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Gold nanoring electrodes were fabricated through an electrochemical deposition method involving a
gold chloride solution within an oil droplet at the interface of an aqueous supporting electrolyte phase.
The electrochemical oxidation of hydrazine in an alkaline medium was studied via cyclic voltammetry and
compared to that of a traditional gold macroelectrode. The nanoring electrode produced a well-defined
cyclic voltammogram response with a similarly negative onset potential and higher current density, attrib-
uted to the combined effects of gold's catalytic activity and the nanoring geometry, which promotes
radial diffusion. COMSOL Multiphysics simulations were performed to model the hydrazine oxidation
process and capture the influence of electrode geometry on current response. The simulations showed
strong agreement with the experimental data, validating the role of geometry-influenced mass transport
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in shaping the CV features. This study demonstrates that gold nanorings can generate interpretable and
reproducible electrochemical signatures for hydrazine oxidation. The integration of experimental and
computational approaches highlights how nanoscale geometry influences electrochemical performance
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1. Introduction

Hydrazine (N,H,) has been studied for a long time for its high
energy density and clean decomposition products. Its electro-
chemical oxidation, which produces nitrogen gas without
emitting CO,, has gained significant attention for sustainable
energy technologies, including hydrogen production.’”® Bard
et al. investigated the effect on the oxidation of hydrazine in
aqueous solutions when a platinum electrode was pre-treated
using chronopotentiometry. As hydrazine is one of the most
popular reducing agents, hydrazine oxidation was studied in
alkaline media on various metal electrodes like nickel,””®
cobalt,”'® gold,"*™® platinum,’” " palladium,'®"? 16,20
and mercury.'®*!

Asazawa et al. studied the oxidation of hydrazine and its
derivatives on different polycrystalline metal electrodes in an
alkaline medium and reported the lower onset potential value
for cobalt and nickel compared to platinum.>* Gold electrodes
have gathered significant attention due to their excellent con-
ductivity, chemical stability, and high electrocatalytic activity
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and provides insights into structure—activity relationships in catalytic systems.

of gold nanoparticles, which are important for reliable electro-
chemical reactions and sensing.>*** The electrochemical oxi-
dation is further influenced by the geometry of the electrode,
surface characteristics, surface oxides and the surrounding
electrochemical environmental.>>>°

Among various nanostructured electrodes, nanoring geome-
try offers advantages due to its high aspect ratio and the
curved geometry.>* > These features enhance mass transport
and provide a high density of active sites, which can confine
reactants and accelerate the reaction kinetics. Compared to
other nanoscale geometries like nano-band or nano-disks,
nanorings demonstrate a superior performance, achieving
lower onset potential and higher current densities for hydra-
zine oxidation.'>?*** Integrating this knowledge with compu-
tational modelling tools, such as COMSOL Multiphysics, has
further advanced the understanding of electrochemical pro-
cesses at nanostructured electrodes.***® Simulations provide
insights into the distribution of electric fields, concentration
gradients, and reaction intermediates, enabling the optimiz-
ation of electrode designs for maximum efficiency.

In this study, we focus on fabrication and characterization
of gold nanoring electrodes for the electrochemical oxidation
of hydrazine in alkaline medium. Building on our previous
work on gold ring arrays,””° we take advantage of the nanor-
ing geometry and study the relationship between electro-
catalytic performance and the electrode geometry.
Additionally, we perform COMSOL Multiphysics simulations to
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model the electrochemical environment and validate experi-
mental findings.

2. Results and discussion

2.1. Deposition of the gold nanoring

In this experiment, we electrochemically deposited a single
gold nanoring using a sub-microliter droplet of gold(u) chlor-
ide dissolved in the oil phase, submerged in an aqueous sup-
porting electrolyte phase. Specifically, a 0.2 pL droplet of
10 mM gold chloride dissolved in 100 mM tetrabutyl-
ammonium perchlorate (TBAP) and 1,2-dichloroethane (DCE)
was pipetted onto a clean indium tin oxide (ITO) substrate
with an electroactive area of radius 1.5 mm, placed in an
acrylic cell. A solution of 1 M potassium chloride was used as
the supporting electrolyte solution. The three-electrode system
was used, as shown in Fig. 1a, consisting of the working elec-
trode (ITO), thin glassy carbon counter electrode, and a salt
bridge connected to the Ag|AgCl reference electrode. A reduc-
tive potential was applied to electrodeposit gold at the inter-
face of the oil droplet on the ITO. Chronoamperometry was
employed, where the potential was stepped from —0.65 V for
0.5 s to 0.3 V for 0.5 s and cycled twice between these poten-
tials (Fig. S1). The potential of —0.65 V was sulfficient to reduce
the chloroaurate ion to gold. These potentials facilitated fast
nucleation of gold metal followed by slow growth to induce
ring formation dynamics.?” After deposition, the aqueous solu-
tion was carefully decanted, and the ITO surface was rinsed
with ultrapure water to remove residual KCl. This was followed
by rinsing with ethanol to remove residual water and aid
drying. Finally, DCE was used to dissolve and remove any
remaining salts, including TBAP and gold(m) chloride. These
experiments resulted in continuous single nanoring depo-
sition, which was confirmed by scanning electron microscopy
(SEM) images (Fig. S2). Energy-dispersive X-ray spectroscopy
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(EDS) verified the presence of gold (Fig. S3). The thickness of
the ring was observed to be 133.75 nm, and the radius was
379.65 pm from the SEM image. The short electrodeposition
duration and protective gold nanoring layer minimize the ITO
degradation, as confirmed by post-deposition SEM imaging
showing no significant morphological changes.***

2.2. Hydrazine oxidation on the working electrodes

To study the electrochemical activity of the electrodes, we pre-
pared a solution of 10 mM hydrazine in 250 mM potassium
hydroxide. The solution was bubbled with nitrogen gas to
eliminate oxygen that could interfere with electrochemical
measurements. Cyclic voltammetry was carried out using a
CHI6284E potentiostat in a standard three-electrode configur-
ation, with a clean gold macroelectrode serving as a working
electrode. The potential was scanned from —0.6 V to 0.6 V at a
scan rate of 50 mV s™', over three complete cycles (six seg-
ments). All the voltammograms are presented following the
IUPAC convention, with anodic currents plotted as positive
values on the y-axis and positive potentials to the right on the
x-axis. The onset potential for hydrazine oxidation was
observed around -0.424 + 0.026 V vs. Ag|AgCl reference,
marking the starting of its oxidation to nitrogen (Fig. 2e). In
alkaline media, hydrazine undergoes a four-electron oxidation,
yielding molecular N, as the final product.'® This process is
facilitated by the presence of hydroxyl ions (OH™) in the solu-
tion, which participate in the electron transfer process upon
applying potential.

The overall reaction for hydrazine oxidation in basic con-
dition can be expressed by the following equation®*

N,H, +40H™ — N, 4 4H,0 + 4e~ 1)

To evaluate the electrocatalytic properties of the ring elec-
trodes, we performed cyclic voltammetry under similar con-
ditions. The potential was scanned from —0.7 V and 0.6 V at
50 mV s~ for two cycles (four segments). A distinct onset for

a Glassy Salt  bridge b

carbon with Ag|AgCl

counter reference

electrode electrode

After
chronoamperometric
experiments
1M P
Copper KCl Copper
tape 10 mM HAuCI, in tape ) §
100 mM TBAP DCE —
SN Gold ring

ITO

Fig. 1

ITO

(a) Schematic for ring deposition with a droplet (yellow) of 10 mM HAuUCl, in 100 mM TBAP in DCE onto the ITO surface in the cell. A solution

of 1 M KCl (blue) was used as the supporting electrolyte. Chronoamperometry was run from the potential —0.65 V for 0.5 s to 0.3 V for 0.5 s and
cycled twice. (b) Schematic for the cell setup displaying the deposited gold nanoring at the interface of the ITO, droplet and supporting electrolyte

phase.
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Fig. 2

cyclic voltammograms measured against Ag|AgCl (3M KCl) for hydrazine oxidation in 10 mM hydrazine in 250 mM KOH at 50 mV s

(a), (b) and (c) show the schematic of the bare ITO, gold macroelectrode, and gold nanoring as electrodes, respectively. (d), (e), and (f) show

~1, scanned from

—0.7V to 0.6 V. Plots are shown up to 0.2 V for clarity, as no significant features appear beyond this range. Orange arrows indicate the onset poten-
tial for hydrazine oxidation. Scanning electrode microscope images of the surface of these electrodes are shown in (g), (h), and (i), respectively. Blue

directional arrows indicate scan direction.

hydrazine oxidation was observed around —0.358 + 0.048 V
during the third segment (Fig. 2f), suggesting a shift in
electrocatalytic behavior compared to the gold macroelectrode.
Notably, the first cycle did not exhibit a pronounced onset dip
(Fig. S4), an observation reproducible across multiple nanoring
electrode samples. The area-normalized current density plot,
presented in Fig. S5, corresponds to the data referenced in
Fig. 2. This behavior may result from the initial stripping of
loosely bound surface layers or contaminants during the first
scan, effectively cleaning the nanoring surface and enabling
catalytic activity in subsequent scans. The potential ranges
and scan numbers were tailored to the electrodes’ capacitive
behaviors, with the macroelectrode showing clear oxidation in
the first scan and the nanoring requiring chemical cleaning,
making the third scan representative. A mild chemical clean-
ing method was used for the nanoring to avoid damage from
aggressive electrochemical cleaning, which could strip the
fragile ring from the ITO surface.*’ The onset potential was
defined as the potential where the current exceeds the baseline
capacitive current by >5%."*

460 | Analyst, 2026, 151, 458-465

Control experiments with a bare ITO substrate were per-
formed under identical conditions. The cyclic voltammogram
for bare ITO (Fig. 2d) showed negligible current response, con-
firming that ITO does not contribute significantly to hydrazine
oxidation. This validates that the observed electrocatalytic
activity arises solely from the gold ring present on the ITO
substrate.

2.3. Simulation

To validate our experimental results, we modeled our system
using finite element simulation in COMSOL Multiphysics 6.2,
incorporating the precise dimensions of the active electrode
surfaces: a gold macroelectrode and a single gold nanoring
electrode. Fig. 3a presents the overlay of the experimental
cyclic voltammogram (red trace) and simulated response
(black trace) for the macroelectrode, demonstrating a good
agreement between the two.

The bulk diffusion coefficient of hydrazine in an alkaline
medium was determined experimentally using square-wave
voltammetry to be 8.928 x 107'° m? s™', consistent with

This journal is © The Royal Society of Chemistry 2026


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d5an00651a

Open Access Article. Published on 13 October 2025. Downloaded on 4/12/2026 3:48:37 PM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

Analyst
a
250 —— Simulated
Experimental
200+

—~

<

3 150+

=

—

c

CltJ 100+

=}

o 50+

0_—> 1
T } T T T T T
-06 -05 -04 -03 -02 -0.1 00 0.1 0.2
Potential (V)
107 mol/m?
A0

Col 10

¥ 2.05

0 3 4 6 8 10 x10%m

View Article Online

Paper

—— Simulated
Experimental

Current (pA)

1
O
-1 ——t
-06 -05 -0.4

—6.3 —(;.2 —6.1 ofo 071 0.2
Potential (V)
39

mol/m®
A0

10
9
8
z
6
5
i4
 §
2
1
0

¥ -0.283

["HN]

3.6 37 38 x10™ m

Fig. 3 Overlayed cyclic voltammograms of simulated data (black trace) and experimental data (red trace) are shown in (a) and (b) for a gold macro-
electrode and the gold single nanoring, respectively. (c) Shows a concentration profile for hydrazine oxidation on the gold macroelectrode at 8 s,
—0.44 V, (black dot) and (d) shows the concentration profile on the gold nanoring at 13.5 s, at —0.43 V. Blue directional arrows indicate scan

direction.

literature values.*>*® To account for geometry-dependent
transport effects in the adsorption process, distinct
diffusion coefficients were assigned to the adsorption layers
at the electrode surfaces. For the macroelectrode, a 20 nm
thick adsorption layer was modeled with a diffusion coeffi-
cient of 8.928 x 107" m? s, reflecting the reduced mobility
of hydrazine molecules in the adsorbed phase due to the
broader, more diffuse interaction zone enabled by the larger
electrode surface.*” In contrast, the nanoring electrode was
modeled with a 2 nm thick adsorption layer and a diffusion
coefficient of 8.928 x 107'* m? s~ capturing the tighter con-
finement of adsorbed species due to the nanoring’s
restricted geometry. These parameters were chosen to rep-
resent the interfacial kinetics and mass-transport phenom-
ena in COMSOL simulations. The nanoring’s 2 nm adsorp-
tion layer was assigned a diffusion coefficient of 8.928 x
107" m® s' to model enhanced radial diffusion due to its
annular geometry, contrasting with the planar diffusion at
the macroelectrode. For the macroelectrode, we employed
Butler-Volmer kinetics with a rate constant of 0.002 cm s™%,
within the reported literature range, and a formal potential
of —0.279 V. The simulated cyclic voltammogram closely
matched the experimental data, as shown in Fig. 3a. The

This journal is © The Royal Society of Chemistry 2026

concentration profile of hydrazine consumption at 8 s is
depicted in Fig. 3c.

Similarly, for the nanoring electrode, the simulation uti-
lized Butler-Volmer kinetics with the same rate constant but a
formal potential of —0.4 V, reflecting the sensitivity of hydra-
zine oxidation to local pH variations near the electrode
surface. The cyclic voltammogram, shown in Fig. 3b, was simu-
lated over a potential range of —0.7 V to —0.3 V, as the simu-
lated trace exhibits different behavior beyond this range. The
2 nm adsorption layer with a diffusion coefficient of 8.928 x
107" m® s was incorporated to model the confined adsorp-
tion dynamics. The observed differences in current response
are attributed to local pH variations at the nanoring surface.
Fig. 3d illustrates the concentration profile of hydrazine oxi-
dation at 13.5 s, corresponding to the second anodic segment
of the experimental data.

These tailored adsorption layer parameters ensure accurate
modeling of electrochemical behavior influenced by electrode
geometry, providing robust agreement with experimental
results for both electrode types. The macroelectrode surface
area was calculated as A = z7” using the manufacturer’s radius.
The nanoring’s area was estimated as A = #(’outer — inner)s
with radii derived from SEM-measured ring thickness. We

Analyst, 2026, 151, 458-465 | 461


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d5an00651a

Open Access Article. Published on 13 October 2025. Downloaded on 4/12/2026 3:48:37 PM.

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

(cc)

Paper
a
0 T .
—u— Simulated
Experimental
-1
<
=
<
0 -21
5
(&}
[0
o
-4
0 160 260 360 460 560
Radius of the ring (um)
Fig. 4

View Article Online

Analyst

—u— Simulated
® Experimental

—_-1

U
N
1

Thickness.
i

Peak Current (WA

-4 4

0 160 260 360 460 560
Thickness of the ring (nm)

(a) Shows the simulated trend (grey trace) of peak current with change of radius of the ring keeping the thickness constant (133.75 nm). (b)

Shows the simulated peak current with change in the thickness of the ring while keeping the radius constant (379.65 pm). The experimental peak
current value (red dot) obtained from the voltammogram is shown in both. (a) and (b) show experimental data for a single nanoring geometry due to
computational limitations, though similar electrochemical responses were observed across multiple nanoring samples.

retained unnormalized currents in Fig. 2 and 3 to preserve the
raw electrochemical responses, as normalization could mask
absolute current differences critical for evaluating nanoring
performance.

Diffusion coefficient % Deviation from

Source (m?s™) experimental value
This work 8.928 x 107*° —

Choudhry et al., 2014*®  8.550 x 107*° 4.2

Choudhry et al., 2014*®  7.78 x107*° 12.8

The experimentally determined diffusion coefficient for
hydrazine (8.928 x 107'° m? s™') was compared to literature
values. The table below summarizes the comparison and per-
centage deviation. The agreement was deemed good as the
coefficient is within the similar order of magnitude as the
cited values.

The diffusion mechanism varies with electrode geometry,
significantly influencing the mass transport process. Studies
by Zhong et al. and Ngamchuea et al. demonstrate that mass
transport in macroelectrodes is primarily governed by linear
diffusion from the supporting electrolyte solution to the elec-
trode surface, leading to a stable current response character-
ized by a semi-infinite planar diffusion model.>” In contrast,
nanoring electrodes act like microbands, exhibiting a radial
diffusion profile due to their nanometer-scale thickness.

A parametric sweep was run for different radii of the ring,
keeping the thickness constant, and different thicknesses with
a constant radius. The radius and thickness used for the simu-
lation were derived from SEM images of the ring. Fig. 4 shows
the corresponding peak current for the individual sweeps. A
linear relationship with a negative slope is observed between
the peak current and the radius of the ring, whereas the peak
current is inversely related to the thickness of the ring. For the

462 | Analyst, 2026, 151, 458-465

ring shown in Fig. 2(i), the experimental peak current value
was plotted and shows good agreement with the simulated
value of the corresponding radius or thickness in Fig. 4. The
linear trend in Fig. 4 reflects a proportional increase in current
with applied potential (—0.7 V to —0.3 V), consistent with
diffusion-limited Butler-Volmer kinetics, driven by enhanced
radial diffusion at the nanoring geometry, as validated by
COMSOL simulations. While simulations explored various ring
dimensions, experimental validation was conducted on a
single nanoring geometry due to computational constraints,
though similar electrochemical behavior was observed across
multiple nanorings. To address reproducibility, hydrazine oxi-
dation experiments on gold nanoring electrodes were con-
ducted across six independently fabricated nanoring samples
(n = 6), each prepared under identical electrodeposition con-
ditions (1 M KCl electrolyte, —0.65 V vs. Ag|AgCl). The electro-
chemical responses were highly reproducible, with onset
potential varying by less than 5% (mean onset: —0.358 + 0.048
V), though peak currents varied due to differences in ring geo-
metry or surface roughness, as reported in similar studies on
nanostructured electrodes. Due to computational limits in
COMSOL Multiphysics 6.2, simulations were run for one
nanoring geometry (outer radius: 5 pm, thickness: 134 nm),
with results closely matching experimental data.

3. Conclusion

In summary, we present a technique to fabricate a nanoscale
electrode with ultra-high aspect ratio and demonstrate its
electrocatalytic performance for hydrazine oxidation in alka-
line medium. The nanoring electrodes, owing to their dimen-
sions and radial diffusion characteristics, exhibit an onset
potential similar to that of a gold macroelectrode. This is

This journal is © The Royal Society of Chemistry 2026
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attributed to improved mass transport dynamics driven by the
nanoring geometry. Theoretical modeling using COMSOL
Multiphysics provided strong agreement with experimental
results, offering mechanistic insights into electrochemical be-
havior. These findings highlight the potential of nanorings for
broader applications, including sensors and energy conversion
systems.

4. Materials and methods

4.1. Reagents and materials

Gold(m) chloride trihydrate (HAuCl, 3H,O, >99.9%), hydra-
zine (anhydrous, 98%), tetrabutylammonium perchlorate
([NBu4][ClO,], 99% purity), and 1,2-dichloroethane (DCE, 99%)
were purchased from Sigma-Aldrich. Potassium hydroxide
(KOH) was obtained from Fischer Chemicals, and potassium
chloride (KCl) was purchased from Fisher BioReagents. Micro-
cloth polishing pads were obtained from Buehler, Lake Bluff
and the alumina powder suspensions were acquired from
Electron Microscopy Sciences, Hatfield. Millipore GenPure
ultrapure water (18.20 MQ cm) was used to prepare all the
aqueous solutions. A 1 M potassium chloride was used as the
aqueous supporting electrolyte. The 10 mM gold solution was
prepared using a 100 mM solution of [NBu,]|[ClO4] with DCE,
and a 10 mM hydrazine solution was prepared using 250 mM
aqueous KOH. The gold working macroelectrode (r = 1 mm)
and Ag|AgCl reference electrode (stored in 1 M potassium
chloride) were obtained from CH Instruments (Austin, TX),
and the counter electrode was a glassy carbon rod (0.5 mm
radius) from Thermo Fisher (Tewksbury, MA). A 1 cm square
piece of indium tin oxide (ITO) conductive-coated glass was
used as the working electrode with a 1.5 mm radius as the elec-
troactive surface area. The working electrode (ITO) was
thoroughly cleaned using ultrapure water and dried with an
inert nitrogen gun. A salt bridge, made using a cooled solution
of 3% agarose (99.9%, Sigma-Aldrich, Ward-Hill, MA) and 1 M
KCl (Fisher Bioreagents, Fair Lawn, NJ), was used to connect
the reference electrode to the solutions to reduce solvent
effects on electrode behavior. The working macroelectrodes
were thoroughly cleaned by polishing on a micro-cloth polish-
ing pad with a slurry of 0.5 um alumina suspension, followed
by cleaning with Milli-Q water and ethanol, and further
polished using a 0.03 pm alumina suspension and a clean
micro-cloth polishing pad. All potentials are referenced to an
Ag|AgCl (3 M KCl) electrode.

4.2. Electrochemical methods

All electrochemical experiments were performed on a CHI
601D and CHI 6384D potentiostat from CH Instruments
using a three-electrode setup. A holder made of inert resin
was used to run experiments on the ITO. A submicron
volume of an organic solution containing 10 mM HAuCl,
3H,0 and [NBu,4][ClO,] in DCE was pipetted into the cell with
ITO surface (r = 1.5 mm) and submerged in 3 mL of 1 M KCl
supporting electrolyte solution. The working electrode

This journal is © The Royal Society of Chemistry 2026
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surface was in contact with both the organic droplet and the
supporting electrolyte aqueous solution simultaneously. The
ITO was connected to the potentiostat via copper tape. The
thin glassy carbon counter electrode and the salt bridge (con-
nected to the reference electrode) were placed in the support-
ing electrolyte aqueous solution. Electrodeposition of the
ring was performed using chronoamperometry with the CHI
601D potentiostat (Fig. S6). Some rings show gold particles
deposited within, which may occur due to improper cleaning
of the ITO surface prior to electrodeposition. Though the
reproducibility of these nanorings appears to be low, similar
current responses were observed for these rings. The rings
were stable, and efforts are ongoing to increase reproducibil-
ity and optimization. The ITO surface was cleaned, and then
a 10 mM hydrazine in 250 mM KOH was pipetted onto the
ITO. Cyclic voltammetry was performed for two cycles
between —0.7 V to 0.6 V. Similarly, the hydrazine oxidation
reaction was studied on a clean gold macroelectrode and a
bare ITO surface. All the optical images were obtained using
a Leica DMi8 microscope from Leica Microsystems with a 40x
objective and a C15440 OrcaFusionBT sCMOS camera.
Scanning electron microscopy (SEM) images of the bare ITO,
bare gold macroelectrode, and the gold nanoring were taken
using Teneo VolumeScope (WSLR S050). A through-the-lens
detector (TLD) was used for high vacuum imaging with high
magnification and resolution. Images were taken at 5 kV and
a 5 mm distance. Energy-dispersive X-ray spectroscopy data
were gathered on an Oxford Instruments EDS with an INCA
PentaFet-X3 Si(Li) detector.

4.3. Simulation

COMSOL Multiphysics 6.2, a finite element modeling software,
was used to compare simulated voltammograms and validate
experimental data. The simulation utilized the obtained thick-
ness and radius of the gold nanoring and considered the flux
and radial diffusion at the ring using Butler-Volmer kinetics
to simulate the oxidation of hydrazine. A similar simulation
for the gold macroelectrode was modeled. Full COMSOL
reports can be found in SI.
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