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cation and testing of a novel
silicon-base miniaturized reference electrode with
an ion-exchanging nanochannel array for nitrite
determination

Jiawen Yin, a Wei Zhang,*b Zan Zhang,a Han Jin,a Wanlei Gao,a Jiawen Jiana

and Qinghui Jin*ab

The reference electrode (RE) provides a stable potential for electrochemical detection; therefore, the RE

plays an important role in environmental monitoring. In this paper, a novel batch of microfabricated

silicon-base miniaturized Ag/AgCl RE was reported. A specially designed mini-tank for saturated KCl

solution storage and a nanochannel array for ion-exchange were fabricated on a 4 inch (100) silicon

wafer using a two-step KOH anisotropic etching process. An Ag/AgCl electrode was fabricated on a 4

inch Pyrex 7740 glass substrate. Finally, the finished silicon and glass substrates were anode bonded to

form the entire system. By comparing with a conventional solid-state Ag/AgCl RE in electrochemical

microsensors, a pre-packaged saturated KCl solution in the mini-tank provided a stable working

environment for the Ag/AgCl electrode to ensure a constant reference potential. Compared with

a routine glass-structured RE and by replacing the ion-exchange membrane with a nanochannel array,

the miniaturized RE achieved a longer lifetime. The size of the finished miniaturized RE electrode was

11 mm � 14 mm. The reference potential variation was only 0.1 mV under continuous testing for 3000 s.

The standard deviation in the reference potential was only 1.314 mV in different Na2SO4 buffer

concentrations ranging from 3 mM to 30 mM. To verify the practicality of the novel silicon-base

miniaturized RE, the fabricated RE was applied to measure the amount of nitrite in a water sample and

achieved a better linearity of R2 ¼ 0.998. This miniaturized RE showed better reference potential stability

and consistency because of the batch fabrication technique. This novel strategy for the design and

manufacture of the miniaturized RE shows a bright future in the wide use of electrochemical sensors in

online monitoring of water pollutants.
1. Introduction

Waste production from agriculture, industrial sewage, and
animal and human activities is affecting the boundaries
between clean water and wastewater, causing a reduction in the
fresh water supply for humans. Biological and chemical
contaminants in tap and drinking water initiate the spread of
contagious diseases. Therefore, fast and sensitive detection
techniques are crucial to ensure a safe and clean water supply.
Several water monitoring techniques are available, including
conventional instrumental analysis (laboratory-based anal-
ysis),1,2 sensor placement approach,3 microuidic devices,4,5

spectroscopic approaches,6,7 and biosensors.8,9 For the online
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monitoring demand, electrochemical detection technology is
widely used because of its high sensitivity, low cost, high-speed
detection, miniaturization, easy integration, and convenient
application.10–12 An electrochemical detection system consists of
a working electrode (WE), reference electrode (RE), and counter
electrode (CE). The RE provides a stable reference potential for
the electrochemical detection system to ensure that the poten-
tials of the WE are accurate. Therefore, a RE with excellent
performance is the key for the accurate detection of all analytes.

Many types of REs are available, such as a calomel electrode,
hydrogen electrode, and silver chloride electrode.13–16 In the
eld of water ion detection, the Ag/AgCl electrode is the most
common RE. The glass cavity of the electrode has a certain
concentration of KCl solution, and the internal solution is
separated from the external water environment using a porous
glass. During detection, chloride ions diffuse through the
porous lm, decreasing the concentration of chloride ions.
Because the potential of the electrode satises the Nernst
equation, a decrease in the concentration of chloride ions
RSC Adv., 2019, 9, 19699–19706 | 19699
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corresponds to a change in the reference potential. Recently, to
develop a more stable, more convenient, and low cost RE,
studies on Ag/AgCl RE have mainly focused on the variation in
the electrolyte of the electrode, variation in the structure of the
RE, and miniaturization and integration of the electrode.
Suzukia et al. designed a liquid-junction Ag/AgCl RE using
microfabrication techniques. They used a novel thin-lm Ag/
AgCl structure. The container for the internal electrolyte solu-
tion was developed by the anisotropic etching of a silicon
substrate. A cellulose-acetate-plug junction instead of a salt
bridge was used to ensure that the electrode could maintain
a potential of �1 mV over a few hours.17 The miniaturization of
a RE is mostly achieved by changing the internal reference
liquid, that is, by replacing the liquid electrolyte with a gel
electrolyte or an all-solid electrolyte.18–21 Ciobanu et al. reported
the manufacturing and performance of miniaturized REs with
wide applicability and highly stable potential in both aqueous
and organic media. The REs showed a potential stability of
�0.5 mV over 30 h and a low-temperature coefficient of 0.15 mV
K�1.18 The miniaturized RE could be produced with a small size
and low cost, but this does not mean that the ions present
inside the gel do not ow out. The lifetime of an electrode is still
a severe problem; therefore, studies on the salt bridge of REs
have continued.22,23 Pedrotti et al. designed a high-density
microporous polyethylene for a restricted ow junction
between the internal and external electrolytes. The more
favorable characteristics of a microporous membrane for the
fabrication of miniaturized junctions are evident in a commer-
cial Vycor membrane.22 Zevenbergen et al. conducted a quanti-
tative study on the relationship between the micropore size and
chloride dri. They found that the diameter of the micropores
and the loss of chloride ions are linearly related. When the hole
diameter was 20 mm, the potential change was 0.01 mV per day
during the testing for two months.23 In addition, some special
applications and integration studies on Ag/AgCl REs have been
reported.24–26 Hayashi et al. invented a RE to use in a ow-type
measuring apparatus by incorporating an immobilized
enzyme WE.24 To eliminate the need for a separate RE and
facilitate the use of an ion-sensitive eld-effect transistor, an all-
solid-state RE integrated with ISFET in one chip has been
developed.26

The role of a RE in an electrochemical system is to provide
a stable reference potential under different buffer concentrations
during the detection over a long period of time. The reaction on
the surface of a Ag/AgCl electrode can be expressed as the following
two processes in a certain concentration of KCl solution27:

Ag+ + e� $ Ag (1)

Ag+ + Cl� $ AgCl (2)

When the reaction reaches dynamic equilibrium, the
potential of the electrode stabilizes to a xed value. Fig. 2 shows
the electrode operation. The potential satises the following
Nernst equation:28

E ¼ E0 � RT

nF
ln aCl� (3)
19700 | RSC Adv., 2019, 9, 19699–19706
E0 is the RE standard potential at 25 �C, R (J K�1 mol�1) is the
gas constant, T (�C) is the temperature, F (C mol�1) is the
Faraday constant, and aCl� (M) is the chloride ion concentration
in the internal reference liquid (KCl). The equation shows that
the temperature T and chloride ion concentration aCl� affect the
RE potential. The RE potential is inversely proportional to T and
ln aCl�:

E ¼ 0.2224 � 0.05916 lg a(Cl�) (4)

Therefore, it is important to maintain the stability of the
chloride ion concentration in the internal reference liquid at
a constant temperature.

Nutrient salts refer to the inorganic salts of nitrogen, phos-
phorus, and silicon in seawater. They are essential elements for
the growth of marine algae, the primary produce of ocean and
the basis of the marine food chain. Excess nutrients can lead to
the eutrophication of seawater. This can cause red tides, green
tides, and marine pollution, leading to the death of marine life
and even leading to air pollution.29 Therefore, it is important
and necessary to establish a large-scale, real-time, and high-
precision nutrient salt detection network to prevent the occur-
rence of natural disasters.

To achieve the large-scale and real-time detection of the
water environment, in this study, a novel silicon-based minia-
turized Ag/AgCl RE was designed and batch-fabricated based on
the micro and nano-fabrication technology. Compared with the
conventional solid-state Ag/AgCl RE used in some electro-
chemical microsensors, the prepackaged saturated KCl solution
in the mini-tank provides a stable working environment for the
Ag/AgCl electrode to ensure a constant reference potential. The
batch-fabricated miniaturized Ag/AgCl RE has good accuracy,
stability, and consistency. It provides a feasible technical solu-
tion for the design of detection sensors for water pollutants,
making it possible to construct a large-area sensor network for
water quality monitoring.
2. Experimental
2.1 Miniaturized Ag/AgCl RE design

The schematics of the miniaturized Ag/AgCl RE are shown in
Fig. 1. Fig. 1(A and D) show the mass production of a novel RE
on a 4 inch (100) silicon wafer. A specially designed mini-tank
for saturated KCl solution storage and a nanochannel array
for ion-exchange were fabricated on a 4 inch (100) silicon wafer
using a two-step KOH anisotropic etching process (Fig. 1D).30

The Ag/AgCl electrode was fabricated on a 4 inch Pyrex 7740
glass substrate (Fig. 1B and E). Then, the nished silicon and
glass substrates were anode-bonded to form the entire system
(Fig. 1C).31 The size of a separated single sensor is 14 mm �
11 mm (Fig. 1F). The schematic shows the details of the nano-
channel array in Fig. 1G. Fig. 2 shows the working principle of
the Ag/AgCl RE. The mini-tank is separated with the outer water
sample using a beam with a width of 20 mm, 30 mm, and 40 mm.
A series of channel arrays with a depth of nanometers for the
chloride ion exchange were prepared on the surface of the beam
by controlling the duration of KOH etching. The dimensions of
This journal is © The Royal Society of Chemistry 2019
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Fig. 2 Working principle diagram of Ag/AgCl RE and a sectional view
of the completed electrode chip (Fig. 1F).
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the nished nanochannel array are 20–40 mm long, 15 mmwide,
and less than 1 mmdeep. Compared with a traditional glass tube
RE, the nanochannel array of the novel RE can signicantly
decrease the loss of chloride ions in the KCl solution and
effectively increase the service life of the RE. This shows that the
dri rate of a RE reference potential is proportional to the
diameter of the ion exchange channel, as obtained by Zeven-
bergen et al.23 The Ag/AgCl electrode with a thickness of about
0.5 mm was fabricated on a Pyrex 7740 glass using a silver
sputtering li-off process and electrochemical treatment using
a HCl solution. A hole with a 1.4 mm diameter was prepared
using a laser for injecting a saturated KCl solution. Aer dicing,
the saturated KCl reference solution was lled into the mini-
tank to maintain the stability of the RE reference potential.
The electrode lead was welded using a conductive silver paste
for electric signal collection and sealed with epoxy glue, as
shown in Fig. 2. The number of nanochannels were 2, 4, 8, and
12, and their depths were 380 nm (�50 nm), 600 nm (�50 nm),
840 nm (�50 nm), and 1.8 mm (�50 nm), respectively.
2.2 Batch fabrication process ow of miniaturized RE

The novel RE was batch-fabricated on a 4 inch (100) silicon
wafer and 4 inch Pyrex 7740 glass substrate. The process ow
can be divided into two parts as shown in Fig. 3: (i) processing
Fig. 1 (A) Batch processing of 4 inch silicon wafer. (B) Batch pro-
cessing of 4 inch glass. (C) Anodic bonding of 4 inch siliconwafer and 4
inch glass wafer. (D) Anisotropic wet etching specific structure of
silicon wafer. (E) Preparation of thin-film Ag/AgCl electrodes on glass
sheets. (F) Silicon–glass bonding to form a nanochannel array. (G) The
details of the nanochannel array in beam.

This journal is © The Royal Society of Chemistry 2019
the silicon substrate mini-tank and nanochannel array and (ii)
preparation of the Ag/AgCl electrode on the glass substrate.

2.2.1. Preparation of silicon-based nano channel array and
solution storage tank. A double-side-polished 4 inch (100)
crystal orientation silicon wafer with about 2 mm thickness was
selected as the SiO2 layer, as shown in Fig. 3B. The silicon wafer
was thoroughly cleaned and dried and then coated with
a thickness of 2.4 mm LC100A photoresist (Fig. 3C). The wafer
was exposed to a lithography machine for 15 s and then
immersed in an FHD-320 solution for 40 s for patterning
Fig. 3 Batch manufacturing of micro–nano Ag/AgCl RE.

RSC Adv., 2019, 9, 19699–19706 | 19701
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Fig. 4 Photographs and SEM images of micro–nano device: (A)
photograph of Ag/AgCl reference electrode, (B) top view, (C) cross-
section view, and (D) image at zoom in mode of channel.

Fig. 5 25 �C, long-term (3000 s) potential measurement of minia-
turized RE in 3 mM Na2SO4 buffer solution and comparison with glass
tube electrode under the same external conditions.

Fig. 6 25 �C, the potential of the miniaturized reference electrode
with sodium sulphate buffer concentration varies from 3mM to 30mM
compared with a glass tube electrode in the same external conditions.

Table 1 Miniaturized RE stable potential and impedance of samples

Numbering 1# 2# 3# 4# 5#

Potential (V) 0.534 0.574 0.559 0.564 0.586
Number of nanochannels 2 4 8 12 12
Impedance (U) 17.4k 15k 9.1k 3.6k 3.4k
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(Fig. 3D). A buffer oxide etching (BOE) solution was used to
completely etch the bare oxide layer for 720 s for the next KOH
wet etching (Fig. 3F). However, all photoresists should be
removed before this step (Fig. 3E). Next, the anisotropic wet
etching of the bare drained silicon was carried out with a KOH
solution.30 The concentration of the KOH wet etching solution
was 30%. At 50 �C, the KOH anisotropic etching had an etching
rate of 10.3 mm h�1 for the (100) silicon layer as compared to
that of 0.05–0.06 mm h�1 for the SiO2 layer. According to the
difference in the etching rate of Si and SiO2, the mini-tank
structure with a depth of 250 mm was prepared aer about
20 h of etching (Fig. 3G). Spin coating, aligning, and patterning
of the SiO2 layer BOE etching were repeated for the nano-
channel array fabrication and wire guide (Fig. 3H). The time
(less than 5 min) of KOH etching was controlled to fabricate the
nanochannel array with a depth of less than 1 mm on the
microbeam, which emerged by the wet etching of silicon on
both sides of the beam. The SiO2 layer was removed by BOE
19702 | RSC Adv., 2019, 9, 19699–19706
etching to prepare the anode bonding with glass substrate. The
nished silicon substrate with a mini-tank and nanochannel
array is shown in Fig. 3I.

2.2.2. Preparation of Ag/AgCl electrode on a glass
substrate. The 4 inch Pyrex 7740 glass substrate was cleaned
using a standard washing process and O2 plasma treatment. A
silver layer with the thickness of about 0.4 mm was obtained by
sputtering, forming the silver electrode by a li-off process
(Fig. 3L). A circular hole with a diameter of 1.4 mm was
prepared on the glass surface using laser drilling technology to
ll the KCl solution (Fig. 3K). A certain thickness of AgCl was
deposited on the surface of the Ag layer by a 0.25 MHCl solution
electrochemical treatment using a constant voltage of 4 V
(Fig. 3M).

Finally, the silicon wafer and glass substrate were cleaned
using a mega-sonic instrument for 30 min, and the entire wafer
was anode-bonded together.31 Aer dicing, a saturated KCl
solution was lled into the mini-tank. The lead electrode was
welded using a conductive silver paste and sealed with epoxy
glue to form the miniaturized Ag/AgCl RE (Fig. 3N).
2.3 Miniaturized RE testing and nitrite determination

The microstructure was observed by scanning electron micros-
copy (SEM). The stability and consistency of the miniaturized
RE were evaluated and tested using an electrochemical working
station (Gamry Reference 600+). Comparative testing was
carried out with the miniaturized RE and a conventional glass
tube Ag/AgCl RE. The open-circuit voltage method was used to
test the electrode potential of the RE. A Au disk electrode was
This journal is © The Royal Society of Chemistry 2019

http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/c9ra01987a


Fig. 7 (A) Gold disk electrode as the WE, Pt electrode as the CE, and
miniaturized Ag/AgCl RE as the RE. Determination of nitrite content in
water in 0.1 M PBS buffer, 100 mV s�1, 25 �C, CV. (B) Using a minia-
turized RE and a glass tube RE to form a three-electrode system;
comparison of the linear relationship between concentration and
current peaks.
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used as the WE, and a Pt electrode was used as the CE. This RE
was used to construct a three-electrode system for the detection
of nitrite and to verify its feasibility in comparison with a glass
tube RE. The amount of nitrite was determined in the
Table 2 Comparison of the miniaturized Ag/AgCl RE with previously rep

Innovation Stability

A liquid-junction Ag/AgCl reference
electrode with a pin-hole was used
for the liquid junction

�1 mV for several

Stable and reproducible MREs were
obtained by incorporating Ag/AgiX
internal reference elements in an
acrylic type hydrogel

�0.5 mV/30 h

Single micron hole as the ion
exchange channel on PCB substrate

�0.1 mV/24 h

A novel agarose-stabilized KCl-gel
membrane as a polymer-supported
solid reference electrolyte and an
ionic bridge

0.45 mV h�1

Typical glass tube electrode 1.8 mV h�1

Nanochannel array instead of ion
exchange membrane

0.1 mV h�1

This journal is © The Royal Society of Chemistry 2019
concentration range from 800 mM to 10 mM using cyclic vol-
tammetry (CV).
3. Results and discussion
3.1 SEM view of nanochannel array

A typical glass tube RE uses a semipermeable membrane to
exchange the internal solution with the external water envi-
ronment. Previous studies have used high-density microporous
polyethylene22 with a single micron hole23 instead of the semi-
permeable membrane of the traditional glass tube Ag/AgCl
electrode. This study gradually improved the performance of
the electrode, especially the life of the electrode. In this study,
the specially designed and fabricated nanochannel array in the
micro RE replaced the traditional semipermeable membrane as
a chloride ion exchange channel for the electrode to achieve
good stability and durability. Fig. 4 shows the SEM image of the
beam surface channel aer KOH wet etching for 9 min. The
height of the channel is 840 nm and the width is 32 mm. The
length is 17 mm, and the channel surface is smooth enough for
the solution to ow through. The depth of the channel array can
be controlled by varying the etch time (about 190 nm min�1).
The surface atness of the 4 inch silicon wafer and glass sheet
aer polishing is less than 60 nm, and the atness of a single
electrode chip (the length of the beam is 7 mm) is less than
5 nm. Aer the silicon–glass anodic bonding, the area above the
beam is completely sealed except for the nanochannel array.
3.2 Stability of miniaturized RE under continuous testing for
a long time

Normally, the concentration of chloride ions in a KCl solution
decreases during electrochemical detection due to diffusion
motion. According to the Nernst equation, the reference
potential will increase over time. The accuracy of detection is
affected when the reference potential changes signicantly. The
dri rate of the RE reference potential is proportional to the
diameter of the ion exchange channel, as obtained by
orted Ag/AgCl REs

Batch manufacturing
(yes/no) Ref.

h No 17

No 18

No 23

Yes 26

No —
Yes This work
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Zevenbergen et al.23 Fig. 5 shows the stability of the electrode
reference potential under the condition of continuous testing
for 3000 s measured using the open-circuit voltage method in
3 mM Na2SO4 buffer. The method for measuring the reference
potential of the open-circuit voltage is to test the potential
between Ag/AgCl RE and an inert electrode (Pt) in the buffer.
According to the Nernst equation, a decrease in the concen-
tration of chloride ions in the reference solution increases the
reference potential. Fig. 5 shows that the RE has a stable
reference potential of 559.8 mV. The increment in potential
within 3000 s is only 0.1 mV, which is much smaller than 1.8 mV
from the glass tube electrode. We can conclude that the chlo-
ride ion loss of the miniaturized RE is slower than the glass RE
from Fig. 5. A less signicant dri in the potential means that
the miniaturized RE has a longer life. However, the miniatur-
ized RE showed an increment in the potential of about 185 mV
compared to the glass RE. The major reason is related to the
potential generated by the semiconductor and metal contact.
During the RE soldering, the direct contact between the silicon
and silver paste produced a contact potential of about 0.15 V.32,33

There are two other reasons. First, the small potential change is
caused by the 0.2 mA leakage current in the system. Second, the
contact potential is generated by the three-layer structure of the
Ag electrode-silver paste-copper34 lead during the electrode
welding (Fig. 3N). However, the potential generated with respect
to the above-mentioned two reasons is very small. Because the
internal KCl solution is in contact with the external solution
through a nanochannel with a small diameter, the liquid
junction potential is very small and can be excluded. This
potential will be eliminated in further studies in the future. To
show more details of the comparison between the micro RE
potential and the glass tube RE potential, 185 mV was added to
the potential of the glass tube electrode when plotting the
graph.
3.3 Stability of miniaturized RE under different buffer
concentrations

To prove that the electrodes can be used in a complex eld
environment, a comparison test was carried out for the poten-
tial stability of the RE under different concentrations of elec-
trolyte. The open-circuit voltage method was used to determine
the change in the potential of the RE in different concentrations
of a Na2SO4 solution at pH¼ 7. The concentration of the Na2SO4

solution ranged from 3 mM to 30 mM, and the concentration
gradient was 3 mM. Finally, the potential uctuation of the
miniaturized RE and glass tube RE at different electrolyte
concentrations is shown in Fig. 6. Fortunately, Fig. 6 shows that
the potential of the RE hardly dris as the electrolyte concen-
tration changes. Under 10 different concentrations of Na2SO4

solution, the reference potential of the miniaturized RE is
560.71 mV � 1.314 mV. Under the same experimental condi-
tions, the reference potential of the glass tube RE is 375.43 mV
� 1.301 mV. According to the Nernst equation,27 the potential of
the RE is affected by the temperature and chloride ion
concentration. Obviously, the temperature and ion concentra-
tion are constant in this experiment. This potential uctuation
19704 | RSC Adv., 2019, 9, 19699–19706
is probably caused by the liquid junction potential and
systematic measurement error of KCl solution and Na2SO4

solution. This change in potential does not affect the results of
the electrochemical experiments.

3.4 Consistency of batch-microfabricated miniaturized RE

In this study, micromachining technology was used to prepare
the miniaturized RE. The ideal RE would have a smaller size,
better stability, and consistency. The reference potentials of ve
different miniaturized REs manufactured in the same batch
weremeasured using the open-circuit voltagemethod in a 3mM
Na2SO4 solution. The results are shown in Table 1. The stabi-
lized potentials of miniaturized REs have good consistency:
0.534 V, 0.574 V, 0.559 V, 0.566 V, and 0.586 V. These REs have
the same KCl concentration (3 M), temperature, and
manufacturing process, but the leads are articial and specic.
Therefore, the difference in the reference potential can be
attributed to the following: the lead contact uses silver paste as
a conductive intermediate, and the degree of drying of the silver
paste affects the magnitude of the contact potential. The
impedance of the RE was used to approximately indicate the
rate at which the internal chloride ions are exchanged with the
external solution. The measured impedance of the miniaturized
RE is 3.6–17.4 kU, which is higher than that of the commercial
glass tube RE whose resistive impedance is 2.5 kU, and also
higher than that of a microporous polymer junction RE22 whose
resistive impedance is 0.96 kU.

3.5 Application of RE in the determination of nutrients in
water

To verify the practicality of the novel silicon-base miniaturized
RE in water, a non-integrated Au disk electrode was used as the
WE, a non-integrated Pt electrode was used as the CE, and this
miniaturized Ag/AgCl RE was used as the RE to construct
a three-electrode system to detect the nitrite. In this experiment,
0.1 M PBS was selected as the buffer, and nitrite in water was
detected by CV. The concentration of nitrite was in the range
from 800 mM to 10 mM. The nitrite ions were oxidized to nitrate
ions on the surface of the Au WE, which is accompanied by the
movement of electrons. Therefore, the relationship between the
current peak value on the CV curve and nitrite concentration is
shown in Fig. 7A. Fig. 7A shows that the linearity between the
peak current signal and nitrite concentration is good, and R2 ¼
0.998. This indicates that the three-electrode system can accu-
rately determine the nitrite content. This also shows that the
new RE has good stability and accuracy for nitrite detection. To
further verify the performance of the new RE, a glass tube RE,
the above-mentioned WE, and CE were used to form a three-
electrode system using the same method and experimental
conditions, but the concentration range of nitrite was slightly
changed to detect the nitrite content in water. Fig. 7B shows the
linear relationship between the nitrite concentration and the
peak of the CV curve in two cases, and their R2 is 0.998 and
0.999. This indicates that the RE can be used for complex
practical applications with better stability and durability, as
shown in Section 3.2.
This journal is © The Royal Society of Chemistry 2019
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The stability and consistency of the batch-microfabricated
miniaturized Ag/AgCl RE were compared with previously re-
ported Ag/AgCl REs17,18,23,26 and were given in Table 2.

4. Conclusions

A novel batch-microfabricated silicon-base miniaturized Ag/
AgCl (RE) was successfully developed. Tests show that the
miniaturized RE has good stability, consistency, and is suitable
for actual water pollution determination. This study provides
a feasible technical solution for the design of electrochemical
sensors for environmental water monitoring. We demonstrated
that this miniaturized RE has the advantages of a small size,
better reference potential stability, and performance consis-
tency because of the batch fabrication technique. Moreover,
because the fabrication of the RE is compatible with standard
MEMS technology, it is expected that miniaturized multipa-
rameter electrochemical sensors can be manufactured by inte-
grating diverse WEs with this proposed RE. This novel strategy
for the design and manufacturing of miniaturized REs has
a bright future in the extensive use of electrochemical sensors
for the online monitoring of water pollutants. However, two
aspects should be improved: rst, it should be ensured that the
change in electrode potential with temperature and KCl solu-
tion concentration is in accordance with the Nernst equation.
Second, the soldering of the sensor is still manual and specic,
and the soldering method has a contact potential and affects
the consistency of the electrode chip. These problems will be
optimized in future studies.
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detection of copper ions in water based on immobilized
genetically modied yeast cells, Biosens. Bioelectron., 2015,
72, 160–167.

10 P. Biswas, A. K. Karn, P. Balasubramanian, et al., Biosensor
for detection of dissolved chromium in potable water:
a review, Biosens. Bioelectron., 2017, 94, 589–604.

11 M. Govindhan, B. R. Adhikari and A. Chen, Nanomaterials-
based electrochemical detection of chemical
contaminants, RSC Adv., 2014, 4(109), 63741–63760.

12 D. Ning, H. Zhang and J. Zheng, Electrochemical sensor for
sensitive determination of nitrite based on the PAMAM
dendrimer-stabilized silver nanoparticles, J. Electroanal.
Chem., 2014, 717, 29–33.

13 G. Amala and S. M. Gowtham, Recent advancements, key
challenges and solutions in non-enzymatic electrochemical
glucose sensors based on graphene platforms, RSC Adv.,
2017, 7(59), 36949–36976.

14 A. K. Covington, J. V. Dobson and L. Wynne-Jones, The
calomel electrode—I. Evaluation of the standard potential
at 25� and the activity coefficients of hydrochloric acid
solutions, Electrochim. Acta, 1967, 12(5), 513–523.

15 I. Dendo, Precision silver/silver chloride electrodes//
International Conference of the IEEE Engineering in Medicine
& Biology Society, IEEE, 1994.

16 M. J. De Giz, S. A. S. Machado, L. A. Avaca, et al., High area
Ni-Zn and Ni-Co-Zn codeposits as hydrogen electrodes in
alkaline solutions, J. Appl. Electrochem., 1992, 22(10), 973–
977.

17 H. Suzuki, T. Hirakawa, S. Sasaki, et al., Micromachined
liquid-junction Ag/AgCl reference electrode, Sens. Actuators,
B, 1998, 46(2), 146–154.

18 M. Ciobanu, J. P. Wilburn, N. I. Buss, et al., Miniaturized
reference electrodes based on Ag/AgiX internal reference
elements. I. Manufacturing and performance,
Electroanalysis, 2002, 14(14), 989–997.

19 Z. Zhao, H. Tu, E. G. R. Kim, et al., A exible Ag/AgCl micro
reference electrode based on a parylene tube structure, Sens.
Actuators, B, 2017, 247, 92–97.

20 I. Shitanda, M. Komoda, Y. Hoshi, et al., An instantly usable
paper-based screen-printed solid-state KCl/Ag/AgCl
RSC Adv., 2019, 9, 19699–19706 | 19705

http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/c9ra01987a


RSC Advances Paper

O
pe

n 
A

cc
es

s 
A

rt
ic

le
. P

ub
lis

he
d 

on
 2

5 
Ju

ne
 2

01
9.

 D
ow

nl
oa

de
d 

on
 1

/1
6/

20
26

 1
1:

53
:5

0 
PM

. 
 T

hi
s 

ar
tic

le
 is

 li
ce

ns
ed

 u
nd

er
 a

 C
re

at
iv

e 
C

om
m

on
s 

A
ttr

ib
ut

io
n-

N
on

C
om

m
er

ci
al

 3
.0

 U
np

or
te

d 
L

ic
en

ce
.

View Article Online
reference electrode with long-term stability, Analyst, 2015,
140(19), 6481–6484.

21 A. Kisiel, H. Marcisz, A. Michalska, et al., All-solid-state
reference electrodes based on conducting polymers,
Analyst, 2005, 130(12), 1655–1662.

22 J. Pedrotti, L. Angnes and I. G. R. Gutz, Miniaturized
reference electrodes with microporous polymer junctions,
Electroanalysis, 1996, 8(7), 673–675.

23 M. A. G. Zevenbergen, G. Altena and V. A. T. Dam, et al., Solid
state pH and chloride sensor with microuidic reference
electrode//Electron Devices Meeting (IEDM), 2016 IEEE
International, IEEE, 2016, pp. 26.1.1–26.1.4.

24 R. Hayashi, K. Akio and Y. Hashizume, Reference electrode
and a measuring apparatus using the same, US Pat.
5,037,527, 1991-8-6.

25 T. Rim, K. Kim, N. Hong, et al., Investigation of the electrical
stability of Si-nanowire biologically sensitive eld-effect
transistors with embedded Ag/AgCl pseudo reference
electrode, RSC Adv., 2013, 3(21), 7963–7969.

26 I. Y. Huang, R. S. Huang and L. H. Lo, Improvement of
integrated Ag/AgCl thin-lm electrodes by KCl-gel coating
for ISFET applications, Sens. Actuators, B, 2003, 94(1), 53–64.
19706 | RSC Adv., 2019, 9, 19699–19706
27 D. J. G. Ives, G. J. Janz and C. V. King, Reference electrodes:
theory and practice, J. Electrochem. Soc., 1961, 108(11), 246C–
247C.

28 D. Pletcher, A rst course in electrode processes, Royal Society
of Chemistry, 2009, pp. 8–13.

29 X. Han, X. Wang, X. Sun, et al., Nutrient distribution and its
relationship with occurrence of red tide in coastal area of
East China Sea, Yingyong Shengtai Xuebao, 2003, 14(7),
1097–1101.

30 J. Haneveld, H. Jansen, E. Berenschot, et al., Wet anisotropic
etching for uidic 1D nanochannels, J. Micromech. Microeng.,
2003, 13(4), S62.

31 T. Rogers and J. Kowal, Selection of glass, anodic bonding
conditions and material compatibility for silicon-glass
capacitive sensors, Sens. Actuators, A, 1995, 46(1–3), 113–120.

32 E. H. Rhoderick, Metal-semiconductor contacts, IEE Proc.,
Part I: Solid-State Electron Devices, 1982, 129(1), 1.

33 W. Mönch, Metal-semiconductor contacts: electronic
properties, Surf. Sci., 1994, 299, 928–944.

34 L. H. Fisher, Contact potentials between metals: history,
concepts, and persistent misconceptions, Am. J. Phys.,
1976, 44(5), 464.
This journal is © The Royal Society of Chemistry 2019

http://creativecommons.org/licenses/by-nc/3.0/
http://creativecommons.org/licenses/by-nc/3.0/
https://doi.org/10.1039/c9ra01987a

	Batch microfabrication and testing of a novel silicon-base miniaturized reference electrode with an ion-exchanging nanochannel array for nitrite determination
	Batch microfabrication and testing of a novel silicon-base miniaturized reference electrode with an ion-exchanging nanochannel array for nitrite determination
	Batch microfabrication and testing of a novel silicon-base miniaturized reference electrode with an ion-exchanging nanochannel array for nitrite determination
	Batch microfabrication and testing of a novel silicon-base miniaturized reference electrode with an ion-exchanging nanochannel array for nitrite determination
	Batch microfabrication and testing of a novel silicon-base miniaturized reference electrode with an ion-exchanging nanochannel array for nitrite determination
	Batch microfabrication and testing of a novel silicon-base miniaturized reference electrode with an ion-exchanging nanochannel array for nitrite determination
	Batch microfabrication and testing of a novel silicon-base miniaturized reference electrode with an ion-exchanging nanochannel array for nitrite determination
	Batch microfabrication and testing of a novel silicon-base miniaturized reference electrode with an ion-exchanging nanochannel array for nitrite determination

	Batch microfabrication and testing of a novel silicon-base miniaturized reference electrode with an ion-exchanging nanochannel array for nitrite determination
	Batch microfabrication and testing of a novel silicon-base miniaturized reference electrode with an ion-exchanging nanochannel array for nitrite determination
	Batch microfabrication and testing of a novel silicon-base miniaturized reference electrode with an ion-exchanging nanochannel array for nitrite determination
	Batch microfabrication and testing of a novel silicon-base miniaturized reference electrode with an ion-exchanging nanochannel array for nitrite determination
	Batch microfabrication and testing of a novel silicon-base miniaturized reference electrode with an ion-exchanging nanochannel array for nitrite determination
	Batch microfabrication and testing of a novel silicon-base miniaturized reference electrode with an ion-exchanging nanochannel array for nitrite determination

	Batch microfabrication and testing of a novel silicon-base miniaturized reference electrode with an ion-exchanging nanochannel array for nitrite determination
	Batch microfabrication and testing of a novel silicon-base miniaturized reference electrode with an ion-exchanging nanochannel array for nitrite determination
	Batch microfabrication and testing of a novel silicon-base miniaturized reference electrode with an ion-exchanging nanochannel array for nitrite determination


