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ABSTRACT
An efficient method has been developed to synthesize well-aligned multi-walled carbon nanotubes (MWCNTs) on a
conductive Ta substrate by chemical vapour deposition (CVD). Free-standing MWCNTs arrays were functionalized
through electrochemical oxidation with the formation of hydroxyl and carboxyl functional groups. Using a new oven
drying technique, we demonstrate that the unidirectionally aligned and laterally spaced geometry of the CNT arrays can
be retained after being subjected to each step of electrochemical modification. Samples were analyzed by using a field
emission scanning electron microscope (SEM), transmission electron microscope (TEM), Fourier transformed infrared
(FTIR) and Raman spectroscopy. Useful electrochemical methods for the synthesis of various gold nanostructures onto
the aligned MWCNTs were then presented for the first time. The results demonstrated that flowerlike nanoparticle arrays, nanosheets and nanoflowers were obtained on the aligned CNTs under different experimental conditions. These
kinds of aligned-CNT/Au nanostructures hybrid materials introduced by these efficient and simple electrochemical
methods could lead to development of a new generation device for ultrasensitive catalytic and biological application.
Keywords: Chemical Vapour Deposition; Vertically Aligned Carbon Nanotube; Electrochemical Techniques;
Nanostructures; Nanoflowers

1. Introduction
Since carbon nanotubes (CNTs) discovery in 1991 by
high-resolution transmission electron microscopy (TEM)
[1], extensive interest has been shown in their physical,
chemical, electrochemical, environmental and material
science fields [2,3]. Applications of CNTs in the field of
strong electrocatalytic response toward many important
inorganic compounds or biomolecules [4,5] and (bio)
chemical sensors [6] have recently been reported. Aligned
CNT arrays (A-CNT), offer distinct advantages over loose
and random oriented CNT powders. Well-aligned, densely arrayed but mutually separated CNTs, grown directly on a conductive substrate, are ideal to construct
high-surface-area electrodes for amperometric chemical
sensors and biosensors due to their regular porous
structure, conductive path, and promoted electron transfer [7]. Recently, direct growth of A-CNTs on Ni based
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[8] and Fe foils [9] was reported. Compared with Ni based
and Fe foils, glassy carbon (GC) and Ta are much more
stable in acidic solutions. Therefore, the unique advantage of the direct growth of A-CNTs on Ta is that individual nanotubes are electrically connected to the conductive acid-resisting substrates which overcome several
obstacles in the applications, and to the best of our knowledge, there is no report using Ta as a substrate to produce well aligned CNTs.
Well-aligned CNT arrays are produced mainly by dc
plasma enhanced chemical vapor deposition (PECVD)
[10]. The surfaces of the as-grown CNTs are pristine.
CNT modifications are therefore essential to enable particular CNT array-based applications. Functionalized CNTs
have favourable properties like biocompatibility [11],
easier modification [12], and enhanced compatibility
with composite matrixes [13]. Purification gets rid of the
metal impurities inherent to the as-grown CNTs, thus eliminating the anticipated deleterious or poisonous effect
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of metal impurities on the long-term reliability of electrochemical reactions at CNT-based electrodes. Also the
presence of oxygen-containing groups like carboxyl or
hydroxyl groups facilitates exfoliation of CNT bundles
and their solubility in polar media. Hydrophobic CNTs
become more hydrophilic because of the oxidation [14].
Furthermore, obtained functionality is a base for further
modification/functionalisation depending on application.
Various approaches have been well-established for the
modification of CNTs [15,16]. The harsh and solventintensive treatment in the most typically used wet chemical modification, as well as the natural drying process,
when applied to the well aligned but free-standing CNT
arrays, usually causes undesirable agglomeration/bundling of CNTs or even total collapse of aligned and laterally separated geometry [17]. Dry modification techniques can retain the alignment of CNT arrays; however,
most of them are less efficient, flexible, or convenient
than the wet chemical process [18]. Obviously, maintaining the desired vertical orientation would facilitate
the implementation of CNT arrays as fuel cell electrodes,
sensor platforms, field emitter components, and other
applications. Therefore, in spite of all advantages of
A-CNTs, their functionalisation remains a challenge because of the difficulty in preserving the desirable alignment. E. Shulga et al. [19] applied an acid vapour gasphase functionalisation to aligned CNTs using a reactor
heated to a defined temperature which preserved the
morphology of A-CNTs. However, reaction parameters
must be carefully selected in this approach because a too
aggressive treatment can easily lead to unwanted results
and also a special reactor configuration is needed.
In this letter we have succeeded in fabrication of vertically aligned three dimensional CNT arrays on a conductive Ta substrate. Our CNTs were grown by CVD
without being plasma aided. To make these aligned CNT
arrays more suitable for sensor electrodes and other potential applications, we devised a simple electrochemical
method to modify the CNT arrays with minimal damage
or disruption to CNTs themselves and the aligned geometry. Quick removal of metal seed catalysts from the
CNTs, eliminating the poisonous effect of metal impurities, in addition to introducing oxygen containing groups
were achieved through electrochemical oxidation. Then a
new simple oven drying step retained the vertically
aligned and laterally spaced geometry of these freestanding CNT arrays after the wet processing, which
eliminated the surface tension force during the evaporation of the water and avoided CNT agglomeration and
collapse caused by the liquid-gas interface. Since the
electrochemical purification does not cause significant
CNT agglomeration and collapse of alignment on the
substrate, further electrochemical modification of CNTs
Open Access

was performed directly thereafter to achieve functionalisation and decoration of CNT arrays. The attachment of
gold nanostructures to the side walls of CNTs is of particular interest because of their unique structural features
and important applications in many fields such as optical
devices, catalysis, biological assay, and so on [20,21].
Previous routes to prepare metallic nanostructures of
various shapes generally involve hard template [22] or
softer directing agent, including organic surfactant, or
polymer [23]. In the case of the hard template method, a
rather tedious postsynthesis process is often required to
remove the template used, wherein the nanostructures
preformed may be destroyed or undesirable aggregates
may occur when released from the template [24]; for the
softer directing agent method, the multiple washings are
required to remove the unwanted materials, but some
residues are still bound on the surfaces of nanoparticles,
which increase the difficulty of doing chemistry on the
nanoparticle surfaces [25]. Up to now, these investigations have been mainly focused on the fabrication of
global gold nanoparticles. Among the applied methods
which are mostly complicated and time consuming, the
electrodeposition is simple and low cost, and can provide
an alternative way to control the particle size and shape.
To our knowledge, there is no report using electrochemical methods describing deposition of gold nanoparticles (AuNPs) besides gold nanoflowers (AuNFs) on
well aligned MWCNTs by varying electrodeposition
parameters. Flower-like nanostructures that exhibit unique physical and chemical properties are among the most
interesting anisotropic nanomaterials [26]. Interesting
properties of special shapes of nanomaterials encourage
our study of the preparation of AuNFs. Also interest has
grown in developing non-toxic electrolytes for gold electrodeposition to replace the conventional incompatible
cyanide-based bath for long term sustainability of gold
electroplating. Therefore, in our work we report a onestep electrodeposition strategy for the controllable synthesis of less common gold nanostructures of various
shapes on the aligned MWCNTs in the absence of surfactants and polymer.

2. Experimental
2.1. Chemicals and Instrumentation
The chemicals used for preparing synthesis solutions
were acquired from a commercial vendor (Sigma-Aldrich). All chemicals and reagents are commercially
available and of analytical grade. Freshly double-distilled
water was used throughout the experiments and all solutions were prepared with double distilled water. Field
emission scanning electron microscope (FESEM) (MIRA
TESCAN operating at 20 kV) was used to observe the
MSA
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morphology of the prepared CNTs and Au nanostructures.
Transmission electron microscope (TEM) measurements
were performed with a Philips EM 208 FEG instrument
operating at 90 kV. Samples for TEM were first ultrasonicated in methanol for 45 min to form a well-dispersed solution and then dropped onto a 3 mm Cu grid
coated with a layer of holey carbon film. The grid was
dried in oven before imaging. Elemental composition of
CNTs electrodes before and after electrochemical oxidation was investigated by energy dispersive X-ray spectroscopy (EDS) (SAMX, France). The surface chemistry
of as-grown CNTs and the electrochemically modified
CNT arrays with oxygen-containing groups (functional
groups) were confirmed by fourier transformed infrared
(FTIR) and Raman investigations. Raman spectrum was
measured on a micro-Raman spectrometer (an Almega
Thermo Nicolet Dispersive Raman Spectrometer, a Nd:
YLF laser emitting at 532 nm was used for excitation.
Spectral resolution of the spectrometer was 4 cm−1). The
FTIR spectra were obtained with a Perkin Elmer PC16
FTIR instrument using the attenuated total reflection
(ATR) technique. Voltammetric and amperometric measurements for the synthesis and electrochemical studies
were performed using an Autolab PGSTAT302N electrochemical analysis system supplied with a FRA 2.0
module (Netherland) in a three-electrode arrangement,
including a working electrode (AuNPs/MWCNTs or
MWCNTs), a platinum counter electrode and a saturated
calomel (SCE) reference electrode, at room temperature
(25˚C). All potentials were quoted versus the SCE reference electrode.

2.2. Synthesis of Well-Aligned MWCNTs on Ta
Substrates and Electrochemical Oxidation of
A-CNTs
In this work, a Ta-plate was used as a substrate. At first
Ta substrate was polished until a mirror like surface was
created. Then it was ultrasonically cleaned in ethanol
before CNT growth. The 0.01 - 1 M ethanol solution of
metal salt NiCl2·6H2O (Aldrich, 99.99%), has been prepared in an argon (Ar)-filled glovebox. After that, Ta
substrate was coated (sprayed) with a drop of metal chloride solution and dried by Ar. After drying by Ar, the
substrate was sprayed with metal chloride solution for
the second time to create two layers of catalyst on the Ta
and then dried by Ar. MWCNTs were synthesized on
small Ta plates by catalytic CVD with ethylenediamine
as a precursor. The amine serves as both an etching reagent for the formation of metal nanoparticles and a carbon source for the growth of A-CNTs. The growth of the
CNT films was performed in the tube reactor that was
preheated to 850˚C. The Ni coated Ta plates were pretreated by N2 with a flow rate of 500 sccm for 5 - 20 min,
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forming the nanosized catalytic particles. After purging
and preheating with N2, the ethylenediamine was introduced by bubbling N2 at a flow rate of 500 sccm through
liquid ethylenediamine contained in a glass bottle. Thus
the formed feeding gas contained approximately 8%
ethylenediamine. The reaction times were varied from 5
to 45 min, after which the reactor was cooled down to
room temperature in N2 ambient. By altering the growth
time and catalyst thickness, A-CNTs with uniform size,
good distribution and high density were produced. The
dimensions of the MWCNTs are 20 - 100 nm in diameter
and several microns in length. To electrochemically oxidize CNTs and introducing functional groups to them,
the MWCNTs electrode was immersed in 0.2 M HNO3
solution and the potential was cycled between +1.00 and
+2.00 V at a scan rate of 50 mV·s−1. The effect of the
electrochemical treatment was controlled by the number
of the potential cycles during electrochemical oxidation.
An oven drying technique (80˚C - 100˚C) retained the
vertically aligned and laterally spaced geometry of these
CNT arrays after the electrochemical processing.

2.3. Electrodeposition of Au Nanostructures on
MWCNTs Electrodes
Electrodeposition of gold nanostructures (GNs) on CNT
arrays was performed by a simple template-free method
using chronoamperometry. At first, the consecutive CV
over a suitable potential range of 0 to 1 V at a scan rate
of 50 mV·s−1 was investigated on MWNTs modified
electrode by using electrochemical reduction of 0.5 M
H2SO4 containing 5 mM HAuCl4 solution. Secondly,
electrodeposition was carried out by the potential-step
technique (chronoamperometry) from an acidic solution
of 0.5 M H2SO4 containing 5 mM HAuCl4. The applied
potential was stepped from +0.80 V where no Au is deposited on the electrode surface, to +0.20 during 10 and
20 s. The obtained MWCNTs-Au modified electrodes
were washed carefully in deionized water and then dried
at room temperature. Such prepared electrodes were
ready for electrochemical measurement and further analysis.

3. Results and Discussion
3.1. Synthesis and Characterization of A-CNTs on Ta
Substrate
Figures 1(A) and (B) shows SEM images of the well
aligned CNTs on the polished Ta substrate at 850˚C after
6 min. As it can be seen well aligned CNTs can grow on
the substrate with proper orientation and high density.
Regarding investigation of the different parameters on
the CNTs growth and alignment, it was observed that
using two layers of chloride-nickel solution on the polMSA
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Figure 1. (A) and (B) SEM images of well aligned CNTs grown on the polished Ta substrate at 850˚C after 6 minutes shown
with different resolutions; (C) and (D) TEM images of bamboo-like structure multi-walled CNTs with different resolutions.

ished substrate (with concentration of 0.1 M), pre-heating
the substrate for 4 minutes to produce the metallic nanoparticles and then allowing CNTs to grow at 850˚C after
6 minutes on the polished substrate, well aligned and
high density CNTs with diameter between 20 - 100 nm
and length of several micrometers were produced. Figures 1 (C) and (D) also shows TEM images of the AOpen Access

CNTs. In the Figure 1(C) it can be observed that CNTs
have bamboo-like structures and achieved CNTs are
multi-layered. Also in Figure 1(D) it can be seen that
tips of the CNTs are closed. No catalyst particle can be
observed on the tip of the CNTs indicating that root
growth was dominant in which catalyst particles are kept
stuck on to the substrate surface.
MSA
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3.2. Purification of Vertically A-CNTs by
Electrochemical Oxidation
From different oxidant that can be used in electrochemical oxidation, nitric acid is the most common agent for
purification since it can mildly oxidize and can selectively dissolve the amorphous carbon and metallic catalysts. It is non-toxic and cheap. Electrochemical oxidation of A-CNTs was performed by using cyclic voltammetry at the potential between 1 and 2 V and scan rate of
50 mV/s in nitric acid with concentration of 0.2 M.
Then CNTs were washed with deionized water and
dried in the oven with temperature of 80˚C - 100˚C to
keep their alignment and orientation. This means that
drying the CNTs in ambient temperature makes CNTs to
be curved, clustered, severely agglomerated and damaged in term of alignment. Such agglomeration and collapse are highly undesirable as a major portion of the
CNT surface is now blocked and less accessible for electrochemical reactions.
Therefore, adhesion forces should be omitted or lowered during evaporation to stop CNTs agglomeration [27].
To avoid CNT agglomeration and collapse caused by the
liquid-gas interface, a simple oven drying step was introduced after the electrochemical oxidation of CNTs to
eliminate the surface tension force during the evaporation
of the water.
Figure 2(A) illustrates the cyclic voltammetry of the
electrochemical oxidation of CNTs in the potential range
of 1 - 2 V for 10 cycles. As it can be seen in this figure,
the peak current remarkably subsides in each time of
scanning till it reaches the minimum amount. This states
that Ni catalyst is dissolved, MWCNT oxidation is efficient in high potentials and it is totally irreversible. This
method alters the CNTs surface characterization from
hydrophobe to hydrophyle which is so desirable for later
possible modifications of the CNTs with metallic nanoparticles like gold.
Figure 2(B) shows SEM image of vertically A-CNTs
grown on the Ta substrate using chloride-Ni solution
with concentration of 0.25 M, after electrochemical oxidation in nitric acid. It can be observed that the alignment
of the CNTs is desirably kept after this process. The relative purity of the CNTs in terms of the Ni catalyst contents has been investigated before and after electrochemical oxidation using EDS (Table 1). The amount of
carbon, Ta substrate and Ni catalyst can be clearly observed and compared. As it can be seen the amount of Ni
considerably decreases after oxidation which confirmed
metal impurities from CNTs were dissolved in HNO3
solution. Therefore it can be inferred that oxidation
process to remove metallic catalyst not only was efficient,
but also alignment of the CNTs are kept.
To characterize chemical groups on CNTs surface
Open Access

Figure 2. (A) Cyclic voltammetry diagram for CNTs electrochemical oxidation with sequential cyclic potential in
nitric acid with concentration of 0.2 M and scan rate of 50
mV/s; (B) SEM image of well-aligned CNTs grown on the
Ta substrate using chloride-Ni solution with concentration
of 0.25 M after electrochemical oxidation in nitric acid with
keeping CNTs alignment.
Table 1. The amount of different elements of the CNTs
coating before and after electrochemical oxidation.
Carbon (Wt%)

Ta (Wt%)

Ni (Wt%)

Before oxidation

70.97

26.68

2.35

After oxidation

62.34

26.52

0.51

FTIR and Raman spectra of vertically aligned CNTs before and after electrochemical oxidation in nitric acid
were measured and analyzed. Figures 3(A) and (B)
shows FTIR spectra of CNTs before and after electrochemical oxidation in nitric acid. It can be observed that
very weak peaks appear in Figure 3(A) and the spectrum
of the as-prepared MWCNTs shows the C-C stretching
MSA
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Figure 3. (A) FTIR spectrum of CNTs before and (B) after
electrochemical oxidation in nitric acid.

bonds in the range of 1580 - 1650 cm−1 characteristic to
the expected nanotube phonon modes. The absorption
band related to C-N bond can be observed at 1110 cm−1
which indicates the appearance of amine groups upon
using ethylendiamine in a N2 flow in CVD process [28].
The HNO3 oxidative treatment produces oxygen containing groups on the surface of the MWCNTs (Figure
3(B)). It can be seen that the peak in 1715 cm−1 is associated with -C=O stretching of the carboxyl group. Peaks
around 3000 - 3500 cm−1 are associated with -O-H
stretching bond in carboxyl and hydroxyl groups. The
absorption band related to C-N bond can be observed at
1110 cm−1 which indicates the appearance of new amine
functional groups upon functionalization process in HNO3.
Peaks occurred in 2884 cm−1 and 2823 cm−1 are associated with C-H stretching bond in aliphatic -CH2 and CH3
groups. Deformation and bending of different types of
C-H bonds are characterized by peaks below 900 cm−1
[29,30]. In facts bands in the range of 1750 - 1550 cm−1
can be associated to C=O groups, in different environments (Carboxylic acid, ketone/quinone), and to C=C in
aromatic rings; while bands in the range of 1300 - 950
cm−1 proves the presence of the C-O bonds in various
chemical surroundings. C=O bonds as characteristics of
carboxyl functional groups (-COOH) and ketone/quinone
can be observed in 1711 and 1638 cm−1 [31,32]. Observed peak around 2363 cm−1 also can be associated to
ionic amines C=NH+.
Raman spectrometry is a beneficial tool in analyzing
degree of graphitization of carbon-based materials. Figures 4(a) and (b) shows Raman spectra of the CNTs before and after electrochemical oxidation in nitric acid.
Observed Raman band in 1584 cm−1 is attributed to the
stacking of the graphite hexagon network plane (G-band)
while the other band in 1347 cm−1 is related to the amorphous carbon or deformation vibrations of a hexagonal
Open Access

Figure 4. (a) Raman spectra of CNTs before and (b) after
electrochemical oxidation in nitric acid, with different Dband and G-band modes.

ring (D-band) [33,34]. Since G-band modes depend on
diameter, it is clear that G band occurred for CNTs with
big diameters would be similar to that of graphite single
peak G band. This similarity can be seen for MWCNTs
where a single peak occurs around 1584 cm−1 which is
like that of graphite. However, in SWNT, this band has
two peaks which are uniquely belonged to single-walled
CNTs. Therefore it can be concluded that obtained CNTs
in this research are multi-walled CNTs. It is acknowledged that the ratio of the intensities of the D and G
peaks (ID/IG) reveals useful information on the graphitization degree and lattice distortion of the carbon-based
materials [35]. The D-band indicates, as usual for carbon
nanostructures, the density of defects and can be used for
monitoring the process of functionalisation which transforms sp2 to sp sites. Different ID/IG ratios of the samples
illustrate different crystalline structures. As-synthesized
A-CNTs have the ID/IG ratio of 0.91 before electrochemical oxidation while this ratio was equal to 1.48 for
functionalized CNTs. This increase can be attributed to
the electrochemical oxidation.
Furthermore a considerable shift in G mode (+14 cm−1)
can be seen which is related to the changes in MWCNTs
electrochemical structure due to the change in amount
and type of the chemical groups attached to the walls and
tips of the A-CNTs and/or amount of the increased oxyMSA
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gen content in CNTs structure that can acts as p-type
dopant [36].

3.3. Deposition of the GNs on Well-Aligned
CNTs Using Electrochemical Method
After electrochemical modification of the CNTs, purification and adding up functional groups containing oxygen; in next stage new gold nanostructures were deposited on CNTs using a simple electrochemical method
namely chronoamperometry (potential-step method).
Figure 5(A) represents a typical consecutive cyclic
voltammetry (CV) curve for an acidic solution of 0.5 M
H2SO4 containing 5 mM HAuCl4 at a scan rate of 50
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mV/s. The broad band around +0.90 V represents the
reduction of adsorbed AuCl−4 ions to Au0. The sharp
peak at +0.58 V corresponds to the reduction of Au(III)
to Au0 [37]. The increase in peak current with increasing
number of potential cycles, informed that Au0 particles
were increasingly loaded onto MWCNT. Furthermore,
no anodic current is observed on the reverse sweep indicating the irreversibility of the reduction of AuCl−4 . The
SEM images (Figures 5(B) and (C)) also shows that Au
nanostructures in shapes of cauliflower, which present
rather “special”, have been successfully deposited onto
the A-CNTs surface by using this consecutive cyclic
voltammetry.

Figure 5. (A) Cyclic voltammetry diagram of gold nanostructures in shapes of cauliflower from acidic solution of 0.5 M
H2SO4 containing 5 mM HAuCl4 with cycling of potential between +1 to 0 V and scan rate of 50 mVs−1; (B) and (C) SEM images with different resolutions of precipitated gold nanostructures by using cyclic voltammetry at the mentioned condition.
Open Access
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Each cauliflower-like particle is the conglomeration of
numerous grains, which goes through three steps during
the growth process: 1) formation of nuclei, 2) tiny particles aggregation on nuclei and 3) growth of nucleus into
crystal grains.
Figure 6(A) shows chronoamperometric curve for
electrochemical deposition of GNPs on the A-CNTs electrode in 0.5 M H2SO4 solution containing 5 mM HAuCl4
at a constant potential of +0.2 V and time of 10 s in
which the current density increases at initial stages due to
the nucleation and growth process and then drops by increasing the concentration gradient of electroactive species on the surface (i.e. growing the diffusion layer into

the solution) [38] according to Cottrell Equation (1):
 nFC∞ D0.5  −0.5
i=
(1)
t
0.5
 π

where n, F, C∞, D and t are the number of exchanged
electron involved in the electrode process, Faraday constant, the solution bulk concentration, diffusion coefficient, and time respectively. The well-defined maximum
peak is a result of encountering two mentioned phenomena (i.e. nucleation and growth with diffusion). Based on
the linear relation of current with reverse square root of
time, diffusion coefficient could be determined from the
slope of the curve (the inset of Figure 6). The calculated

(A)

Figure 6. (A) Chronoamperometry curve of the deposited GNPs on the CNTs at potential of +0.2 V after 10 s in 0.5 M H2SO4
containing 5 mM HAuCl4, the inset shows the related i-t−1/2 diagram; (B) SEM image of the deposited GNPs on the CNTs
using chronoamperometry at the mentioned condition; (C) SEM image of GNPs on A-CNTs at the same condition with
keeping the alignment from the side view.
Open Access
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value for D was 2.45 × 10−7 cm2·s−1 for a 5 mM gold solution. Considering that the potential-step method is usually used to deposit metal nanoparticles with a high surface-to-volume ratio instead of uniform metal film on an
electrode, we used this method to replace the CV method.
The electrode potential was stepped from an initial potential of +0.8 V, where no reaction occurred, to +0.20 V,
at which potential AuCl−4 was reduced to Au nanocrystals. Presumably, the reduction of AuCl−4 to Au0 begins
at surface defect sites where oxygen-containing functional groups, such as carboxylate, serve as axial ligands.
Figure 6(B) shows SEM image of precipitated GNs on
the vertically aligned CNTs using chronoamperometry at
constant potential of +0.2 V. As it can be seen in Figure
6 spherical nanoparticles with small diameters and high
density were well dispersed deposited on CNTs which is
related to the nucleation of Au nanoparticles at the dense
edge-plane-like defects on MWCNT and also it displays
a three-dimensional growth of these GNPs and clusters
on the active sites. In some cases GNPs completely cover
the CNTs surfureces and in some points aggregate of
nanoparticles can be observed considering that some particles grew more rapidly and over lapped with other particles. Also Figure 6(C) depicts the SEM images of the
deposited GNPs on the A-CNTs from the side view. As it
can be seen nanoparticles with appropriate density are
uniformly precipitated on the A-CNTs without violating
CNTs alignment. The average diameter of these GNPs
ranged from 20 to 100 nm. The EDS spectra confirmed
the presence of the gold peaks in the resulted coating on
the Ta substrate (not shown here). The characteristic
shape of the curve in Figure 6(A) confirms the occurrence of nucleation and growth processes in the system.
As it can be seen for spherical nuclei, the rate of the nucleation is comparable with their growth rate and the
current transient shows a maximum then subsides to the
critical diffusion current on the electrode surface. An
initial sharp current spike is due to the charging of the
double-layer which has been eliminated here. The curve
then exhibits a hump shaped response following the
charging current spike which commonly observed for the
electrochemical nucleation and 3-dimensional (3-D)
growth of metal crystallites [39]. After the hump, a current decay is observed indicating a planar diffusion regime. This situation develops due to overlap of growing
hemispherical diffusion layers which initially provide
mass transport for nanocrystal growth [40]. The position
of the hump in this figure within the first 1s argues that
the growth of the Au nuclei is relatively rapid.
Figure 7(A) shows the chronoamperometry curve of
the deposited Au nanostructures in flower-like shapes
(nanoflowers and nanosheets) on the A-CNTs at potential
of +0.2 V after 20 s in 0.5 M H2SO4 containing 5 mM
HAuCl4 . Also, Figures 7(B) and (C) shows the SEM
Open Access
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images of the deposited Au nanoflowers on the A-CNTs
under this condition. The overall behavior of chronoamperometry curves are similar (Figures 6(A) and 7(A)),
but by increasing the deposition time, growth rate dominates particle nucleation rate so nanoflowers can be
formed.
As it can be seen in Figure 7(C) a mass of tanglesome
particles are coexistent with some sheetlike particles.
Longer reaction time seems in favor of the growth of
gold nanosheets and nanoflowers and the products were
mainly gold nanosheets with irregular shapes and nanoflowers and only small amounts of spherical particles were
observed (Figures 7(B) and (C)). The width of the gold
nanosheets is several hundreds of nanometers respectively. Actually, during a prolonged deposition time,
electrodeposited nanoparticles are not formed into spheres, in some parts aggregation of particles can be seen as
flower-like shapes and the nanoparticle clusters acted as
the initial seed and grew into 3D nanoparticle arrays. So
a longer deposition time resulted in a longer growth
process so that particles have time to grow and aggregate.
In principle, crystal growth and crystal morphology are
governed by the degree of supersaturation, diffusion of
the reaction species to the surface of the crystals, surface
and interfacial energy, and structural anisotropy of the
crystals. Fractal and dendritic growth are expected in the
diffusion-limited regime, away from the equilibrium conditions [41]. Here, the fabrication of gold nanoflowers
and flowerlike gold nanoparticle arrays may follow a
diffusion-controlled growth model.
Nanoflowers are not currently reported so frequently,
as nanowires or nanoparticles. These scarce and new
nanostructures often emerge because of the combination
of van der waals force and the anisotropic hydrophobic
attraction between the nanoparticles [42]. In Figures 7(B)
and (C) the individual gold nanoparticles was shown
with many triangular shaped petals and changeable diameters from the base to tips. These metal petals with the
sharpened tips on the widened bases were connected to
one center core to form the flower-like structures.
The successful purification and the successful lesscommon Au nanostructures deposition, indicate good
electrical contacts between Au electrocatalyst and CNTs,
as well as those between CNTs and the substrate. Therefore, such purified CNT arrays with vertically aligned
and mutually separated geometry on a conductive Ta
substrate besides the flower-like Au nanostructures can
provide an ideal platform for constructing electrically
driven nanodevices, such as biosensors, bioactuators,
battery electrodes, and so forth.

4. Conclusion
In summary, a CVD approach has been introduced to
MSA
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Figure 7. (A) Chronoamperometry diagram of precipitated gold nanoflowers and nanosheets on A-CNTs at potential of +0.2
V after 20 s in 0.5 M H2SO4 containing 5 mM HAuCl4; (B) and (C) SEM images of gold nanoflowers and nanosheets on ACNTs by using chronoamperometry at the mentioned condition.

produce three-dimensional free-standing MWCNT arrays
vertically aligned on a conductive Ta substrate. The diameter of CNTs was in the range of 20 to 100 nm and the
length can be changed in several microns by varying the
CVD parameters. Simple and effective CNT functionalization and purification were achieved through electrochemical oxidation with mainly hydroxyl and carboxyl
functional groups. The unidirectionally aligned and laterally spaced geometry of CNT arrays was fully retained in
each step of electrochemical modification, and the oven
drying process prevented undesirable bundling/agglomeration of CNTs after the electrochemical process. Various less-common gold nanostructures including flowerlike nanoparticles arrays, nanosheets and nanoflowers
were then deposited onto the sidewalls of such A-CNT
Open Access

arrays through simple template-free electrochemical methods (chronoamperometry and cyclic voltammetry). A
diffusion coefficient of 2.45 × 10−7 cm2/s was calculated
for 5 mM non-toxic gold solution at +0.2 V. These scarce
nanostructures of gold on A-CNTs have widespread technological potential in the design and development of
next-generation fuel cells, catalysts and bio-sensors, which
is underway.

REFERENCES
[1]

S. Iijima, “Helical Microtubules of Graphitic Carbon,”
Nature (London), Vol. 354, 1991, pp. 56-58.
http://dx.doi.org/10.1038/354056a0

[2]

C. Li, D. Wang, T. Liang, X. Wang and L. Ji, “A Study

MSA

Controlled Growth of Well-Aligned Carbon Nanotubes, Electrochemical Modification and Electrodeposition of
Multiple Shapes of Gold Nanostructures
of Activated Carbon Nanotubes as Double-Layer Capacitors Electrode Materials,” Materials Letter, Vol. 58, No.
29, 2004, pp. 3774-3777.
http://dx.doi.org/10.1016/j.matlet.2004.07.027
[3]

J. Riu, A. Maroto and F. X. Rius, “Nanosensors in Environmental Analysis,” Talanta, Vol. 69, No. 2, 2006, pp.
288-301. http://dx.doi.org/10.1016/j.talanta.2005.09.045

[4]

J. Zhang and L. Gao, “Synthesis of Highly Dispersed
Platinum Nanoparticles on Multiwalled Carbon Nanotubes and Their Electrocatalytic Activity toward Hydrogen Peroxide,” Journal of Alloys and Compounds, Vol.
505, 2010, pp. 604-608.

[5]

W. D. Zhang, B. Xu, Y. X. Hong, Y. X. Yu, J. S. Ye and
J. Q. Zhang, “Electrochemical Oxidation of Salicylic
Acid at Well-Aligned Multiwalled Carbon Nanotube Electrode and Its Detection,” Journal of Solid State Electrochemistry, Vol. 14, 2010, pp. 1713-1718.

[6]

P. G. Collins, K. Bradley, M. Ishigami and A. Zettl, “Extreme Oxygen Sensitivity of Electronic Properties of Carbon Nanotubes,” Science, Vol. 287, 2000, pp. 1801-1804.
http://dx.doi.org/10.1126/science.287.5459.1801

[7]

L. Dai, A. Patil, X. Gong, Z. Guo, L. Liu, Y. Liu and D.
Zhu, “Aligned Nanotubes,” Chemical Physics and Physical Chemistry, Vol. 4, No. 11, 2003, pp. 1150-1169.

[8]

[9]

S. Talapatra, S. Kar, S. K. Pal, R. Vajtai, P. Victor, M. M.
Shaijumonet, S. Kaur, O. Nalamasu and P. M. Ajayan,
“Direct Growth of Aligned Carbon Nanotubes on Bulk
Metals,” Nature Nanotechnology, Vol. 1, 2006, pp. 112116. http://dx.doi.org/10.1038/nnano.2006.56
L. Qu and L. Dai, “Direct Growth of Multicomponent
Micropatterns of Vertically-Aligned Single-Walled Carbon Nanotubes Interposed with Their Multi Walled Counterparts on Al-Activated Iron Substrates,” Journal of Materials Chemistry, Vol. 17, 2007, pp. 3401-3405.
http://dx.doi.org/10.1039/b703046k

677

9, 2007, pp. 1880-1890.
http://dx.doi.org/10.1016/j.carbon.2007.04.028
[15] B. J. Hinds, N. Chopra, T. Rantell, R. Andrews, V. Gavalas and L. G. Bachas, “Aligned Multiwalled Carbon Nanotube Membranes,” Science, Vol. 303, No. 5654, 2004,
pp. 62-65. http://dx.doi.org/10.1126/science.1092048
[16] T. Dumitrica, M. E. Garcia, H. O. Jeschke and B. I. Yakobson, “Selective Cap Opening in Carbon Nanotubes
Driven by Laser-Induced Coherent Phonons,” Physical
Review Letters, Vol. 92, No. 11, 2004, pp. 117401-11704.
http://dx.doi.org/10.1103/PhysRevLett.92.117401
[17] H. Tang, J. H. Chen, Z. P. Huang, D. Z. Wang, Z. F. Ren,
L. H. Nie, Y. F. Kuang and S. Z. Yao, “High Dispersion
and Electrocatalytic Properties of Platinum on WellAligned Carbon Nanotube Arrays,” Carbon, Vol. 42, No.
1, 2004, pp. 191-197.
http://dx.doi.org/10.1016/j.carbon.2003.10.023
[18] C. L. Sun, L. C. Chen, M. C. Su, L. S. Hong, O. Chyan, C.
Y. Hsu, K. H. Chen, T. F. Chang and L. Chang, “Ultrafine Platinum Nanoparticles Uniformly Dispersed on
Arrayed CNx Nanotubes with High Electrochemical Activity,” Chemistry of Materials, Vol. 17, 2005, pp. 37493753.
[19] E. Shulga, K. Pohako, A. Treshchalov, U. Joost, V. Kisand and I. Kink, “Functionalisation of Aligned Carbon
Nanotubes with Nitric Acid Vapour,” Micro & Nano
Letters, Vol. 6, No. 8, 2011, pp. 704-708.
http://dx.doi.org/10.1049/mnl.2011.0357
[20] S. F. Li, X. Y. Zhu, W. Zhang, G. M. Xie and W. L. Feng,
“Hydrogen Peroxide Biosensor Based on Gold Nanoparticles/Thionine/Gold Nanoparticles/Multi-Walled Carbon
Nanotubes-Chitosans Composite Film-Modified Electrode,”
Applied Surface Science, Vol. 258, No. 7, 2012, pp. 28022807. http://dx.doi.org/10.1016/j.apsusc.2011.10.138

[10] J. F. AuBuchon, L. H. Chen, A. I. Gapin, D. W. Kim, C.
Daraio and S. Jin, “Multiple Sharp Bendings of Carbon
Nanotubes during Growth to Produce Zigzag Morphology,” Nano Letters, Vol. 4, No. 9, 2004, pp. 1781-1784.
http://dx.doi.org/10.1021/nl049121d

[21] C. Zheng, W. Chen, X. Ye, S. Cai, X. Xiao and M. Wang,
“Preparation and Optical Limiting Properties of Carbon
Nanotubes Coated with Au Nanoparticle Composites Embedded in Silica Gel-Glass,” Materials Letters, Vol. 65,
2011, pp. 150-152.
http://dx.doi.org/10.1016/j.matlet.2010.09.086

[11] W. Wu, S. Wieckowski, G. Pastorin, M. Benincasa, C.
Klumpp, J. P. Briand, R. Gennaro, M. Prato and A. Bianco, “Targeted Delivery of Amphotericin B to Cells by
Using Functionalized Carbon Nanotubes,” Angewandte
Chemie International Edition, Vol. 44, No. 39, 2005, pp.
6358-6362. http://dx.doi.org/10.1002/anie.200501613

[22] D. Wang, H. Luo, R. Kou, M. Gil, S. Xiao, V. Golub, Z.
Yang, C. Brinker and Y. Lu, “A General Route to Macroscopic Hierarchical 3D Nanowire Networks,” Angewandte Chemie International Edition, Vol. 43, No. 45,
2004, pp. 6169-6173.
http://dx.doi.org/10.1002/anie.200460535

[12] D. Tasis, N. Tagmatarchis, A. Bianco and M. Prato, “Chemistry of Carbon Nanotubes,” Chemical Reviews, Vol.
106, No. 3, 2006, pp. 1105-1136.
http://dx.doi.org/10.1021/cr050569o

[23] J. Kim, S. Cha, K. Shin, J. Y. Jho and J. C. Lee, “Preparation of Gold Nanowires and Nanosheets in Bulk Block
Copolymer Phases under Mild Conditions,” Journal of
Advanced Materials, Vol. 16, No. 5, 2004, pp. 459-464.
http://dx.doi.org/10.1002/adma.200305613

[13] J. Jang, J. Bae and S. H. Yoon, “A Study on the Effect of
Surface Treatment of Carbon Nanotubes for Liquid Crystalline Epoxide-Carbon Nanotube Composites,” Journal
of Materials Chemistry, Vol. 13, 2003, pp. 676-681.
http://dx.doi.org/10.1039/b212190e
[14] Y. T. Shieh, G. L. Liu, H. H. Wu and C. C. Lee, “Effects
of Polarity and pH on the Solubility of Acid-Treated Carbon Nanotubes in Different Media,” Carbon, Vol. 45, No.
Open Access

[24] X. Sun, S. Dong and E. Wang, “Large Scale, Templateless, Surfactantless Route to Rapid Synthesis of Uniform
Poly (o-Phenylenediamine) Nanobelts,” Chemical Communications, Vol. 10, 2004, pp. 1182-1183.
http://dx.doi.org/10.1039/b401777c
[25] K. Caswell, C. Bender and C. Murphy, “Seedless, Surfactantless Wet Chemical Synthesis of Silver Nanowires,”
MSA

678

Controlled Growth of Well-Aligned Carbon Nanotubes, Electrochemical Modification and Electrodeposition of
Multiple Shapes of Gold Nanostructures
Nano Letters, Vol. 3, No. 5, 2003, pp. 667-669.
http://dx.doi.org/10.1021/nl0341178

[26] X. Ni, Q. Zhao, H. Zheng, B. Li, J. Song, D. Zhang and X.
Zhang, “A Novel Chemical Reduction Route towards the
Synthesis of Crystalline Nickel Nanoflowers from a Mixed
Source,” European Journal of Inorganic Chemistry, Vol.
2005, No. 23, 2005, pp. 4788-4793.
http://dx.doi.org/10.1002/ejic.200500453
[27] J. C. Farmer, D. V. Fix, G. V. Mack, R. W. Pekala and J.
F. Poco, “Capacitive Deionization of NaCl and NaNO3
Solutions with Carbon Aerogel Electrodes,” Journal of
Electrochemical Society, Vol. 143, No. 1, 1996, pp. 159169. http://dx.doi.org/10.1149/1.1836402
[28] A. Fraczek-Szczypta, E. Menaszek, T. B. Syeda, A. Misra,
M. Alavijeh, J. Adu and S. Blazewicz, “Effect of MWCNT
Surface and Chemical Modification on in Vitro Cellular
Response,” Journal of Nanoparticle Research, Vol. 14,
2012, pp. 1181-1195.
http://dx.doi.org/10.1007/s11051-012-1181-1
[29] D. B. Mawhinney, V. Naumenko, A. Kuznetsova and J. T.
Yates, “Infrared Spectral Evidence for the Etching of Carbon Nanotubes: Ozone Oxidation at 298 K,” Journal of
American Chemical Society, Vol. 122, No. 10, 2000, pp.
2383-2384. http://dx.doi.org/10.1021/ja994094s
[30] S. Goyanes, G. R. Rubiolo, A. Salazar, A. Jimeno, M. A.
Corcuera and I. Mondragon, “Carboxylation Treatment
of Multiwalled Carbon Nanotubes Monitored by Infrared
and Ultraviolet Spectroscopies and Scanning Probe Microscopy,” Diamond Related Materials, Vol. 16, No. 2,
2007, pp. 412-417.
http://dx.doi.org/10.1016/j.diamond.2006.08.021
[31] S. Sotiropoulou and N. A. Chaniotakis, “Carbon Nanotube Array-Based Biosensor,” Analytical and Bioanalytical Chemistry, Vol. 375, No. 1, 2003, pp.103-105.
[32] P. J. Britto, K. S. V. Santhanam, A. Rubio, J. A. Alonso
and P. M. Ajayan, “Improved Charge Transfer at Carbon
Nanotube Electrodes,” Advaced Materials, Vol. 11, No.
2, 1999, pp. 154-157.
http://dx.doi.org/10.1002/(SICI)1521-4095(199902)11:2<
154::AID-ADMA154>3.0.CO;2-B
[33] Y. T. Lee, N. S. Kim and J. Park, “Temperature-Dependent Growth of Carbon Nanotubes by Pyrolysis of Ferrocene and Acetylene in the Range between 700 and
1000˚C,” Chemical Physics Letters, Vol. 372, No. 5-6,
2003, pp. 853-859.

Open Access

http://dx.doi.org/10.1016/S0009-2614(03)00529-3
[34] L. Ni, K. Kuroda, L. P. Zhou, T. Kizuka, K. Ohta and K.
Matsuishi, “Kinetic Study of Carbon Nanotube Synthesis
over Mo/Co/MgO Catalysts,” Carbon, Vol. 44, No. 11,
2006, pp. 2265-2272.
http://dx.doi.org/10.1016/j.carbon.2006.02.031
[35] F. Tuinstra and J. L. Koenig, “Raman Spectrum of Graphite,” Journal of Chemical Physics, Vol. 53, 1970, pp.
1126-1130. http://dx.doi.org/10.1063/1.1674108
[36] P. W. Chiu, G. S. Duesberg, U. Dettlaff-Weglikowska
and S. Roth, “Interconnection of Carbon Nanotubes by
Chemical Functionalization,” Applied Physics Letters, Vol.
80, 2002, pp. 3811-3813.
http://dx.doi.org/10.1063/1.1480487
[37] S. Chen, R. Yuan, Y. Chai, L. Zhang, N. Wang and X. Li,
“Amperometric Third-Generation Hydrogen Peroxide Biosensor Based on the Immobilization of Hemoglobin on
Multiwall Carbon Nanotubes and Gold Colloidal Nanoparticles,” Biosensors and Bioelectronics, Vol. 22, No. 7,
2007, pp. 1268-1274.
http://dx.doi.org/10.1016/j.bios.2006.05.022
[38] A. Dolati, M. Ghorbani and M. R. Ahmadi, “An Electrochemical Study of Au-Ni Alloy Electrodeposition from
Cyanide-Citrate Electrolytes,” Journal of Electroanalytical Chemistry, Vol. 577, No. 1, 2005, pp. 1-8.
http://dx.doi.org/10.1016/j.jelechem.2004.10.024
[39] U, Schmidt, M. Donten and J. G. Osteryoung, “Gold Electrocrystallization on Carbon and Highly Oriented Pyrolytic Graphite from Concentrated Solutions of LiCl,” Journal of Electrochemical Society, Vol. 144, No. 6, 1997, pp.
2013-2021. http://dx.doi.org/10.1149/1.1837736
[40] G. Gunawardena, G. Hills, I. Montenegro and B. Scharifker, “Electrochemical Nucleation: Part I. General Considerations,” Journal of Electroanalytical Chemistry, Vol.
138, No. 2, 1982, pp. 225-239.
http://dx.doi.org/10.1016/0022-0728(82)85080-8
[41] Z. R. Tian, J. A. Voigt, M. Mcdermott and H. F. Xu,
“Dendritic Growth of Cubically Ordered Nanoporous Materials through Self-Assembly,” Nano Letters, Vol. 3, No.
1, 2003, pp. 89-92. http://dx.doi.org/10.1021/nl025828t
[42] L. Wang, G. Wei, C. Guo, L. Sun, Y. Sun, Y. Song, T.
Yang and Z. Li, “Photochemical Synthesis and Self-Assembly of Gold Nanoparticles,” Colloids and Surfaces A,
Vol. 312, No. 2-3, 2008, pp. 148-153.
http://dx.doi.org/10.1016/j.colsurfa.2007.06.043

MSA

