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A highly sensitive interdigitated electrode (IDE) with vertically aligned dense carbon nanotube forests
directly grown on conductive supports was demonstrated by combining UV lithography and a low temp-
erature chemical vapor deposition process (470 °C). The cyclic voltammetry (CV) measurements of K4[Fe
(CN)gl showed that the redox current of the IDE with CNT forests (CNTF-IDE) reached the steady state
much more quickly compared to that of conventional gold IDE (Au-IDE). The performance of the
CNTF-IDE largely depended on the geometry of the electrodes (e.g. width and gap). With the optimum
three-dimensional electrode structure, the anodic current was amplified by a factor of ~18 and ~67 in the
CV and the chronoamperometry measurements, respectively. The collection efficiency, defined as the
ratio of the cathodic current to the anodic current at steady state, was improved up to 97.3%. The selec-
tive detection of dopamine (DA) under the coexistence of L-ascorbic acid with high concentration
(100 puM) was achieved with a linear range of 100 NM—-100 pM, a sensitivity of 14.3 mA mol™ L, and a limit
of detection (LOD, S/N = 3) of 42 nM. Compared to the conventional carbon electrodes, the CNTF-IDE
showed superior anti-fouling property, which is of significant importance for practical applications, with a
negligible shift of the half-wave potential (AE;» < 1.4 mV) for repeated CV measurements of DA at high

rsc.li/analyst concentration (100 pM).

Introduction

Electrochemical label-free sensing using redox reactions is one
of the powerful and simple methods to detect analytes with
high sensitivity. To achieve high sensitivity, a pair of closely
spaced electrodes is effective to obtain a steady-state current

by “redox cycling”,' and the downsizing of the electrodes leads
to better performance because of the enhanced diffusion of
the analytes.” Furthermore, an interdigitated electrode (IDE)

realizes even higher sensitivity by utilizing the redox cycling
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efficiently by placing an array of electrode pairs.’ Redox cycling
occurs when the analytes oxidized (or reduced) at one elec-
trode (called the “generator”) diffuse and then get reduced (or
oxidized) at the other electrode (called the “collector”).” The
efficiency of redox cycling largely depends on the geometry of
the electrodes; electrodes with a smaller distance show better
performance in general.®'® In addition, both experimental
and theoretical studies revealed that an IDE with three-dimen-
sional electrodes (electrodes with height) showed better per-
formance than the conventional IDE with planar
electrodes.'”™** This is because the analytes are confined in
the space between the electrodes without diffusing away; there-
fore the number of redox cycling increases.

Compared to conventional metals (e.g. Au, Pt, etc.) used as
electrodes in electrochemistry, carbon has several advantages
due to its fast electron transfer kinetics with a wide potential
window,"” ' and anti-fouling property.>*>* In the past, prepa-
ration of electrodes with as-made carbon materials such as
carbon fibers,*>*” glassy carbon,*®*>° carbon paste,*' highly
oriented pyrolytic graphite,®* graphene,*** and carbon nano-
tubes (CNTs)***>™** has been intensively studied. The draw-
back of these methods is the difficulty of precise control of the
position and/or the morphology of the carbon electrodes. To
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overcome this problem, pyrolyzed carbon thin films from
organic resists were patterned by UV lithography for IDE
usage. However, high temperature (i.e. ~1000 °C) and a long
process time, typically several hours, are required to obtain
carbon electrodes with high electrical conductivity.'>*>™*° On
the other hand, CNTs have good electrical conductivity and
can be grown at a temperature as low as ~400 °C with a
shorter process time (i.e. several minutes) by chemical vapour
deposition (CVD).”°? In addition, by engineering the catalyst
design, we showed that direct growth of dense CNT forests on
conductive supports at 450 °C in 3 min is possible.”*>® They
are suitable as electrode materials in IDEs as the CNTs have a
highly packed morphology and good electrical contact with
supports, which is different from the conventional CNT forests
grown on insulators (e.g. SiO,, Al,O3, etc.).”’ > In this paper,
we applied dense CNT forests to the IDE combined with pat-
terning of the catalysts and supports by UV lithography. The
performance as an electrochemical biosensor was assessed by
measuring the redox reaction of K,[Fe(CN)s], and dopamine
(DA), which is an important neurotransmitter in the human
brain.®*%!

Experimental

Fabrication of interdigitated electrodes with carbon nanotube
forests

Fig. 1a shows a schematic of the fabrication process of the IDE
with CNT forests (CNTF-IDE) with UV lithography followed by
thermal CVD. A lift-off resist (LOR, MicroChem Corp.) and
another resist (S-1813G, MicroChem Corp.) were sequentially
spin-coated on SiO,(200 nm)/Si substrates and patterned.
Then Au(100 nm, top)/Ti(10 nm, adhesion layer) electrodes
were deposited by electron-beam evaporation. Each device con-
sists of a “generator” and “collector” both of which are used as

(a) Co/Nb/Ti/Au/Ti
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Fig. 1 Schematics of (a) the fabrication process of the IDE with CNT
forests and (b) the redox cycling of analytes in dual-mode cyclic voltam-
metry (CV).
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working electrodes. On 10 x 15 mm® substrates, 30 devices
with different combinations of electrode width (W, = 2, 3, or
4 um) and gap width (W, = 2, 3, 4, or 5 pm) were fabricated as
shown in Fig. 1b. The total sensing area of each device was
fixed at 0.5 mm? with Wy = 0.5 mm and Ly = 1 mm
(Fig. 1a), and thus the number of digitated electrodes in one
device depends on W, and W,. As a catalyst, a Co(10 nm, top)/
Nb(5 nm)/Ti(5 nm) multilayer was deposited by RF magnetron
sputtering at an Ar pressure of 1.3 Pa followed by removal of
the resists. The catalyst design in this study is similar to that
of our previous reports except for using Nb instead of Mo.>*>*
The resists were again patterned and the catalyst layer in
unnecessary regions was etched by Ar ion milling. Then, an
SiO, layer was deposited by e-beam evaporation as an insu-
lating layer, and the resists were lifted off. A schematic of
the detailed fabrication process is shown in Fig. S1.{ As a
reference, an IDE without CNT forests (Au-IDE) was fabri-
cated by skipping the catalyst deposition and the CVD
process.

Growth of carbon nanotube forests by chemical vapor
deposition

CNT forests were grown by thermal CVD at ambient pressure.
The samples were loaded into a thermal CVD apparatus, which
consists of a quartz tube reactor and an electric furnace.®?
Then, the samples were heated up at a ramping rate of ~2 °C
s~ under a H, atmosphere (11 vol%)/Ar (89 vol%) with a total
flow rate of 475 sccm. Upon reaching 470 °C, 25 sccm of C,H,
(20 vol%)/Ar (80 vol%) was added as a carbon source to grow
CNTs. The gas conditions during CNT growth were C,H,
(1 vol%)/H, (10 vol%)/Ar (89 vol%) with a total flow rate of 500
scem. After the growth period (150-300 s), C,H, and H, were
turned off while retaining the Ar flow. At the same time, the
furnace was turned off and the samples were cooled down to
room temperature. The samples were characterized using a
scanning electron microscope with an acceleration voltage of
3 kv (SEM, Hitachi, S-4800), a transmission electron micro-
scope with an acceleration voltage of 200 kv (TEM, JEOL,
JEM-2100F) equipped with an energy dispersive X-ray spectro-
meter (EDS, JEOL JED-2300T), and Raman spectrometer with
an excitation wavelength of 488 nm (Horiba, HR800). To
obtain the mass density of the CNT forests, samples with the
same catalyst/support were prepared uniformly without pat-
terning by UV lithography. The mass density was calculated by
dividing the mass gain of the sample before and after the CNT
growth by the height of the CNT forests obtained with SEM
observation.>?

Electrochemical characterization of the IDE with and without
CNT forests

We performed electrochemical measurements of the redox
reaction of aqueous solutions prepared using ultra-pure water
(Millipore, Milli-Q). K,[Fe(CN)s], DA, and vr-ascorbic acid (AA)
purchased from Sigma-Aldrich, and KCI, HCI, and phosphate
buffered saline (PBS) purchased from Kanto Chemical Co.,
Inc. were used as-received. K,[Fe(CN)s] (100 pM) in KCI

This journal is © The Royal Society of Chemistry 2018
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(100 mM) or DA (100 uM) in PBS (pH 7.4) were used to assess
and compare the CNTF-IDE with the Au-IDE. Before the
measurement, the devices were sequentially dipped into iso-
propanol and water to replace the air inside the CNT forests
with solution. A droplet of the solution (~150 pL), which has
enough volume to cover all 30 devices on one substrate, was
placed onto the electrodes, and then the counter-electrode (Pt)
and the reference electrode (Ag/AgCl) were brought into
contact with the solution. We note that if we placed the solu-
tion onto the device without dipping into iso-propanol, air
bubbles remained on the surface of the CNT forests, and thus
the current during the electrochemical measurements was not
stable. This is because the as-grown CNTs were hydrophobic.
After touching down the probes to the working electrodes of
one device (the generator and the collector, see Fig. 1b), the
potential was then applied with a potentiostat (Metrohm,
PGSTAT128N). We note that only one device with a sensing
area of 0.5 mm?® contributed to each electrochemical measure-
ment. In single-mode cyclic voltammetry (CV), both the gen-
erator and the collector were swept with the same potential.
On the other hand, in dual-mode CV, the potential of the gen-
erator was swept with the potential of the collector fixed at
—0.1 V. We also performed chronoamperometry (CA) measure-
ments in the dual mode by stepping the collector potential
repeatedly between 0 and 0.4 V with the generator potential
fixed at 0.4 V. With the optimum design of the electrodes, by
dual-mode CV, we performed the selective detection of DA in
PBS with the coexistence of AA (100 uM). For this measure-
ment, the pH of PBS was adjusted to 6.0 by adding HCI to
stabilize AA. The anti-fouling property of the CNTF-IDE was
assessed by repeated dual-mode CV of DA (100 pM) in PBS
(pH 7.4). The generator potential was swept for 30 times
between 0 and 0.7 V at a scan rate (v) of 10 mV s~ at a fixed
collector potential of —0.1 V.

Fig. 2
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Results and discussion

Characterization of CNT forests

We first characterized the CNT forests in the IDE by SEM,
Raman spectroscopy, and TEM. Fig. 2a shows the top-view
optical image of a part of the substrate where the arrays of
CNTF-IDE exist. The CNT forests were grown in the area (0.5 x
1.0 mm?®) shown with a dashed rectangle. As shown in the
SEM images (W, = 2 um and W, = 3 pm), the CNT forests have
a packed morphology which is the same as the CNT forests we
showed in previous reports with a Co/Mo catalyst on Ti-coated
Cu support (Fig. 2b and c).>** Since the densities of the CNT
forests change with their heights,® in this study, the mass
density of the as-grown CNT forests was adjusted to ~0.6
g cm™ by controlling the forest height to 0.66 + 0.026 pm
(mean + standard deviation). As shown in Fig. 2¢ and the side-
view SEM images of the CNT forests with different electrode
designs (Fig. S2t), the edge of the CNT forests is slightly
higher (up to 17%) than the centre. The mass density is lower
than the highest value we have shown (1.6 g em™),>* and
similar to the CNT forests on insulating supports (i.e. Al,O3)
after densification by liquid (0.56 ¢ cm™).%> We note that den-
sification by liquid is almost negligible with the CNT forest
herein because of the as-grown packed morphology. The
Raman spectrum showed the G-peak at ~1600 cm™" and the
D-peak at ~1360 cm™ ' with an intensity ratio (Ig/Ip) of 1.1,
which is also a value similar to that of our previous multi-
walled CNTs (Fig. 2d).>*® The Ig/I, of CNTs grown at low
process temperature (470 °C) is comparable with that of pyro-
lyzed carbon at ~1000 °C,***®®* indicating a similar degree of
graphitization of the catalysed growth of CNTs by CVD. The
side-view TEM image of the bottom part of the CNT forests
shows Co particles, which mainly exist on the substrate surface
with some being detached and incorporated into the CNT
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(a) Top-view optical image of part of the CNTF-IDE. (b) Oblique-view and (c) side-view SEM images of the CNT forests (W, = 2 um and W, =

3 pm) in the area shown with the dashed rectangle in (a). (d) Raman spectrum of the CNT forests from the top of the CNT forests (wavelength:
488 nm). (e) Side-view TEM image of the interface between the CNT forests and the substrates. (f) High-angle annular dark field (HAADF) image and
(g—i) EDS elemental maps of each element at the interface between the CNT forest and the substrate. The scale bar in (i) is common for (f)—(h).

This journal is © The Royal Society of Chemistry 2018
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forests as shown with arrows in Fig. 2e. The detaching mecha-
nism of the Co particles was discussed in detail in our pre-
vious report; most of the lifted Co particles were embedded in
CNTs.”* Therefore, Co catalyst particles did not have direct
contact with the analyte solution during the electrochemical
measurements, and thus the side reactions were avoided.
TEM-EDS analysis shows that the Nb (5 nm) and Ti (5 nm)
layer exists on the substrate surface and holds Co catalyst
nanoparticles (Fig. 2f-i).

Performance of the IDE with and without CNT forests as an
electrochemical sensor

We next compared the performance of the CNTF-IDE and the
Au-IDE by electrochemical measurements. Fig. 3 shows the CV
results of different electrode designs (W. and W,) with a solu-
tion of K,[Fe(CN)s] (100 uM) in KCI (100 mM) at a scan rate (v)
of 10 mV s'. The potential of the generator and the collector
was the same during the linear sweep in the single-mode CV
(Fig. 3a and c), while the potential of the generator was swept
with the potential of the collector fixed at —0.1 V (Fig. 3b and
d). In Fig. 3b and d, the solid lines show the anodic current
(I,) at the generator, and the dashed lines show the cathodic
current (I.) at the collector. In single-mode CV for Au-IDE, the
anodic peak current (I,,) was 0.040-0.053 pA at the anodic
peak position (Ep,) of ~0.31 V with a peak separation (AE,) of
~97 mV (Fig. 3a). Both I, and I. were amplified in dual-mode
CV by redox cycling,’ showing 0.17-0.36 pA at a generator
potential of 0.5 V (Fig. 3b). In this study, [Fe(CN)s]>~ is gener-
ated by the oxidization of [Fe(CN)s]'” at the generator; it
diffuses to the collector, and then gets reduced immediately

(a) Au-IDE (single mode) (b) Au-IDE (dual mode)

T T
04r We=2 pm, Wg=3 pm
.3 (single mode)

0.06F 9

w,

Q

R R . -Collelctor p?tentia!=—0.1lv k|
0 01 02 03 04 05 0O 01 02 03 04 05

Potential, E (V vs Ag/AgCl) Generator potential, E; (V vs Ag/AgCI)
(c) CNTF-IDE (single mode) (d) CNTF-IDE (dual mode)

T T T
1FWe=2 uym, Wy= 3 ym
(single mode)

LR R SE S

3
4
3
4
3
4
5
m

unit: p

Current,  (HA)
Qurrent, 1 (pA)
o

[ Collector potential = -0.1V

s o
o o
)

01 02 03 04 05 0O 01 02 03 04 05
Potential, E (V vs Ag/AgCl) Generator potential, £, (V vs Ag/AgCI)

Fig. 3 CV results of the (a) Au-IDE (single mode), (b) Au-IDE (dual
mode), (c) CNTF-IDE (single mode), and (d) CNTF-IDE (dual mode). The
solution was K4[Fe(CN)el (100 pM) in KCL (100 mM), and the scan rate (v)
was 10 mV s In (b) and (d), the solid lines show the anodic current (/,)
at the generator, and the dashed lines show the cathodic current (/) at
the collector. The data of W, = 2 pm and Wy = 3 um (single mode) in (b)
and (d) are shown as references, which are the same data in (a) and (c),
respectively.
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on the collector fixed at —0.1 V, which is low enough to reduce
[Fe(CN)o]*". In the case of CNTF-IDE, I,,, was 0.042-0.064 pA at
an Ep, of ~0.28 V with a AE,, of ~85 mV in the single-mode CV
(Fig. 3c). The increase of I, (up to 30% with the same W, and
W,) is mainly attributable to the larger electric double-layer
(EDL) capacitance of the CNTF-IDE (i.e. 5-10 times larger com-
pared to that of Au-IDE, Fig. S31). In addition, since the redox
reaction of Fe(CN)s>~"*~ is known to be an outer sphere elec-
tron transfer (i.e., less dependent on the electrode materials),
it is reasonable that both the shift of E,, (~30 mV) and the
decrease of AE, (~12 mV) are small. The small difference can
also be attributable to the change in diffusional characteristics
that stems from the different electrode heights due to the CNT
forests.™?

In dual-mode CV, as observed with the Au-IDE, I, was
amplified to 0.36-0.99 pA at the generator potential of 0.5 V
(Fig. 3d). In addition to the pronounced amplification of I,
which is mainly attributable to the change in diffusional
characteristics due to the different electrode heights due to the
CNT forests,"® both I, and I, with the CNTF-IDE reached the
steady state more rapidly compared to the case with the Au-
IDE showing the faster electron transfer kinetics on the CNT
surface (Fig. 3b and d). Here, we defined two indices to assess
the performance of the IDE by CV. The first one is the “amplifi-
cation factor in CV (AFy)”, which is the ratio of I, at 0.5 V in
dual-mode CV to I,, at ~0.3 V in single-mode CV. AFy shows
how much I, is amplified by the redox cycling. The second one
is the “collection efficiency (CE)”, which is the ratio of the
absolute value of I. to that of I, in dual-mode CV at the genera-
tor potential of 0.5 V. A high CE means high efficiency of the
redox cycling without the analytes diffusing away. Fig. 4a sum-
marizes AFcy, and Fig. 4b summarizes CE with different elec-
trode structures (W, and W,). AFcy and CE with the Au-IDE
ranged from 4.3 to 6.7 and from 90.3% to 94.3%, while those
with the CNTF-IDE ranged from 6.8 to 18.4 and from 94.3% to
97.3%, respectively. With both the Au-IDE and the CNTF-IDE,
a smaller W, showed a higher AF¢y and CE, which is in good
agreement with previous reports.”'%*>%* As for W,, the same
dependence was observed with the CNTF-IDE, but it was not
clearly observed with the Au-IDE. The performance of the IDE
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Fig. 4 (a) The amplification factor (AFcy) and (b) the collection
efficiency (CE) with CV with different electrode structures. The data with
the optimum electrode structure (W, = 2 ym and Wy = 3 um) are shown
with arrows.
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was significantly improved by growing the CNT forests on the
electrodes; AFqy was 1.6-3.2 times higher than that with the
Au-IDE with the same W, and W,. We note that the perform-
ance of the Au-IDE herein is reasonably good compared to
those in the previous reports in terms of the high collection
efficiency of over 90%.” The improvement by the growth of the
CNT forests comes not only from the fast electron transfer
kinetics of the CNT surface related to the increase of the
effective surface area,®** but also from the change of the elec-
trode geometry from two-dimensional to three-dimensional
structures.''*'**® Wwith the electrode of W, = 2 pm and
Wy = 3 um, the highest AFqy (18.4) and CE (97.3%) were
obtained, which are comparable to the reported values (shown
with arrows in Fig. 4a and b).”'*'** We note that the devices
did not work properly in dual-mode CV when the generator
and the collector had a short circuit. The yield of the devices,
which largely depended on W, rather than W, were 0% for
Wy = 2 um, ~90% for Wy = 3 pm and 4 pm, and 100% for
We =5 pm.

We next performed dual-mode CA by repeatedly stepping
the collector potential at 0.4 and 0 V every 25 s at a fixed gen-
erator potential of 0.4 V (W, = 2 um and W, = 3 um, Fig. 5).
When the collector potential is 0.4 V, I, exponentially decays
with time as the diffusion layer extends which is expressed
with the Cotrell equation in the case of planar electrodes.®®
When the collector potential was 0 V, which is low enough to
reduce [Fe(CN)e]>~, redox cycling occurred and thus I, was
amplified. The amplification factor in the CA (AFc,) was
defined as the ratio of I, at the collector potential of 0 V to that
at the collector potential of 0.4 V. When we used the values
0.1 s before the switching of the collector potential, the Au-IDE
shows an AFc, of ~14 while the CNTF-IDE shows an AFg, of
~67. This value with the CNTF-IDE is comparable to the value
shown as the highest AFc, with the IDE by Dam et al.'' We
observed a gradual increase (~5% in 150 s) of I, both with the
Au-IDE and the CNTF-IDE, which is possibly attributable to
the increase of the analyte concentration due to the evapor-
ation of the solvent (water).

0.8F CNTF-IDE  AFcy=~67 A
g gu— - P
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o
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02F Gy v T T A

Anodic current, I, (MA)
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L L L 1
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Fig. 5 Anodic current (I,) at the generator in the dual-mode CA with
the Au-IDE or the CNTF-IDE (W, = 2 um and Wy = 3 pm). The generator
potential was fixed at 0.4 V, and the collector potential was stepped as
shown in the graph (0 V and 0.4 V). The potential is the value against the
Ag/AgCl reference electrode.
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Selective detection of DA

We then performed selective detection of DA, an important
neurotransmitter in the human brain,’”®' under the coexis-
tence of AA (100 pM) in PBS (10 mM, pH 6.0) to assess the per-
formance of the CNTF-IDE (W, = 2 pm and W, = 3 pm) as a bio-
sensor. To decide the potential range for dual-mode CV, we
first measured the single-mode CV of DA only (without AA)
with the CNTF-IDE (Fig. 6a). The reversible redox reaction was
observed with an E,, of ~0.35 V and a small AE, of ~48 mV
showing the fast electron transfer kinetics of the CNTF-IDE. A
schematic of the redox reaction of DA and the interference by
AA in dual-mode CV with the CNTF-IDE is shown in Fig. 6b.
Because DA and AA have similar redox potentials, and the
basal concentration of DA in the human body is much lower
(<~1000 times) than that of AA,°"~% selective detection of DA
with low concentration suppressing the interference from AA
is of significant importance for medical applications.”®””* In
addition, as AA acts as a reductant of oxidized DA (o-dopamine
quinine, DQ), the quantitative detection of DA by I. is inter-
fered. As the oxidized AA (dehydroascorbic acid, DHA) is
rapidly hydrolysed, AA which exists around the electrode
surface is consumed if W, is small enough compared to the
diffusion layer thickness of AA. This means that quantitative
detection of DA, which undergoes a reversible redox reaction,
is possible by measuring I. by redox cycling in dual-mode
CV.”' We observed I, with a peak at around 0.05-0.20 V
coming from the oxidation of AA followed by the steady-state
current coming from the oxidation of both AA and DA
(Fig. 7a). Although both I, and I. increased with a higher con-
centration of DA, I. is attributable to the reduction of DQ
(Fig. 7b). As shown with the enlarged graph of a part of Fig. 7b
focusing on only the forward scans of AA (background), 10 nM
DA, and 100 nM DA, the larger I. was observed clearly with
increasing DA concentration (Fig. 7c). The linear range of I, for
DA concentration was found to be 100 nM-100 pM with a sen-
sitivity of 14.3 mA mol™" L and a high coefficient of determi-
nation (R* = 0.9993, Fig. 7d). We note that the sensitivity
becomes 14.8 mA mol " L with a lower R* of 0.978 if the lower
concentration range without 100 uM is considered (i.e., 100
nM-10 pM). We determined the root mean square (RMS) noise
as 2.0 x 107" A from the signal of AA (Fig. 7c), and the limit of
detection (LOD, S/N = 3) was calculated to be 4.2 x 107 M. The
linear range and LOD are comparable with the highly sensitive
IDE, despite the much higher concentration ratio of AA to DA
in this study (>1000).*>”" With 10 nM DA, the CNTF-IDE
showed a cathodic current density of ~1 nA mm™> (I of ~0.5
nA with a total sensing area of 0.5 mm?®), which is ~16 times
larger than that obtained with the IDE previously reported
(~0.1 nA with a total sensing area of 1.6 mm?).”*

Anti-fouling property of the CNTF-IDE

Finally, we assessed the anti-fouling property of the CNTF-IDE
(We = 2 pm and W, = 3 um) by repeated measurement of DA
with high concentration (100 pM) in PBS (pH 7.4). It is known
that DQ (oxidized DA) forms melanin by the following cycliza-
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tion and oxidation, and then deposits on the surface of the
electrodes as an insulating layer.>* The degradation of the elec-
trodes by the insulating layer appears as a shift of the half-
wave potential (AE;;,) since the electron transfer rate
decreases.’”®®”* As shown in Fig. 8a, an increase of both I,
and I, possibly because of the evaporation of the solution, was
observed during the 30 cycles of dual-mode CV as is the case
for CA shown in Fig. 5. When I, is normalized by that at 0.7 V,
AE, ), was almost negligible (<1.4 mV, Fig. 8b). Unlike the case
of the conventional carbon electrodes including CNT electrodes
where the decrease of I, accompanied by a significant AE;,
is observed,?*?***%7> the CNTF-IDE herein has superior anti-
fouling properties which are of great importance for its practi-
cal use. The good anti-fouling properties of the CNTF-IDE
possibly stem from the decreased binding affinity of the insu-
lating film to the CNT surface.”® However, this mechanism
does not explain the difference between our results with other
CNT electrodes without the forest structure.>*** Therefore,
another possible mechanism is that because defective
MWCNTs (I/Ip = 1.1 in the Raman spectrum, Fig. 2d) grown
at low temperature (470 °C) have larger numbers of reaction
sites with different reactivities; the fouling rate should
decrease if the deactivation occurs one site at a time.

Conclusions

Highly sensitive IDEs with vertically aligned dense CNT forests
on conductive supports are demonstrated by combining UV
lithography and a low temperature CVD process (470 °C). The
dual-mode CV of K,[Fe(CN)g] showed that the redox current of
the CNTF-IDE reached the steady state much more quickly
compared to that of the Au-IDE. With the optimum three-
dimensional electrode structure, CE was improved up to
97.3%, and I, was amplified by a factor of ~18 and ~67 in the
CV and CA measurements, respectively. The selective detection
of DA under the coexistence of AA with high concentration
(100 pM) was achieved with a linear range of 100 nM-100 uM,
a sensitivity of 14.3 mA mol™" L, and the limit of detection
(LOD, S/N = 3) of 42 nM. The CNTF-IDE showed superior anti-
fouling property with a negligible AE;, (<1.4 mV) for repeated
CV measurements of DA at high concentration (100 pM).

This journal is © The Royal Society of Chemistry 2018
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