system using
a pulsed Xe lamp coupled to a monochromator, using different
time delays for a time window of 10 ms.

The Raman spectra were obtained on a Horiba Jobin Yvon
HR800 spectrometer, under the incidence of a 532 nm laser line
(Ventus-LP-50085, Material Laser Quantum) and focusing with
an objective of x50 magnification.

Scanning electron microscopy (SEM) characterisation of the
samples was performed utilizing a Zeiss Supra 55V with
a working voltage of 7-15 kV and a working current of 10 pA.
The images reported in the present work were taken in an
Inlens/SE - mode, aperture size being kept at 30 pm throughout
the measurements.

RT CL measurements were recorded using a Leica Stereo-
scan 440 microscope system by irradiating the samples with an
electron beam under different focusing conditions: with the
beam focused on an area in the range of 1 um® or severely
defocused, irradiating an area with a diameter of several tens of
microns, which include several wires. Two different accelera-
tion voltages (3 kV and 5 kV) were used in order to compare the
penetration depth dependence of the luminescence spectra
with the PL results.

3. Results and discussion

Fig. 1 shows typical SEM micrographs of a single ZnO MW
reference sample and the ones decorated with #7 and #11 Cgo
flooding, ZnO/Ce(#7) and ZnO/Cg(#11), respectively. The refer-
ence ZnO MW sample exhibits a well faceted hexagonal prismatic
morphology, while an almost homogeneous Cg, surface coating
can be observed for the composites. The aspect ratio for the ZnO
MW was =1 : 10-1 : 20 (with the diameter ranging from 8-15 um
and the length estimated to be 100-200 um). In the used
synthesis, variation of the aspect ratios can be achieved through
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Fig. 1 SEM micrographs of the (a—c) ZnO reference, (d—f) ZnO/Ceo(#7), and (g—i) ZNnO/Cgp(#11) MW samples.

changes in the precursor ratios and the crucible design.*” The
ZnO MW are typically grown along the c-axis (as shown in
previous studies where the flame transport method was
used”**°), perpendicularly to the catcher substrate. As earlier
reported,® the wurtzite crystalline nature of the ZnO MW was
confirmed via transmission electron microscopy (TEM) and high-
resolution TEM (HR-TEM) measurements.*” The spacing between
individual microwires (=20 times the MW's diameter) is large
enough for sufficient solution penetration and subsequent
surface coverage with Cgy molecules. The ZnO MW's surface
displays a hydrophilic character which allows for a good wetting
of the surface with an aqueous fullerene solution.

The structural properties of the synthesised samples were
assessed by Raman spectroscopy. Fig. 2 depicts the Raman
spectra of reference ZnO, ZnO/Ceo(#7) and ZnO/Ce(#11),
showing that all the analysed samples exhibit typical vibrational
modes of the ZnO hexagonal wurtzite structure that are active in
Raman: A, E; and E,, as well as their overtones and combined
modes.** The differences observed in the relative intensity of the
vibrational modes may arise from polarization effects caused by
the different orientations between the ZnO MW and the inci-
dence of the wavevector of the laser beam.>*

Besides the expected vibrational modes of ZnO, the samples
coated with Ce( also show some of the normal mode frequencies
of an isolated C4, molecule (labelled with an asterisk in Fig. 2).*
Their assignments to the symmetry types are depicted in
Table 1. As in the case of ZnO tetrapods covered with Cg,* the
most intense Raman mode in the analysed composites is the

1518 | Nanoscale Adv., 2019, 1, 15161526

one peaked at 1469 cm™*

Ay(2) mode.

The luminescence characteristics of the ZnO, ZnO/Cgo(#7)
and ZnO/Ceo(#11) samples were evaluated at RT by PL, CL, PLE
and TRPL. Fig. 3a shows the normalised RT PLE spectra (at the
broad band maximum) of the three samples accompanied by
the corresponding PL spectra obtained when the samples are
excited at above ZnO bandgap energy. Noticeable differences

, corresponding to a totally symmetric
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Fig. 2 RT Raman spectra of the ZnO reference sample and ZnO/
Cgo(#7) and ZnO/Cgp(#11) composites obtained in a backscattering
configuration and under 532 nm laser excitation. The asterisks denote
the modes associated with Cgo. Inset: enlargement of the E; (TO)
region showing the presence of the Cgo Ag(l) mode.
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Table 1 Vibrational frequencies observed in the present work for Ceg
and respective assignments to the symmetry types according to ref. 53

Frequency (cm ') observed in this work Symmetry type®*
270 Hy(1)

495 Ag(1)

705 Hy(3)

773 Hg(4)

1422 Gy(6)

1469 A2)

1525 Ts4(4)

1570 H,(7)

can be identified when a comparison is made between the
uncoated and Cg, decorated ZnO MW. While the UV recombi-
nation (NBE) could not be detected in the ZnO reference sample
at this temperature, emission in this spectral region can be seen
for the ZnO/Cgo(#7) and ZnO/Ce(#11) composites. Particularly,
the NBE emission for the sample coated with the highest
flooding clearly shows an asymmetrical spectral shape with
a shoulder at ~3.26 eV and a maximum at ~3.20 eV (Fig. 3b).
The former well matches the expected ZnO bandgap at RT,*
while the latter will be further discussed based on the evolution
of the luminescence spectra as a function of temperature.
Besides the NBE region, the PL spectra of the samples evidence
the presence of broad bands in the green/yellow/red spectral
regions. It is worth noting that the relative intensity of the NBE
regarding the broad bands is higher for the case of the ZnO/
Ceo(#11) sample. Moreover, increasing the Cqo flooding
promotes a noticeable redshift of the broad band peak position
and a wider full width at half maximum (FWHM) of the overall
luminescence, suggesting that additional optical active centres
are developed/enhanced upon Cg, deposition. Fig. 3¢ depicts
the spectral deconvolution of the broad band for each sample by
using two Gaussian functions peaked at ~2.38 eV (green
component) and ~2.11 eV (orange component). Satisfactory
fittings were obtained by considering the same peak position for
both components in the different samples, suggesting similar
origins. It is clearly observed that the relative intensity of the
orange component increases when Cg is added to the surface of
the ZnO wires, becoming dominant for the highest flooding.
These results indicate that by covering the ZnO surface with Ce,
molecules several phenomena may occur. One hypothesis is
that, by adding Ce, one is either promoting the concentration/
population of defects that originate the orange emission is
promoted due to the materials' interface interaction. Further-
more, a reduction of the defect concentration and/or the paths
that lead to the population of the optical centre responsible for
the green emission could also occur. The green emission of ZnO
(either in bulk, layers or nanostructured samples) is one of the
most discussed topics in the literature and a number of
different hypotheses have been proposed for its origin.**7'#345¢
However, the assignment of the various defect-related emis-
sions observed in ZnO structures to a specific transition is
generally complicated by the presence of multiple emissions
and broad emission bands comprising the contributions of

This journal is © The Royal Society of Chemistry 2019

View Article Online

Nanoscale Advances

Wavelength (nm)

(@ 350 400

450 500 550 600 650 700
T PLE: T T T T PL:I T T
1.4+ ZnO ref@GB — — ZnO ref@OB 2ZnO ref
~———ZnOIC(#T)@GB  — — ZnOIC,,(#7)@0B ZnoIC,(#7)
%‘ 1.2+ r__Z_n_O_IC_ﬁ,,_(#_‘II)_@_G_B_‘— = ZnOIC,(#11)@0B_,_ ZnO/C,(#11)
= 1l '
s 1
E 104 i
w i
& o3 '
= !
o !
!
B 0.6+ !
é) 1
© 1
E 04+ '
S !
-4 !
0.2 !
I_ ~
0.0 s e, ——
3.6 3.4 3.2 3.0 2.8 2.6 2.4 2.2 2.0 1.8
Energy (eV)
Wavelength (nm)
(b) 360 370 380 390 400 410 420
4 PLé: T T T T PLI T
7 ZnO ref@GB — = ZnO ref@OB ZnO ref
——2ZnOIC, (#7)@GB -~ — ZnOIC, (#7)@0B ZnOIC,(#7)
a 0 60 60
£ 124 Zno/C,(#11)@GB - - ZnO/C,,(#11)@0B ZnOIC,,(#11)
[
2
£
w
=
]
|
o
®
E
<]
4
Energy (eV)
Wavelength (nm)
(c) 450 500 550 600 650 700
T T T T T T
ZnO ref §
ZnOIC, (#7) ;
ZnOIC_ (#11
6ol ) 15> \
'
1
'

Normalised PL intensity

=T T T
3.0 2.8 2.6 2.4 2.2 2.0 1.8
Energy (eV)

Fig. 3 (a) RT PL/PLE spectra monitored at the broad band maxima for
the ZnO, ZnO/Cep(#7) and ZnO/Cgo(#11) samples. The PL spectra
were obtained with the 325 nm He—Cd laser line and normalised to the
broad emission maxima. The PLE spectra are normalised to the exci-
tation maxima. GB and OB stand for green band and orange band,
respectively. (b) Expanded spectra of the region marked with the
dashed line in (a). (c) Spectral deconvolution of the broad visible bands
into two components. An adequate fitting was obtained using two
Gaussian functions peaked at ~2.38 eV and ~2.11 eV, as described in
the text.

multiple transitions, making it rather difficult to assess the
origin of the observed emissions.*»* Moreover, it is known that
different defects may give rise to emissions in the same spectral
range. For instance, Djurisi¢ et al*®** claimed that the green
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band observed in nanostructured samples is originated from
defects located at the surface of the semiconductor and sug-
gested that it involves transitions from shallow donor and deep
acceptor levels. On the other hand, Zeng et al.>® proposed that,
since the excitation of the green emission is usually more effi-
cient at above bandgap energy, its origin is likely related to
a transition from the conduction band to deep levels.

In the present case, assuming that the green luminescence is
originated from surface defects, placing Cqo molecules at the
ZnO surface may lead to a passivation of those defects, sup-
pressing the trap-related carriers, therefore leading to a reduc-
tion in the intensity of the surface-related green component. As
suggested in our previous work on ZnO tetrapods prepared by
the same synthesis method and also coated with Ce,* charge
transfer between ZnO and Cg, may occur in both ways simul-
taneously, from Ce, to ZnO as well as in the opposite direction,
and thus reducing the number of carriers that populate the
excited states of the green luminescence centre. It is interesting
to note that a comparison between the two types of ZnO struc-
tures (tetrapods vs. microwires) shows important differences.
For instance, in the case of the tetrapods, the NBE emission
could only be observed at low temperature, even when covered
with the Cgo molecules. Moreover, even at 14 K, the UV emission
presented a low relative intensity when compared to the visible
broad band. The predominance of this band in the tetrapod's
structures may originate from surface-related defects, since the
surface contribution is expected to be higher in the case of the
tetrapods.*®***” Also in that case, a slight redshift of the peak
position of the broad band was observed by increasing the Cgo
content from #5 to #20 flooding,* although less pronounced
than that in the present case, which again can be attributed to
a higher contribution of the surface-related green emission
when compared to the orange component. Additionally,
comparing the present results with other results found in the
literature for ZnO/Cg, composites, it is possible to infer that the
decrease in the intensity of the green emission seems to be
a common trend, as also reported by Baibarac et al.*® In their
work, the authors coated ZnO nanowhiskers with Cg, molecules
and found that the intensity of the broad band decreases with
the Cgo addition. Moreover, they observed that in the case of the
ZnO nanowhiskers alone, the PL signal decreased when the
measurements were carried out in vacuum (~5.4 x 10~° mbar),
attributing this behaviour to the removal of physically adsorbed
entities on the surface of the semiconductor, reducing the
number of trapping centres of electrons and holes. This
decrease was not observed in the composites, suggesting the
absence of such surface recombination centres, which are ex-
pected to be replaced by the chemical attachment of the Cgp
molecules onto ZnO.%*

Nevertheless, it is important to take into account that the
behaviour of the ZnO luminescence centres in the presence of
different carbon structures may differ from the one presented
here, depending on the type of interaction that is established
between the carbon and the ZnO structures and the subsequent
alignment of the energy levels of both materials, namely the
defect-related ones. Furthermore, the origin and locations of
the defects found in the semiconductor will also play an

1520 | Nanoscale Adv., 2019, 1, 1516-1526
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important role. For instance, a previous study regarding arrays
of vertically aligned carbon nanotubes (CNTs) covered with ZnO
structures® revealed a different behaviour than the one re-
ported in the present paper. In that case, an overall increase of
the luminescence, both for the NBE and the green broad
emission, was observed. This behaviour was attributed to an
enhancement of the intrinsic carriers, promoted by above
bandgap excitation photon energy. Moreover, Hu et al.** also
reported the enhancement of the green emission on their
nanocrystalline ZnO powders by the addition of different
amounts of carbon black, followed by thermal annealing. The
authors also claimed that free-carrier concentration increased
with the content of carbon black, resulting in high intensity of
the green emission in ZnO powder, suggesting that the mech-
anism responsible for the green emission enhancement is the
recombination of the V§ and electrons with photoexcited holes
in the valence band. The involvement of surface states in the
observed PL features of the present samples is further corrob-
orated by the used PL excitation conditions (325 nm) which
probes essentially the surface of the samples (penetration depth
~100 nm in ZnO*). The PLE monitored at the maxima of the
green (GB) and orange (OB) bands revealed that the preferential
paths to populate the broad luminescence are via excitation
with photons with energy equal to or higher than the ZnO
bandgap, as already observed on the Cg4, coated ZnO tetrapods.®
As in that case, it is interesting to note that below the bandgap
energy a marked excitation tail is observed for the reference
sample, especially when monitored in the orange spectral
region. Moreover, both samples with the Cq, coating follow
a trend similar to the one observed for the tetrapods covered
with high Cg, flooding, namely a steeper ZnO bandgap
absorption edge, accompanied by a strong reduction of the
band tail states, and a slight shift towards the expected bandgap
of pure ZnO. As pointed out for the Cg, covered tetrapods,® the
narrowing of the tail states in the composites indicates
a suppression of shallow electronic states in the population
pathways of the broad emission bands, suggesting that charge
transfer from ZnO to Cg, should indeed be considered. On the
other hand, the samples with steeper absorption show a well-
defined NBE recombination and a strong contribution of the
emission line associated with surface states (3.31 eV, as
corroborated by the low temperature spectra below). In this
case, charge transfer from Cg, to ZnO is assumed.

Fig. 4a depicts a comparison between the PL results obtained
at RT with the CL ones recorded using defocused conditions.
Such conditions were employed in order to probe a similar area
to the one assessed by PL, comprising several randomly
oriented MW. This comparison was made both at 3 kV and at
5 kv with the purpose of evaluating the effect of the penetration
depth on the luminescence features; however no significant
differences were observed (not shown), and thus the results
presented here correspond to an acceleration voltage of 5 kV,
which leads to a penetration depth around 200 nm in ZnO. By
using defocused conditions, in principle, the penetration depth
of the beam can be adjusted in order to be analogous to that
employed in the PL measurement. Therefore, similarly to what
was observed in the case of PL, the CL spectra evidence the

This journal is © The Royal Society of Chemistry 2019
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Fig. 4 (a) Comparison of the RT PL and CL spectra for the same set of

samples. The CL spectra were acquired with an acceleration voltage of
5 kV and under defocused conditions, in order to probe an area similar
to the one assessed by PL. (b) RT CL measurement of the ZnO refer-
ence, ZnO/Cgo(#7) and ZnO/Cgp(#11) samples, obtained at accelera-
tion voltage of 5 kV, comparing focused and defocused conditions. (c)
Focused CL spectra obtained on two different faces of a single wire
belonging to the ZnO/Cgo(#7) sample. The small signal depression
denoted by the asterisk corresponds to the blaze of the detection
grating.

presence of both the NBE and a broad visible band for all
samples, although with a different intensity Ixpg/Lisible band
ratio.

In this case, the visible band dominates the spectra and its
spectral shape is slightly different from the one recorded under

This journal is © The Royal Society of Chemistry 2019
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photon excitation, evidencing a higher contribution from the
green component in the case of the reference sample and ZnO/
Ceo(#7) composite. For samples excited with energies higher
than the bandgap, differences in the relative intensities and/or
widths of the bands usually verified when comparing PL and CL
are due to the different excitation densities. For the ZnO/
Ceo(#11) sample mainly the orange emission prevails. In fact,
the CL results reveal a similar trend to the one measured by PL,
regarding the broadening and redshift of the visible band.
Fig. 4b displays the CL spectra obtained for the present set of
samples under both focused and defocused conditions,
showing a strong influence of this parameter (excitation
density) on the relative intensities of the emission features. The
CL studies also enabled a more detailed analysis of the lumi-
nescence features, as single wires can be easily probed by using
focused electron beam conditions, also enabling us to analyse
different spots/faces within the same wire. Under such condi-
tions, the relative intensity of the NBE emission was seen to
become much higher than the visible band, dominating the CL
spectra even for the reference sample where no NBE was
detected in the case of PL at this temperature. For the case of the
ZnO/Ceo(#11) composite, the visible band almost disappears
and mostly the NBE recombination is detected. The excitation
density is known to strongly affect the relative intensities of the
luminescence bands, which is normally due to differences in
the transition probabilities of the optical centres. In PL
measurements, an increase of the NBE band intensity with
respect to the visible bands was also observed when increasing
the excitation density (not shown). This effect can even induce
band luminescence quenching, such as the one observed in the
CL spectrum for the broad visible band in the ZnO/Ce(#11)
sample obtained with the focused electron beam, Fig. 4b.
Moreover, the peak position of the NBE emission was seen to
slightly vary depending on the probed sample. In the case of the
reference sample, this emission is centred at ~3.16 eV, while for
the composite samples ZnO/Ceo(#7) and ZnO/Ceo(#11) the
maxima are located at ~3.19 eV and ~3.20 eV, respectively, in
line with what was observed in PL. Indeed, the RT PL and CL of
the composites can be seen as an overlap of two main maxima at
~3.26 eV and ~3.20 eV with different relative intensities. The
peak observed at ~3.26 eV corresponds to the overlap of the FX
and 3.31 eV recombination and the one at ~3.20 eV is due to the
overlap of the LO phonon replicas, as will be shown below by
the temperature dependence study performed on the NBE
emission for the composite samples. It is also worth noting that
the Inpge/Lisible bana ratio of these samples is dependent on the
probed wire facet (see an example in Fig. 4c for the ZnO/Ce(#7)
sample), which can be associated with different densities of Cg(
covering each facet. In fact, this is likely to occur due to the
employed composite preparation, which may lead to total or
partially uncoated facets. Nevertheless, the spectral shape and
peak position of both emissions are analogous for the two
probed faces.

The behaviour of the broad emission bands was further
explored by power-dependent PL measurements applying
neutral density filters to the laser excitation, as depicted in
Fig. 5. In the case of the samples with Cg, the peak position of
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Fig. 5 RT power-dependent PL spectra of the (a) reference, (b) ZnO/
Ceo(#7) and (c) ZnO/Cgo(#11) samples. Insets: spectral deconvolution
of the broad band when excited with 1% of the initial laser beam power
density, showing the predominance of the orange/red emission.

the band maxima revealed a shift towards lower energies with
decreasing excitation density, while for the reference sample
(Fig. 5a) no significant shift was detected.

As previously discussed, the broad band is composed by two
optical centres, whose relative intensity was seen to change with
the decrease of the excitation power in the case of the composite
samples. As the power excitation decreases, the relative inten-
sity of the centre in the orange/red spectral region becomes
higher than that of the green emission, resulting in the
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pronounced shift of the broad band towards lower energies.
This dominance of the orange/red emission over the green one
is well evidenced by the spectral deconvolution of the band
when excited with low power (1% of the initial one), as shown in
the insets of Fig. 5b and c. Besides the change in the relative
intensity, the spectral deconvolution also enabled us to observe
that both green and orange/red components exhibit a shift
towards lower energies by reducing the excitation density,
contributing to the redshift of the overall luminescence. In the
first case, the peak position changes from 2.38 €V to 2.31 eV in
both composites, while the orange/red emission shifts from
2.11 eV to 1.96 eV. This behaviour is typical for DAP centres,
where the recombination probability is dependent on the
distance between the donor and acceptor species.®>* When low
excitation densities are applied, only part of the donors and
acceptors are excited. As the power increases, more donors and
acceptors become excited until reaching the saturation condi-
tion where all the pairs are excited. This leads to an additional
contribution from the closest pairs with higher transition
probability to the recombination spectra, resulting in the shift
of the emission to higher energy with an increase in the exci-
tation density.®>** The different behaviour found for the refer-
ence sample with respect to the composite samples may be
attributed to the interaction of the defects that give rise to these
luminescent centres with the Cq, molecules.

The presence of the two optical centres is also evident in the
time-resolved PL study. Fig. 6 displays a comparison between
the steady-state and the time-resolved spectra (acquired with
a time delay of 0.05 ms) for the composites. Comparing the two
spectra for each sample it is clear that the low energy compo-
nent of the broad band almost vanishes after only 0.05 ms, with
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Fig.6 Normalised time-resolved (acquired with 0.05 ms of delay after
flash) and steady-state PL spectra for ZnO/Cgo(#7) and ZnO/Cego(#11)
samples. The small signal depression denoted with an asterisk in the
TRPL spectra corresponds to the blaze of the detection grating.
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Fig. 7 RT TRPL spectra monitored for the (a) ZnO/Cgo(#7) and (b)
ZnO/Cgp(#11) samples, obtained after a 325 nm pulsed excitation for
increasing delay times (with a time window of 10 ms). The small signal
depression denoted by an asterisk corresponds to the blaze of the
detection grating. The insets correspond to a comparison of the TRPL
spectra for different time delays: 0.05, 1 and 5 ms.

the green band prevailing. Fig. 7 shows the time-resolved
emission spectra obtained for a time window of 10 ms and
increasing time delays. In this case, it was only possible to
monitor the green component since the lifetime of the orange
one was seen to be shorter than the initial delay of 0.05 ms. For
the green emission, the intensity dropped by 1/e nearly after 1
ms, indicating a lifetime in the range of hundreds of ps. With
the used time resolution, and despite the lower intensity of the
emission, a slight shift of the peak position to lower energies
was observed in accordance with the higher lifetime expected
for distant pairs, corroborating the DAP nature of the optical
centres, as suggested by the excitation density dependence
results.

In order to get a deeper insight into the mechanisms
involved in the different luminescence processes, the samples
were cooled down to 11 K. Fig. 8 depicts the PL spectra acquired
at low temperature for each sample. For all the cases, besides
the visible emission, a well-resolved NBE recombination was
measured allowing us to identify the free and donor-bound
exciton recombinations, as well as the emission peaked at
3.31 eV and its phonon replicas. At this temperature, it was
possible to identify the NBE emission for the reference sample,
even though with an intensity two orders of magnitude lower
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Fig.8 Low temperature (11 K) PL spectra of the ZnO, ZnO/Cego(#7) and
ZnO/Cgo(#11) samples. The PL spectra were obtained with the 325 nm
He-Cd laser line and normalised to the broad emission maxima. The
intensity of the NBE emission of the reference sample was multiplied
by 100 in order to compare its features with the remaining samples.

than the visible broad band. For the samples coated with Cg,
the NBE is the dominant recombination of the overall lumi-
nescence spectra. Previous studies from our group, carried out
also on ZnO rods grown by laser-assisted flow deposition
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Fig. 9 NBE excitation density dependent PL spectra of (a) ZnO/
Ceo(#7) and (b) ZNnO/Ceo(#11) samples.
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(LAFD),* revealed that the 3.31 eV emission is associated with
the presence of surface states, as identified by the influence of
distinct plasma treatments on the recombination intensity.
This emission, also identified in Cg, coated ZnO tetrapods,®
exhibits a relative intensity that increases with the increase of
the Cgo amount deposited on the ZnO surface. Such behaviour
can be associated with a higher concentration of electron-hole
pairs in the composites, surface when increasing the Cgo
content, leading to an increase in the excitonic and surface
related transitions, corroborating previous studies on other
ZnO/carbon composites*** and indicating charge transfer from
Ceo to the semiconductor surface, as mentioned previously.
The effect of the excitation density on the UV emission was
further studied for both samples coated with Cg, as displayed in
Fig. 9. The relative intensity of the spectra shows a strong
dependence on the excitation power, as already observed for the
ZnO rods produced by LAFD.* In this case, as high resolution
spectra were acquired, it is possible to clearly identify the pres-
ence of FX transitions. The relative intensity of the emission
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Fig. 10 (a) 11 K (full lines) and RT (dash lines) PL spectra of the ZnO,

ZnO/Cgo(#7) and ZnO/Cgo(#11) samples, obtained with the 325 nm
He—-Cd laser line and normalised to the broad emission maxima. (b)
Temperature-dependent PL spectra of the NBE emission for the ZnO/
Ceo(#11) sample.
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related to the exciton transitions increases in comparison with
the 3.31 eV emission when the excitation density decreases.
Similar behaviour was attributed by Schneider et al.®® to the
saturation of the D°X recombination with increasing excitation
density. As reported for the LAFD samples,® the observed
dependence of the relative intensity of the 3.31 eV vs. FX + D°X
transitions as a function of the excitation density suggests
a saturation effect of the exciton recombination with increasing
power, leading to the change in the relative intensity of both lines.

Fig. 10a shows the normalised PL spectra of the broad
emission bands at 11 K (full lines) and RT (dash lines). As seen
in the spectra, the peak position and spectral shape of the deep
luminescence barely change with increasing temperature, with
the main maximum likely dependent on the relative intensity of
the defect centres that contribute to the observed emission
bands. Temperature-dependent PL studies of the NBE recom-
bination were also conducted for the sample with the highest PL
intensity, ZnO/Cg(#11), as shown in Fig. 10b. As expected, an
increase in the temperature promotes the dissociation of the
bound excitons and causes the decrease in the intensity of the
DX transitions due to nonradiative relaxation, accompanied by
a red shift of the FX, 3.31 eV line emission and its replicas,
following the bandgap shrinkage. Therefore, these results
corroborate our previous assignments for the peaks observed at
~3.26 eV and ~3.2 eV.

4. Conclusions

ZnO microwires synthesised by the flame transport technique
coated with different Cg4, flooding amounts were investigated in
detail by optical techniques. The comparison with the ZnO
reference sample evidences that the formed ZnO/Cg, compos-
ites promote the narrowing of the band tail states, accompanied
by steeper bandgap absorption. Such behaviour indicates that,
in the presence of Cgo, some of the carriers previously trapped at
the band tail ZnO levels are now available to recombine from
the semiconductor's energy bands, as identified by the increase
in the intensity of the NBE recombination. Moreover, the
increase in the intensity of the 3.31 eV emission indicates that
carriers are also transferred from Cg, to the semiconductor
surface states. The here reported results suggest that the
formation of ZnO/Ce, composites with different Cgo flooding
amounts allows us to tune the number of charge carriers in
ZnO. Indeed, the relative intensity of the excitonic and surface
related ultraviolet recombination increases with the increase of
deposited Cg flooding on the ZnO surface. Moreover, it was
observed that the broad visible band was in fact composed by
two optical components, one peaked in the green and another
in the orange/red spectral regions. Excitation and time depen-
dent results indicate a donor acceptor pair recombination
nature for the two optical centres. Moreover, the intensity of the
green emission drops by 1/e nearly after 1 ms, indicating life-
times in the range of hundreds of ps. The orange/red emission
band decays faster than the green one, which could not be
detected with the used experimental set-up.

Similarly to what was verified for the near band edge recom-
bination, increasing the Cg, flooding on the ZnO surface leads to

This journal is © The Royal Society of Chemistry 2019
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an increase in the relative intensity of the orange/red component,
which influences the peak position of the overall broad emission
and its width. In particular, higher amounts of Cg, result in
a pronounced lower energy shift of the band maxima. Therefore,
the optical response of the ZnO/Cg, composites can be used to
tailor the material light outcome and their surface-related prop-
erties may be handling for multifunctional approaches.
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