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Abstract: An all-solid-state potentiometric electrode system for aluminium ion determination was
developed with a new aluminium ion sensor as the working electrode based on a new ionophore
for aluminium ion, 1,1’-[(methylazanediyl)bis(ethane-2,1-diyl)]bis[3-(naphthalen-1-yl)thiourea]
(ACH). The reference electrode was a potassium ion sensor, which acts as a pseudo-reference.
Both electrodes were made from Ag/AgCl screen-print electrodes fabricated from a non-plasticized and
photocurable poly(n-butyl acrylate) membrane that contained various other membrane components.
The pseudo-reference potential based on the potassium ion sensor was fixed in 0.050 M KNO;3,
and such concentration of K* ion did not interfere with the measurement of the A1** ion using the
aluminium sensor. With such a pseudo-reference and in the presence of 0.050 M KNOs as a background
medium, the aluminium sensor measured changes of aluminium ion concentrations linearly from
107° to 1072 M AI** ion with a Nernstian response of 17.70 + 0.13 mV/decade. A low detection limit
of 2.45 x 1077 M was achieved with this all-solid-state potentiometric system. The aluminium sensor
was insensitive to pH effects from 2.0 to 8.0 with a response time of less than 50 s. Under optimum
conditions, a lifetime of 49 days was achieved with good sensor selectivity, reversibility, repeatability,
and reproducibility. The all-solid-state electrode system was applied to analyze the AI>* ion content
of water samples from a water treatment plant. Compared with the conventional potentiometric
detection system for aluminium ions, the new all-solid-state aluminium ion sensor incorporating a
pseudo-reference from the potassium sensor demonstrated similar analytical performance. It thus
provided a convenient means of aluminium content analysis in water treatment plants.

Keywords: all-solid-state detection system; potassium ion-selective electrode; aluminium sensor;
poly(n-butyl acrylate) membrane

1. Introduction

Aluminum in its naturally occurring form is stable and does not interact with biological systems.
However, its soluble form released via rocks and soil into the acidic environment can be absorbed
by plants and animals [1]. High aluminium levels were reported to adversely influence fish, algae,
and crops [2,3]. Besides, aluminium in excessive levels can cause many diseases such as Parkinson’s
disease, Alzheimer’s disease, bone softening, lung function decline, and chronic kidney failure [4].
The daily human aluminium consumption ranges between 2.5 and 13.0 mg, according to the World
Health Organization (WHO) [5], whereas for drinking water, the allowable level of aluminium is
0.20 ppm [6,7]. Due to its occurrence in the environment and its toxic nature, it is even more critical
to identify and determine its trace quantities, therefore, a simple but efficient method for aluminium
monitoring is highly required.
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A potentiometric method is an attractive analytical method due to its reasonable selectivity,
simple construction, ability to determine ions in a wide linear range, and beneficial in the environmental
field [8,9]. The miniaturization trend has increased over the past decades, thus placing it at the forefront
of in situ electrochemical analysis methods [10]. This method also offers advantages, such as analyzing
small sample sizes, prompt analysis, ideal for automation procedures, and excellent repeatability [8].
Therefore, as an efficient analysis tool, it is suitable for the determination of aluminium ions.

Miniaturization of an ion-selective electrode can be achieved easily via thick-film, thin-film,
and microcavity techniques [11]. However, the fabrication of a reliable solid-state reference electrode
from a conventional type one remains a crucial challenge for the construction of sufficiently miniaturized
potentiometric systems [12,13]. The conventional reference electrode contains a concentrated aqueous
equitransferrent salt solution referred to as a salt bridge. It acts to reduce the bridge electrolyte’s liquid
interface potential with the samples [14], thus providing a stable and sample-independent potential.
To fabricate a reference electrode using a solid-state process, a suitable replacement of that function is
the primary consideration, and remains a challenge in this field.

Generally, all-solid-state reference electrodes rely on a solid contact layer (internal electrolyte
replacement) sandwiched between an underlying electron-conducting substrate and a hydrophobic
reference membrane. The solid contact layer is the internal electrolyte replacement and formed from a
gel-like electrolyte or molten salts such as potassium chloride [15], single-walled carbon nanotubes [10],
colloid-imprinted mesoporous materials [14], and conducting polymers like polypyrrole [16] and
poly(3,4-ethylene dioxythiophene) [17]. The samples do not influence the interfacial potential at the
membrane/solid contact interface and involve the electrical double layer stabilizing redox reactions of
a conductive polymer or solid contacts interface [12].

Membranes of reported reference electrodes generally help in shielding the transducer from
interferences. They are usually doped with salts such as ionic liquids, cation, and anion lipophilic and
solid salts to create a constant potential [13,14,16,18]. The interfacial potential at the membrane-sample
interface depends on the local distribution of the doping ions across these two immiscible phases. It is
not influenced by the sample [12]. Therefore, to produce a stable and reproducible sample-independent
potential, the selection of the solid contact and the formulation of a reference membrane are the two
essential parameters in the design of a solid-state reference electrode.

Many designs and trials were described for the fabrication of solid-state type reference electrodes;
for example, Simonis et al. [15] described a solid-state reference electrode where the Ag/AgCl
electron-conducting layers were coated with agar containing 0.5 M KClI salts and then covered
with poly(vinyl chloride)/cellulose nitrate (PVC/SN). The agar with 0.5 M KCl was utilized as the
replacement of an internal filling solution. However, a high concentration of 0.5 M KCl applied
directly onto the surface of Ag/AgCl caused AgCl dissolution. The dissolution usually occurs in a
thin-film electrode with such design as the low quantity of AgCl on the electrode can be dissolved
entirely into the salt electrolyte. Thus, the reference electrode becomes unstable and has a short shelf
life [19,20]. This reference electrode was combined with a thin-film pH sensor to form a single chip
sensor. However, a sub-Nernstian response of 41 mV/decade was obtained in the pH range from 5 to 7.

This initial idea of solid-state reference electrode was then refined by Maminska et al. [21],
where a planar Ag/AgCl microelectrodes with PVC membranes consisting of the ionic liquid
1-dodecyl-3-methyl-imidazolium chloride (IL) was used. The IL-additive membrane provides an
internal solid electrolyte to keep the chloride concentration within the layer constant, thus creating a
constant potential of the solution’s electrode. When used with a potassium ion sensor, an excellent
Nernstian response was obtained at 54.5 mV/decade. It showed a comparable result with a conventional
reference electrode (55.0 mV/decade). However, Rius-Ruiz et al. [13] reported that such electrode
design might experience undesirable signal disturbances caused by Ag™ ion in the system and the
lipophilic species.

Conducting polymer (CP), an ion-to-electron transducer [22], was reported as the replacement
of the internal electrolyte due to solid transducers are well-known to provide necessary
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stability to potentiometric electrodes [13]. A solid-state reference electrode based on the CP,
poly(3,4-ethylendioethylene), and polypyrrole doped with anion (4-styrene sulfonic) anion was
reported by Kisiel et al. [16,17]. The CP layer of both electrodes was then coated with a PVC membrane
with a dispersion of Ag, AgCl, and KCl salts to yield insensitive potentiometric responses. However,
the combination of CP and membrane faced problems of potential change and low repeatability.
It appeared when the CP layer was not sufficiently attached to the membrane. Besides that, an inner
water layer favors the formation between the CP and the membrane interface [23]. The second type of
reference electrode was used together with lead ion sensor (29.9 mV/decade in the linear range of 10>
to 1072 M) and calcium ion sensor (27.3 mV/decade in the linear range of 107 to 107! M). However,
both the Nernstian responses were displayed at a narrow linear range. A super-Nernstian response
was even obtained at the concentration range of 107 to 10™* M Ca?*.

For the reference membrane, most of the reported solid-state reference electrodes have utilized a
plasticized polymer matrix such as a PVC membrane [14,16-18,21], where plasticizer is required to
obtain optimum response [24,25]. The addition of plasticizers could nevertheless reduce the polymer’s
mechanical strength and adhesion on the electrode surface. It is easy to be peeled off from the transducer
and induces a drastic change in sensors response, thus shortening the transducer [26,27]. Furthermore,
water intake occurred in a highly plasticized PVC membrane. Lindfors et al. [28] recorded that a high
amount of plasticizer within the polymer membrane facilitates water intake. This observation was due
to the membrane with a high concentration of plasticizer with low glass transition temperature value
(Tg), contributing to lower resistance, hence enhancing the transfer of water into the membrane [27].

The polyacrylic polymer is reported as an alternative kind of polymeric membrane today in
solid-state electrodes. It has better analytical performance characteristics over the plasticized membrane
due to its low ion and water diffusion coefficients. Among the polyacrylate membranes, poly(n-butyl
acrylate), the pBA membrane was selected because of its capability to produce membranes with lower
water percolation and good characteristics [10]. An Ag/AgCl solid-state screen-printed reference
electrode based on photocurable acrylic membrane with immobilized trioctylmethy ammonium chloride
(TOMA-CI) and sodium tetrakis [3,5-bis(trifluoromethyl)phenyl]-borate (NaTFPB) was reported by
Alva et al. [29]. It gave performances similar to those of conventional reference electrodes when
used with potasium and ammonium ion sensors. However, it still faced significant interference from
perchlorate (ClOy4") ions. Besides that, using two lipophilic salts to control the charge balance within
the membrane faced some limitations. One of the lipophilic salts tended to leach out into the sample
from the acrylic membrane. Therefore, this caused a charge imbalance and instability of the reference
electrode [20].

All the efforts mentioned above are interesting from the scientific point of view, but further
developments are still required to improve their practical applicability. The particular miniaturized
reference electrodes’ design experienced some shortcomings, especially in terms of stability, interference,
and lifetime. Some solid-state reference electrodes also showed a sub-Nernstian response and short
linear range when performed together with ion sensors.

In this work, instead of fabricating a solid-state reference electrode using various membrane designs
as reported in the past, we attempted to use a solid-state ion-selective electrode as a pseudo-reference.
The constant potential requirement is achieved by exposing the pseudo-reference in a fixed concentration
of the pseudo-reference’s primary ions. Coupled with a solid-state aluminium ion sensor, we could
develop an all-solid-state potentiometric system to measure aluminium ions. Among the various types
of ion sensors, the potassium ion sensor was selected as a pseudo-reference electrode. This is based on
several reasons, such as the potassium ionophore, valinomycin, which was well established [27,30].

Furthermore, potassium ions do not significantly interfere with the aluminium ion sensor used
as a working electrode [31]. Another consideration is the non-toxic nature of potassium ions [32,33].
Thus, a solid-state potassium sensor’s suitability as a pseudo-reference for aluminium ion sensor
determination was first assessed.



Sensors 2020, 20, 6898 4 0of 20

2. Materials and Methods

2.1. Chemicals

For membrane preparation, n-butyl acrylate (nBA) from Merck, 2-hydroxyethyl methacrylate
(HEMA), 1,6-hexanediol diacrylate (HDDA), 2-dimethoxy-2-phenyl acetophenone (DMPP),
sodium tetrakis [3,5-bis(trifluoromethyl) phenyl] borate (NaTFPB), potassium tetrakis-(4-chlorophenyl)
borate (KTCIPB) and potassium ionophore I from Sigma Aldrich (St. Louis, MO, USA) were used.
The solvents and the metal salts included potassium chloride, copper (II) chloride dihydrate,
calcium chloride and sodium chloride from Sigma Aldrich, cadmium chloride and aluminium
chloride from Acros, mercury chloride from Fisher, zinc chloride and nickel chloride hexahydrate
from Merck, iron(III) chloride from R&M Chemicals, tetrahydrofuran from SYSTERM and magnesium
nitrate from Bendosan. Lithium acetate dihydrate from Acros, tris(hydroxymethyl)aminomethane
hydrochloride, Tris-HCl, and silver chloride from Sigma Aldrich and bacto agar from Difco used for
conventional reference electrode preparation. The chemicals used were the aluminium ionophore
1,1’-[(methylazanediyl)bis(ethane-2,1-diyl)|bis[3-(naphthalen-1-yl)thiourea], ACH synthesized and
purified according to Kook et al. [34] and Abosadiya et al. [35]. All analytical grade chemicals were
used as obtained. Deionized water (specific resistance, 18.0M(2 cm) was utilized throughout this work.

2.2. Instrumentations

The conventional reference electrode for the potentiometric measurement was a standard double
junction Ag/AgCl. For this electrode, the internal reference solution was 0.1 M Tris-HCI buffer at
pH 7.00 saturated with AgCl, and the gel bridge electrolyte was 0.1 M lithium acetate. Screen printed
Ag/AgC(l electrode (Scrint Print Sdn. Bhd., Kedah, Malaysia) was used to manufacture potassium and
aluminium ion-selective electrodes. An Orion Versa Star Advanced Electrochemical Meter (Thermo
Fisher Scientific, Waltham, MA, USA) was used to perform electrochemical measurements. Four-light
tubes were installed into the ultraviolet (UV) exposure unit (R.S. Ltd., Cambridge, UK) to transmit a
UV wavelength of 350 nm for photopolymerization.

2.3. Preparation and Deposition of Poly(2-hydroxylethyl methacrylate) (pHEMA) and Ion-Selective
Poly(n-butyl acrylate) (pBA) Membrane

2.3.1. Preparation of Aluminium Ion Sensor

The aluminium ion sensor was fabricated according to Kook [31]. The self-plasticizing polymers,
pPHEMA, and pBA were both through a photopolymerization process. For aluminium ion sensor
fabrication, 0.1 pL. of HEMA monomer, which consisted of 1.6 wt% of photoinitiator DMPP,
was deposited on the tip of the screen-printed Ag/AgCl electrode. Subsequently, the electrode
was fixed in the UV-exposure unit. Nitrogen gas was purged for 2 min and then irradiated for another
3 min. The polymer film, pHEMA formed, was hydrated with 0.01 M of aluminium chloride solution
for 15 min to form the “inner solution”. A subsequent monomer stock solution of nBA was prepared
with a mixture of 950 puL of nBA and 1 uL of HDDA to form the ion-selective poly(nBA) membrane.
The Eppendorf tube consisted of 1 mg DMPP, and 100 puL of that stock solution was prepared. 2 pL of
the mixture was dropped onto the pHEMA-SPE and underwent photopolymerization under UV
exposure for 6 min. For the last step, 10 mol% lipophilic salt, NaTFPB, and 3.0 mg of ionophore ACH
were dissolved in 100 uL of THF. 2 pL of the stock solution (two portions with 1 pL each) was dropped
onto pBA-pHEMA-SPE, and the electrode was left overnight in room temperature to evaporate the
THE Figure 1 illustrates the design of pBA-pHEMA-screen-printed Ag/AgCl electrodes.

2.3.2. Preparation of Potassium Ion Sensor (Pseudo-Reference Electrode)

The ion sensor developed with minor modification following the method previously
described [32,36,37]. The pHEMA membrane was prepared following the procedure in Section 2.3.1.
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The hydration solution used was changed to 0.1 M potassium nitrate for 30 min. Another stock solution
of monomer nBA was prepared for the formation of ion-selective poly(nBA) membrane by mixing
950 uL of nBA and 1 pL of cross-linker HDDA. 100 puL of that stock solution added to an Eppendorf tube
consisted of 1.5 mg of potassium ionophore I, 60 mol% of anion lipophilic salt, and KTCIPB and 1 mg of
DMPP. 2 uL of the mixture was dropped onto the pHEMA-SPE and underwent photopolymerization
under UV exposure for 8 min. The mixture was kept at 4 °C when not in use.

Substrat
_ thstrate Plastic Ring
1.5cm
-+
Ag/AgCl Layer / \/ pBA
I i 0*.---*.",J
25 cm I [
= [ J
O T
Substrate pHEMA
(a) (b)

Figure 1. (a) A screen-printed Ag/AgCl electrode used for the design of both pseudo-reference
(potassium ion sensor) and aluminium ion sensor (b) A cross-section and side view of the
screen-printed electrode.

2.3.3. Evaluation of the Potassium Ion Sensor

The sensitivity of the potassium ion sensor was measured in a series of standard potassium nitrate
solutions in a range from 1078 to 10~! M. The measurements consisted of a complete electrochemical
cell with a double junction conventional Ag/AgCl reference electrode and ion sensor connected to the
Orion meter. The stable potential difference or electromotive force (emf) in the mV unit was obtained
and recorded. The emf graph versus the logarithm of potassium ion concentration was plotted, and the
slope was determined. Separate solution method (S5SM) was used to determine the selectivity of the
potassium ion sensor. 0.1 M of interference ions such as KCl, NaCl, CuCl,, CdCl,, HgCl,, NiCl,,
CaCly, ZnCly, Pb(NO3),, Mg(NO3),, and FeCl; were prepared for the study [38]. For the reversibility
study, the same electrode was measured from 1078 to 10~! M K*, followed by 107! to 1078 M K* and
finally from 1078 to 107! M K*. The repeatability analysis was conducted by measuring the same
electrode thrice from 1078 to 10~ M K*. Whereas for the reproducibility study, three different batches
of electrodes were measured. The stability of the electrode was evaluated through the drift of the
potential value per time. The electrode was immersed together with a double junction conventional
Ag/AgCl reference electrode in 0.050 M potassium nitrate solution for 24 h. The measurement of the
potential value was executed hourly.

2.4. Assessment of the All-Solid-State Aluminium Ion Sensor System

2.4.1. Potentiometric Measurements

The all-solid-state system’s response having a potassium ion sensor as a pseudo-reference electrode
for aluminium ion sensor was tested in a series of standard solutions of aluminium chloride in the range
of 1078 to 10~! M with the addition of a constant concentration of KNO3. A complete electrochemical
cell consisting of a pseudo-reference electrode and aluminium ion sensor connected to an Orion meter
was assembled during the measurements. The emf value was recorded when a stable reading was
reached. The graph of emf versus the logarithm of aluminium ion concentration was plotted to
determine the graph’s slope.
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Selectivity studies were performed to determine potassium or aluminium ion sensors’ ability to
select the primary ions over the interference ions. In the potassium ion sensor’s case as a pseudo-
reference, a good selectivity could prevent potential shifting. The selectivity study was carried out
using the separate solution method (SSM) to determine the sensor’s logarithm selectivity coefficient
via the Nicolsky-Eisenmann equation below:

logk?™, = (Eg —Ea )ZA F (1 Z

2.303RT " Zs )bgaa M

This method was utilized when the sensor revealed the response of Nernstian within a linear
range. Based on the equation, if the logKg?tB give a smaller value (below 1); the sensor is expected to
be more responsive to the primary ions (A) than the interference ion (B). Therefore, the smaller the
value of the logKi(,)tB, the more selective the sensor towards the primary ion A [38].

2.4.2. Optimization of the Performance of the All-Solid-State Aluminium Ion Detection System

A series of KNOj3 concentrations (0.500, 0.250, 0.100, 0.075, 0.050, 0.025, 0.010, 0.005 and 0.001 M)
was added in the standard solutions of aluminium chloride in the range from 108 to 10! M to determine
the optimum concentration for potassium ion sensor to have functioned as a pseudo-reference electrode
with a constant potential. The effect of each concentration of KNOj3 on the response of the sensor
was studied.

A series of 107> M AICl3 and 0.050 M KNOj solutions with a pH range from 1.0 to 9.0 were
prepared, and the effect of the pH towards the sensor response measured. The pH of each solution
was adjusted with 1 M NaOH and 1 M HNO;s. For reversibility, repeatability, and reproducibility
studies, 0.050 M KNOj; was added in each concentration of standard solutions of AlCl; from 1078 to
107! M. For stability study, 0.010 M of AICl; and 0.050 M KNO3 were prepared in deionized water.
The measurement of reversibility, repeatability, reproducibility, and stability studies was conducted as
procedure 2.3.3. The pseudo-reference electrode response time with an aluminium ion sensor was
investigated in standard solutions of 1078 to 10~} M AI** with added 0.050 M KNOj3 in each standard
solution. The response time was described when the two electrodes were immersed in the solution
until a stable reading was achieved for several minutes. The detection limit was calculated from
the intersection of two extrapolated segments of the calibration curve [39]. For the selectivity study,
0.010 M of interference ions KCl, NaCl, CaCl,, Mg(NO3),, and FeCl; with 0.050 M KNOj3 in each
solution were used. These interference ions have been selected because of their abundance in the water
samples. The shelf life was examined in standard solutions of aluminium chloride in 1078 to 10! M
with 0.050 M KNOj; over days. Thirty batches of the pseudo-reference electrode and aluminium ion
sensor were prepared and stored in dry, closed, and room temperature while not in use. Three batches
of electrodes were tested once on the first day and tested again after every 1 to 3 weeks. Measurements
were stopped when the response of the electrodes was reduced by 75% from the ideal response.

2.4.3. Application for Aluminium Ion Analysis in Water Samples from the Treatment Plant

Four types of water samples (intake, sedimentation, filtration, and clear water) were taken
from a water treatment plant located at Seremban (Malaysia). The concentration of potassium ions
in these water samples is low and typically within the range of 0.72 to 8.30 ppm (1.84 x 107° to
2.12 x 1074 M) [40], which would not cause interference to the sensor system. This is because such
concentration is low compared with the added potassium ion concentration of 0.050 M potassium
ions and the concentration of potassium ions in the sample matrix remains constant. Therefore,
no change in the potential of the pseudo-reference electrode. High-density polyethylene (HDPE) plastic
bottles were used for water sampling. All the samples were kept in the freezer when not in use as
preservation. The concentration of aluminium ions in the four treated water samples was determined
using two different kinds of sensor systems, i.e., the conventional system and the all-solid-state system.
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For the all-solid-state system measurement, KNO3 was added to the water samples to ensure that the
potassium ion concentration was fixed at 0.050 M KNOs.

3. Results and Discussions

3.1. Performances Assessment of Potassium lon Sensor for Pseudo-Reference Construction

High sensitivity and selectivity of the potassium ion sensor towards potassium ion are vital. It is
to ensure its potential remains stable, constant, and is not influenced by the change of aluminium ion
concentrations when used with an aluminium ion sensor. Therefore, an analysis of the potassium ion
sensor’s sensitivity and selectivity was performed before evaluating the potassium ion sensor as a
pseudo-reference electrode for the aluminium ion sensor.

The amount of selective ionophore had a significant effect on an ion sensor’s ability to determine
a specific ion. An anionic site is vital for a cation-selective electrode to have a better sensitivity as it
helps in rendering the perm selective of the ion-selective membrane, optimizing sensing selectivity,
and reducing the bulk membrane impedance [41]. Therefore, potassium ionophore I and lipophilic
anion salt, KTCIPB, play a vital role in transferring potassium ion within and outside membrane pBA
for good potential at the phase interface.

According to Figure 2, the potassium ion sensor exhibited a Nernstian response of
56.58 + 0.06 mV/decade towards potassium ion in a linear range from 107> to 10! M. The good
sensitive behavior demonstrated that the amount of potassium ionophore I and lipophilic anion
salt, KTCIPB (1.5 mg and 60 mol%) immobilized within the membrane pBA was optimum. Hence,
the cation-exchange reactions at the membrane-solution interface were efficient, and the ion-transport
process within the pBA membrane was good. Besides, the absence of plasticizer and the ability
to effectively immobilized membrane components within the poly (nBA) reduces the leaching
problem, and these are the reasons for a good sensor response. This response was similar to
the potassium ion sensor-based pBA membrane reported by Lee et al. [32] with a sensitivity slope of
59.00 + 0.60 mV/decade in a linear range from 107 to 10~} M.

350.0

300.0 A
250.0 A
%200.0 1
E150.0
54
100.0 -

50.0

O-O T T T T

Log [K7]

Figure 2. The potassium ion sensor’s potentiometric response with 1.5 mg of potassium ionophore I
and 60 mol% KTCIPB.

According to Table 1, it was found that most of the monovalent, divalent, and trivalent cations
did not show significant interference as their average logarithm selectivity coefficient was less
than —3. Selectivity depends on the complex formation between ionophore and the target ion [42,43].
The sufficient amount of ionophore within the membrane pBA enabled the maximum stable potassium
ionophore I-potassium ion complex to be formed. The optimum complex distribution could also
prevent the interference ions from entering the membrane, hence, gave good selectivity to the sensor [44].
Besides, the potassium ion sensor was selective towards potassium ion compared to other cations
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because of valinomycin as the ionophore. Valinomycin is a dodecadepsipeptide that consists of
12 amino acids and esters, which arranges alternately to form a macrocyclic molecule. Valinomycin
works as a specific transporter for potassium ion by assisting the potassium ion’s movement across the
membrane pBA from bulk solution into the membrane. Furthermore, the valinomycin-potassium ion
complex’s stability constant is 10°, and this value indicates that valinomycin is suitable as a potassium
ionophore for the potassium ion sensor [45]. Thus, the potassium ion sensor exhibited good selectivity
towards potassium ion.

Table 1. Logarithm selectivity coefficient values, log (K?t M . ) of potassium ion sensor.
Lo pot
Types of Metal Ions (M™*) 8 (Kicraee)
Average + SD (n = 3)

Ca?* 3.60 +0.15

Mg?* -3.61+0.28
Cd* -3.40+0.26
AB* -3.70 +0.23
Ni?+ —3.45+0.16
Pb?* -333+0.28
Cu?* -3.16+0.14
Zn?* -333+023
Hg?* -3.33+0.28
Na* -3.04 £ 0.03
Fe3* -3.06 +0.04

For reversibility study of potassium ion sensor, the average slope of graphs and the linear range
was 56.57 + 0.43 mV/decade in the concentration range of 107°-10~! M. The standard deviation
(SD) and relative standard deviation (RSD) values were found to be 0.43% and 0.76%. These values
showed good reversibility of the sensor. Whereas for repeatability study, a good Nernstian response,
56.89 + 0.09 mV/decade was obtained in the concentration range of 107°~10~! M. The SD and RSD
values were 0.09% and 0.15%, and the sensor is said to be repeatable. For the reproducibility study,
the linear response obtained was in the range of 107 to 10~! M, and the average slope of graphs was
Nernstian, 56.58 + 0.06 mV/decade. The SD and RSD for the average sensitivity value was 0.06% and
0.11%, which showed the sensor’s good reproducibility. Good reversibility and repeatability indicated
that potassium ionophore KTCIPB and I were compatible with the pPBA membrane. Sufficient lipophilic
of potassium ionophore I and KTCIPB enabled it to be used repeatedly without leaching into aqueous
samples [42,45]. Besides, for the potassium ion sensor’s design, a hydrated pHEMA with 0.1 M
KNOj3 (hydrogel) functioned as an internal electrolyte layer. With the ionic charged species’ presence
within the layer, thermodynamically controlled at the interface between pBA membrane and Ag/AgCl
electrodes becomes more efficient. Thus, the potassium ion sensor can display good reversibility
and repeatability [46]. Simultaneously, a good reproducibility behavior showed that the amount of
potassium ionophore KTCIPB and I was homogenous within the pBA membrane. All the results
indicate that the sensor is operational because the value of RSD for the three parameters is below the
acceptable limit (<5.0%) [47].

The stability of a reference electrode significantly affects the accuracy and precision of the sensor
response, mainly when it performs together with an ion sensor in a continuous measurement [20].
Therefore, a potassium ion sensor with good stability is demanded because of its pseudo-reference
role for aluminium ion sensors. Figure 3 shows the stability patterns of the potassium ion sensor with
the change of time. For the first 10 h, the value of the potential difference revealed a small drift of
0.49 + 0.22% with 0.20 + 0.02 mV/h. At the 10th to the 15th hour, the potential differences exhibited a
more substantial drift of 6.49 + 0.26% with —4.14 + 0.22 mV/h.
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Figure 3. Stability study of potassium ion sensor in 0.050 M KNOj solution for 24 h.

Meanwhile, the potential differences at the 15th to 24th hour gave a drift of 6.47 + 0.40%
(2.16 £ 0.16 mV/h). The drift rate of a suitable reference electrode should not exceed 1 mV/h [48].
Therefore, the potassium ion sensor can be said to display excellent stability in the first 10 h. A higher
drift rate occurred after 10 h because of the leaching of lipophilic salt, KTCIPB, into aqueous solution [29].
The lack of anion lipophilic within the membrane pBA caused the anion to enter the membrane. Thus,
explained the dropped of the potential differences. However, the maximum duration of analysis
using the potassium ion sensor was 30 min. Stability up to 10 h was sufficient for the overall analysis,
and drift of potential differences after 10 h was acceptable.

According to Table 2, the potassium ion sensor in this work showed comparable sensitivity,
selectivity, and reproducibility with the other potassium ion sensors. Therefore, a planar and solid-state
potassium ion sensor with good analytical performances has been produced.

Table 2. Comparisons of potassium ion sensor based on potassium ionophore I in membrane pBA with
the previously reported potassium ion sensors.

Type of Parameter This Work [32] [11] [44]
Slope (mV/decade) 56.58 + 0.06 59.00 + 0.60 56.10 + 0.17 52.21
Linear Range (M) 1075-10"1 10751071 1075-1071 10761071
Logarithm Na* (-3.04 £ 0.03) Na* (-3.80 £0.05) Na* (-3.00+0.06) Na* (-3.47)
Selectivity Ca?* (-3.60 £ 0.15) Ca?* (-4.90 £0.05) Ca?* (-450+0.06) Ca?* (-3.62)
Coefficient (SSM) ~ Mg?* (-3.61 £ 0.28) Mg?* (4.60 + 0.05) Mg?* (—4.50 £ 0.09) Mg?>* (-3.73)
Rever51b1.h.ty 076 ) ) )
Repeatability
o 0.15 - 0.32 -
Reproducibility 011 1.00 0.30 }
(RSD%) ' ' '

Since the potassium ion sensor would have functioned as a pseudo-reference electrode,
this electrode’s stability performance was compared to the previously reported solid-state reference
electrodes. By referring to Table 3, it was found that the pseudo-reference electrode in this work showed
comparable duration time of stability except for the reference electrode reported by Alva et al. [29].
Compared with this electrode (5 h), this study’s pseudo-reference electrode revealed a more prolonged
duration time of stability (10 h). The duration time of stability up to 10 h is sufficient for the overall
analysis. It is because the maximum duration of analysis by using the pseudo-reference electrode is
30 min. However, this work’s pseudo-reference electrode demonstrated a smaller value for the drift of
potential differences. Stability can be defined as the electrode’s ability to keep its potential constant
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during the analysis period [49]. Therefore, the pseudo-reference electrode improved its stability, and it
is suitable to be studied as a solid-state reference electrode.

Table 3. The comparison between the potassium ion sensor (pseudo-reference electrode) with other

reported solid-state reference electrodes.

Types of Solid-State

Components of Reference

Stability

Duration of

Reference Electrodes Membrane (mV/hour) Stability Study (h) References
Potassium ion sensor Potassium ionophore I and .
pBA-pHEMA-Ag/AgCl SPE KTCIPB 0-20 +0.02 10 This work
pBA-single-walled carbon Tetradodecylammonium
nanotubes/octadecylami-ne-SPE tetrakis-(4-chlorophenyl)- 0.90 +0.20 10 [13]
based on ink 7102 conductor paste borate, KCl and AgCl
pBA-single walled carbon Tetradodecylammonium
nanotubes/octadecylami-ne-glassy tetrakis-(4-chlorophenyl) -1.10+0.10 12 [10]
carbon rod borate, KCl and AgCl
Sodium tetrakis
[3,5-bis(trifloromethyl)-
pBA-Ag/AgCl SPE phenyl]borate and 0.97 + 0.04 5 [29]
trioctylmethyl ammonium
chloride
Cellulose Sodium polyanethole )
acetate-polypyrrole-carbon SPE sulfonate <040 60 48]
Cellulose acetate/Arabic B 057 7 [20]

gum-Ag/AgCl-SPE

From the studies, the potassium ion sensor revealed good analytical performances in terms of
sensitivity, selectivity, reversibility, repeatability, reproducibility, and stability. Hence, a further study
assessed it as a pseudo-reference electrode for aluminium ion sensor for aluminium ion determination
in an all-solid-state detection system.

3.2. The Performance of the All-Solid-State Aluminium Ion Analytical System

The all-solid-state aluminium ion analytical system’s analytical performance consisted of
a solid-state aluminium ion sensor, and a solid-state potassium ion sensing pseudo-reference
was evaluated.

3.2.1. Effect of Concentrations of KNOj

According to Figure 4 and Table 4, solution A and solution B with 0.500 M and 0.250 M KNOs3
showed a sub-Nernstian response at a lower concentration range of AI** M. The sub-Nernstian response
was due to the concentration of KNOj in solution A and B had exceeded the limit for potassium
ion sensor to tolerate. By referring to the linear range of potassium ion sensor (107> to 107! M),
the maximum concentration of KNOj3 was 0.1 M. Anion would enter into the membrane pBA of the
potassium ion sensor with a concentration higher than 0.1 M [42]. Thus, it was found that the response
was only shown at a more diluted aluminium ion concentration range, and the better response was
shown in solution B with a lower KNOj3 concentration. Whereas for solution C with 0.100 M KNOj3,
a sub-Nernstian response was also revealed, however, the linear range was displayed at a broader
and more concentrated range of AI>** M. Although this concentration was within the linear range of
potassium ion sensor, anion interference still occurred due to the use of AlCl; salts in the preparation
of aluminium ion standard solution. Three moles of Cl" was produced from 1 mole of AICl3. Together
with the anion NO3™ from KNOj3, the presence of anions in the solution also exceeded the maximum
limit of the potassium ion sensor’s anion concentration. Thus, the ion sensor became insensitive at the
concentration higher than the upper limit of the linear range [39].
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Figure 4. The potassium ion sensor’s potentiometric response as a pseudo-reference electrode for
aluminium ion sensor in 10781071 M of aluminium ion standard solution with different concentrations
of KNO3.

Table 4. Performances of potassium ion sensor as a pseudo-reference electrode for aluminium ion
sensor in aluminium ion standard solution 1078-10"1 M with different concentrations of KNOj.

Slope Linear Range
Type of Solutions [KNOs], M (mV/Decade) * SD, (M A3+ R?
n =3, (AI3*)
A 0.500 9.59 + 0.68 1077-1074 0.982
B 0.250 14.88 + 0.11 1076-10* 0.999
C 0.100 10.40 + 0.36 1076-1072 0.999
D 0.075 15.70 + 0.26 1076-10~* 0.997
E 0.050 17.70 + 0.13 1076-1072 0.989
F 0.025 17.31 + 0.26 10761073 0.998
G 0.010 15.76 + 0.64 1075-1072 0.996
H 0.005 12.43 +0.15 1075-1072 0.997
I 0.001 12.41 + 0.32 1076-10~ 0.993

For solution D (0.075 M KNOj3), a Nernstian response of 15.07 + 0.26 mV/decade was obtained,
but the linear range has fallen into the more diluted concentration range of 107°-107* M AI**.
Anion interferences had still occurred at a higher concentration range of Al1>** M. However, when the
KNOj; concentration was further lowered to 0.050 M (solution E), an excellent Nernstian response,
17.70 + 0.13 mV/decade at a more comprehensive linear range of 107 to 1072 M AI** was revealed.
This good sensitivity performance indicated that no occurrence of anion influx into the pBA membrane;
thus, the potassium ion sensor was able to maintain its potential constant from 107 to 1072 M AI** [50].
Therefore, 0.050 M KNO3; was suitable for the potassium ion sensor as a pseudo-reference electrode for
an aluminium ion sensor.

This study was also further conducted with a lower concentration of KNOj3 to investigate its effect
on the sensor response. For solution F (0.025 M KNO3), a Nernstian reaction, 17.31 + 0.26 mV/decade
was obtained but at a more dilute concentration range of AI** M. This was because aluminium ions
in the solution became dominant and competed with potassium ions to interfere with the potassium
ion sensor. This phenomenon was supported by Alegret [51]. In a mixed solution with two kinds of
ions, the ion’s presence at high concentrations will compete with the other ion for a sensor response.
Besides, the sub-Nernstian response also tends to occur in such a condition. Therefore, for 0.010 to
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0.001 M KNOQOg, it could be seen that a descending response with a shorter linear range was observed.
The response was also shown at a more diluted Al>* M concentration range. All these results were due
to the dominant interference effect of aluminium ions in the low concentration of KNOj.

Among the nine KNOj solutions, 0.050 M KNOj (solution E) was the optimum concentration for
the potassium ion sensor as a pseudo-reference electrode. In this concentration, the potassium ion
sensor’s potential was constant and was not affected by the change in concentration of aluminium
ion standard solution. Good Nernstian response and wide linear range were revealed. Therefore,
this concentration was used for further study.

3.2.2. pH Effect

The influence of the pH of the test solution on the potential response was examined to determine
the useful pH range in which the pseudo-reference electrode and aluminium ion sensor can be used.
From Figure 5, the potential difference remained constant at the value of ~150 mV from pH 2.0 to 8.0.
For pH lower than 2.0, the potential difference raised sharply. This difference might occur due to the
response of the membrane pBA from both electrodes to H* ion at a lower pH, and both ionophores lost
their functional, active site as protonation of ionophores occurred [52]. Beyond the pH range, a gradual
decrease in potential was also observed. This observation could be due to the formation of aluminium
hydroxide species in the solution. Free aluminium ions decreased in the solution; thus, a decline of
potential drift was showed [53,54]. From the results, pH 2.0 to 8.0 were considered a functional pH
range for the all-solid-state miniaturized aluminium ion detection system.

0.0

0 2 4pH6 8 10

Figure 5. pH effect of the all-solid-state aluminium ion detection system in solutions consisted of
1073 M AICl; and 0.050 M KNOj.

3.2.3. Reversibility, Repeatability, and Reproducibility

The all-solid-state aluminium ion analytical system showed a Nernstian response,
17.84 + 0.29 mV/decade in the concentration range of 107°~10"2 M after three reversible measurements.
The SD and RSD were found to be 0.29% and 1.63%. It was noticed that this measurement system is fully
reversible. Whereas for repeatability study, a good Nernstian response, 17.62 + 0.18 mV/decade in the
concentration range of 107°~10~2 M was demonstrated. The SD and RSD values were 0.18% and 1.02%,
and this system is said to be repeatable. Reproducibility was also good as all three batches of sensors
demonstrated a very similar response. The linear response obtained was 17.70 + 0.13 mV/decade in
the range of 107°~1072 M. The SD and RSD were 0.13% and 0.73%.

The all-solid-state aluminium ion analytical system is shown to demonstrate good reversibility,
repeatability, and reproducibility. This is due to an acceptable RSD value for a working sensor system
is less than 5.0% [47]. This also indicates that with the presence of 0.050 M KNOj in each concentration
of the standard solution of aluminium ion, the pseudo-reference electrode maintained its potential
without affecting the response of the aluminium ion sensor. The good performances were due to a
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pseudo-reference electrode’s design with sufficient immobilization of ionophore and anion lipophilic
within the pBA membrane, adequate lipophilicity of ionophores, and a balanced composition of
ionophores and anion lipophilic [42,46,55].

3.2.4. Stability

The stability of the all-solid-state aluminium ion sensor system was also determined.
Figure 6 shows the stability patterns of the system with the measurement time. For the first 10 h,
the value of the system’s potential difference showed a drift of 4.00 + 0.48% with 0.32 + 0.01 mV/h.
At the 10th to the 15th hour, the potential differences exhibited a sharp decrease of 64.44 + 9.28% in the
average of —7.48 + 0.23 mV/h. Meanwhile, at the 15th to 24th hour, the potential differences showed a
drift of 25.85 + 3.37% (-2.74 + 0.11 mV/h). The drift rate of a suitable electrode was reported not to
exceed 1 mV/h [48]. Therefore, this system displays good stability in the first 10 h. The leaching of
lipophilic salt caused a higher drift of potential differences after 10 h, KTCIPB from the pseudo-reference
electrode, and NaTFPB from aluminium ion sensor into aqueous solution [29]. The leaching of anion
lipophilic from the membrane pBA caused the sensors to become less sensitive to their analyte ions.
The anion may enter the membrane, thus, the drop of the potential differences.

'140 T T T T T
20 25

10 15
Time (Hour)
SPEs 1 SPEs 2 SPEs 3

Figure 6. Stability study of the miniaturized system for 24 h (0.010 M AICl3 and 0.050 M KNOj solution).

3.2.5. Limit of Detection and Response Time

The limit of the all-solid-state ion sensor system’s detection was found to be (2.45 + 0.78) x 1077 M
(0.0066 ppm). This LOD is lower than the permissible aluminium ion level (7.41 x 10~ M or 0.2000 ppm)
in drinking water. Thus, it is suitable to be used as an analytical tool for aluminium ions monitoring
in water samples. The time taken by the sensor to attain a steady potential is a static response time.
The response time was less than 50 s for 1078 to 107! M aluminium ions concentration change for this
new measuring system. This response time was also similar to those reported ion sensors based on
pBA membrane [9,42].

3.2.6. Selectivity

A selectivity study was performed to determine the pseudo-reference electrode’s ability to
maintain its potential when used with an aluminium ion sensor in a solution containing interference
ion. If the pseudo-reference electrode is not disturbed by the interference ion, a good selectivity
towards aluminium ion over the other ions would be revealed. In this study, 0.010 M was selected
because this concentration was within the linear range of the sensor system. According to Table 5,
it was found that all interference ions did not show significant interference as their average logarithm
selectivity coefficient was less than —3. Potassium ion might affect the potassium ion sensor since it
was employed as a pseudo-reference electrode. However, the logarithm selectivity coefficient value
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for potassium ion was as low as -3.31 + 0.23, and no interference was displayed. This observation
was due to the concentration of potassium interference ion, 0.010 M when added with 0.050 M KNOs
from the solution, and the total concentration was changed up to 0.060 M. The disturbance produced
was minimally negligible. Since all the logarithm selectivity coefficient values were less than -3,
the result indicated that the pseudo-reference electrode system with an aluminium ion sensor showed
an excellent selectivity towards aluminium ions.

Table 5. Logarithm selectivity coefficient values, log (Ki(;; S . ) of the all-solid-state aluminium ion

sensor system.

Log (Al o )

Types of Metal Ions ALTM™
Average + SD (n = 3)
Ca%* -3.42+0.18
Mg?* —4.04 +0.08
K* -3.31+0.23
Na* -3.31+0.19
Fe?* -3.82+0.11

3.2.7. Shelf Life

The lifetime is another important parameter for measuring the durability of the system. During the
lifetime studies (Figure 7), the aluminium sensor system’s sensitivity decreased by less than 10% after
7 weeks of storage with a linear range of 107 to 1072 M AI**. However, after 9 weeks, the sensitivity
became sub-Nernstian of 12.79 + 0.20 mV/decade with a narrower linear range (107° to 107> M AI3*).
The response declined due to the active components within the pBA membrane that changed over
time [55]. The leaching of the components from the membrane phase into the solution might cause
this. This kind of behavior has been seen for most introduced membrane sensors [56,57].

20.00

15.00 -

10.00 -

5.00 +

Slopes (mV/decade)

0.00 -
1 7 14 21 28 35 42 49 5 63
Number of Days

Figure 7. The shelf life of the all-solid-state aluminium ion sensor system.
3.2.8. Application in Real Samples

An attempt was made to analyze the concentration of an aluminium ion in real water samples.
The results were also compared with the results obtained using a conventional detection system,
which is the double junction standard Ag/AgCl reference electrode with the aluminium ion sensor.
Table 6 shows the results of aluminium ion concentration obtained by using the all-solid-state
aluminium ion sensor system and a conventional system. Based on the t-test statistical analysis at
95% confidence level with degrees of freedom equal to 2, teyitical Value is 4.303, if teajculated < 4-303
Or tealculated > —4.303, there is no significant difference between the two analytical methods [58-60].
From the results obtained, all the tcyjculated Values were within the range, which was—1.000, 2.449,
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0.520, and 0.655. These results indicated that the aluminium ion concentration determined by the new
all-solid-state aluminium ion sensor system was comparable with the value obtained by a conventional
detection system. Furthermore, a good correlation relationship between the two types of systems
in determining the concentration of aluminium ions in water treatment samples was also revealed
in Figure 8. The correlation coefficient R was found to be 0.9948. Therefore, the new all-solid-state
aluminium ion sensor system could produce comparable analytical results with the results obtained
with a conventional system. These fair agreements reflect the excellent accuracy and precision of the
proposed miniaturized potentiometric aluminium ion detection system.

Table 6. Quantification of ion aluminium in water treatment samples by using a conventional system

with an all-solid-state system.

The Concentration of Aluminium Ions

All-Solid-State
Aluminium Ion Sensor
System with a Pseudo- t-test
Reference Electrode
(Potassium Ion Sensor)
(ppm £ SD),n=3

Conventional System:
Types of Water Double Junction
Treatment Samples Conventional Ag/AgCl
Reference Electrode
(ppm % SD), n =3 [33]

1 0.026 £ 0.003 0.027 + 0.002 —-1.000
2 0.049 + 0.005 0.043 + 0.008 2.449
3 0.064 + 0.012 0.059 + 0.007 0.520
4 0.022 £ 0.001 0.021 + 0.002 0.655

t-test; teritical, t = 4.303 with a degree of freedom = 2; Sample code: 1—water from intake point; 2—from sedimentation
tank; 3—from filtration tank; 4—final treated water.
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T 004 -
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0 002 004 006 008

[AI*] Conventional System, (ppm)

Figure 8. Comparison of aluminium ion concentration in four water treatment samples by using a
conventional system and all-solid-state aluminium ion sensor system.

3.2.9. Comparison with Conventional Aluminium Ion Detection Systems

The new all-solid-state aluminium ion sensor system’s performances in this work were compared
with the conventional system [31]. According to Tables 7 and 8, the new system showed comparable
sensitivity, linear range, response time, and selectivity with the conventional detection system. However,
the new system showed a lower detection limit, improved reversibility, repeatability, reproducibility,
and stability. In terms of shelf life, the new all-solid-state aluminium ion sensor system (7 weeks) was
found to have a shorter life span than the conventional system (9 weeks). The shorter life span is due
to the pseudo-reference electrode where the active membrane components of the solid-state potassium
sensor might have leached out from the thin membrane. However, 7 weeks of shelf life was good and
acceptable because membrane-based ion sensors typically have a life span of 4 to 10 weeks [61].
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Table 7. Comparison of the performances of a new all-solid-state aluminium ion sensor system with a
conventional detection system and other aluminium ion sensors.

Parameters Types of Aluminium Ion Detection System
All-Solid-State Alumlfuum Com'/en.honal . Conventional Saturated Conventional Saturated
Types of Reference Ion Sensor System with a Double Liquid Junction Caromel Electrode Caromel Electrode
Electrodes Pseudo-Reference Electrode Conventional Ag/AgCl

(Potassium Ion Sensor)

Reference Electrode [31]

Hg/Hg,Cl,/KCl [62]

Hg/Hg,Cl,/KCl [63]

Types of aluminium
ionophore and matrix

1,1’-[(methylazanediyl)-bis-
(ethane-2,1-diyl)]bis-
[3-(naphthalen-1-yl)-thiourea]

1,1’-[(methylazane-diyl)-bis-
(ethane-2,1-diyl)]bis
[3-(naphtha-len-1-yl)thiourea]

2-(4,5-dihydro-1,3-
imidazol-2-yl)phe-nol,
PVC membrane

Glyoxal-bis-
thiose-micarbazone
schiff base, PVC

ACH, pBA membrane ACH, pBA membrane membrane
Linear range (M AI**) 1.0 x 1070 -1.0 x 1072 1.0 x 107°-1.0 x 107! 1.0 x 1070-1.0 x 107! 1.8 x 10°-1.0 x 107!
Slope (mV/decade) 17.70 £ 0.13 18.67 + 0.56 19.30 20.10
Limi(t]\j’[f:{gﬂe;ﬁ"“ 245 x 1077 8.07 x 1077 7.00 x 1077 8.70 x 107
Response time (s) <50 35-50 10 10-15
Stability (mV/h) 0.33 £ 0.01 0.41 + 0.02 - -
Reversibility 1.63 3.77 - -
Repeatability 1.02 1.22 - -
Reproducibility (%) 0.73 2.99 - -
Shelf life (Days) 49 63 120 30

Table 8. Comparison of the selectivity behavior of a new all-solid-state aluminium ion sensor system
with a conventional detection system and other aluminium ion sensors.

t
Log (K}:;H,MM

) Average + SD (n = 3)

Types of Reference
Electrodes

All-Solid-State Aluminium
Ion Sensor System with a
Pseudo-Reference Electrode
(Potassium Ion Sensor)

Conventional System
Double Junction
Conventional Ag/AgCl
Reference Electrode [31]

Conventional Saturated

Caromel Electrode
Hg/Hg,Cl,/KCl [62]

Conventional Saturated
Caromel Electrode
Hg/Hg,Cl,/KCl [63]

Types of aluminium
ionophore and matrix

1,1’-[(methylazanediyl)-bis-
(ethane-2,1-diyl)]-bis-

[3-(naphthalen-1-yl)thiourea]
ACH, pBA membrane

1,1’-[(methylazane-diyl)-bis-
(ethane-2,1-diyl)]bis
[3-(naphthalen-1-yl)-thiourea]
ACH, pBA membrane

2-(4,5-dihydro-1,3-
imidazol-2-yl)-

phenol, PVC membrane

Glyoxal-bis-thio-
semicarbazone Schiff
base, PVC membrane

-3.42+0.18
—4.04 +0.08
-3.31+£0.19
-3.31+0.23
-3.82+0.11

3.76 +0.17
-4.36 +0.22
-3.44+0.15
-3.45+0.08
—4.00 + 0.04

—2.46
-2.57
-3.18
-3.17
-2.61

-1.31
-2.46
-2.26
-1.45

The performances of this all solid-state system also compared with the previously reported

aluminium ion sensors based on different types of aluminium ionophores in PVC membrane [62,63].
According to Tables 7 and 8, the new system showed improvement in term of detection limit over
all the reported aluminium ion sensors. Besides, it also showed better selectivity over Ca?*, Mg?",
K2, Na* and Fe3" ions. Therefore, the results indicated that the all solid-state system gives better
performances over the other conventional aluminum detection systems.

4. Conclusions

The novelty of the aluminium ion sensor developed here is the design of an all-solid-state device.
This is achieved by a solid-state aluminium ion sensor using a new ionophore and a solid-state
pseudo-reference electrode, which is based on a solid-state potassium ion sensor. The all-solid-state
aluminium ion sensors demonstrated analytical performance (in terms of the limit of detection,
selectivity, reversibility, repeatability, reproducibility, and stability) that is comparable or better than
many reported conventionally design aluminium sensors, which are not all-solid-state. In particular,
the solid-state pseudo-reference electrode used with 0.050 M KNO3 could maintain a stable potential in
various aluminium ion concentrations. This new system was applied for aluminium ions determination
in several treated water samples, and the results are also comparable with a conventional potentiometric
aluminium ion detection system. Therefore, the studies showed that using a solid-state pseudo-reference
based on a potassium ion sensor had enabled a new all-solid-state aluminium ion sensor to be developed.
This new system is expected to be portable and robust, particularly beneficial for on-site aluminium
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ion analysis, especially in water treatment plants where chemicals based on alums are used in the
treatment processes extensively.

Author Contributions: Conceptualization, L.Y.H. and K.S.Y. Performance of the experiments; analysis of the data;
and writing—original draft preparation, K.S.Y. Writing—review and editing, K.S.Y., L.Y.H., S.A.-H. and N.I.H.
Project administration; references; and supervision, L.Y.H., S.A.H., and N.I.H. All authors have read and agreed to
the published version of the manuscript.

Funding: The APC was funded by the Centre of Research and Instrumentation Management (CRIM), UKM.

Acknowledgments: The authors thank the Ministry of Higher Education’s research funding via grant
FRGS/1/2018/STG01/UKM/02/14 and PRGS/2/2015/SG01/UKM/02/1. We are also grateful to MyBrainSc from
the Ministry of Higher Education Malaysia for providing the scholarship to Kook Shih Ying to pursue her Ph.D.
degree in Universiti Kebangsaan Malaysia.

Conflicts of Interest: The authors declare no conflict of interest.

References

1. Ahmed, M.F; Mokhtar, M.; Alam, L.; Mohamed, C.A.R.; Ta, G.C. Non-carcinogenic health risk assessment of
aluminium ingestion via drinking water in Malaysia. Expo. Health 2019, 11, 167-180. [CrossRef]

2. Yang, M,; Tan, L.; Xu, Y,; Zhao, Y.; Cheng, E; Ye, S. Effect of low pH and aluminium toxicity on the
photosynthetic characteristics of different fast-growing eucalyptus vegetatively propagated clones. PLoS ONE
2015, 10, e0130963.

3. Ismail, N.I; Sheikh, A.S.R.; Idris, M.; Hasan, A.H.; Halmi, M.LE.; Hussin, A.S.N.; Hamed, ]J.O.; Sanusi, S.N.A.;
Hashim, M.H. Accumulation of Fe-Al by Scirpus grossus grown in synthetic bauxite mining wastewater and
identification of resistant rhizobacteria. Environ. Eng. Sci. 2016, 34, 367-375. [CrossRef]

4. Qin, J.C; Cheng, X.Y,; Fang, R.; Wang, M.E; Yang, Z.Y.; Li, T.R.; Li, Y. Two Schiff-base fluorescent sensors for
selective sensing of aluminium (III): Experimental and computational studies. Spectrochim. Acta—Part A Mol.
Biomol. Spectrosc. 2016, 152, 352-357. [CrossRef]

5. Habs, H.; Simon, B.; Thiedemann, K.U.; Howe, P. Aluminium; World Health Organization, International
Programme on Chemical Safety (Environmental Health Criteria 194): Geneva, Switzerland, 1997; p. 10.

6.  Fawell, J.K. Aluminium in Drinking-Water; World Health Organization: Geneva, Switzerland, 2010; pp. 11-12.

7. Gordon, B.; Callan, P; Vickers, C.; Tritscher, A.; Perez, M.; Zaim, M.; Jamie, B.; Bos, R. Guideline for Drinking-
Water Quality, 4th ed.; World Health Organization: Geneva, Switzerland, 2011; pp. 311-313.

8.  Couto, R.; Lima, J.; Quinaz, M. Recent developments, characteristics and potential applications of
screen-printed electrodes in pharmaceutical and biological analysis. Talanta 2015, 146, 801-814. [CrossRef]

9. Kook, SY,; Lee, YH. Izzaty, HN.; Aishah, HS. A new copper ionophore N?!, N3-bis[[3,5-bis
(trifluoromethyl)phenyl]carbamothioyl]isophtalamide for potentiometric sensor. Sains Malays. 2018,
47,2657-2666. [CrossRef]

10. Rius-ruiz, EX; Kisiel, A.; Michalska, A.; Maksymiuk, K.; Riu, J.; Rius, EX. Solid-state reference electrodes based
on carbon nanotubes and polyacrylate membranes. Anal. Bioanal. Chem. 2011, 399, 3613-3622. [CrossRef]

11. Alva, S. Fabrication of all-solid-state Potentiometric ion Sensors and Biosensor Based on Screen-Printed
Electrodes and Photocurable Methacrylic-Acrylic Films. Ph.D. Thesis, Universiti Kebangsaan Malaysia,
Bangi Selangor, Malaysia, 2008.

12. Hu, J,; Stein, A.; Bithlmann, P. Rational design of all-solid-state ion-selective electrodes and reference
electrodes. Trends Anal. Chem. 2016, 76, 102-114. [CrossRef]

13. Rius-Ruiz, EX; Bejarano-Nosas, D.; Blondeau, P; Riu, J.; Rius, EX. Disposable planar reference electrode
based on carbon nanotubes and polyacrylate membrane. Anal. Chem. 2011, 83, 5783-5788. [CrossRef]

14. Hu,].; Ho, K.T.; Zou, X.U.; Smyrl, WH.; Stein, A.; Bithlmann, P. All-solid-state reference electrodes based
on colloid-imprinted mesoporous carbon and their application in disposable paper-based potentiometric
sensing devices. Anal. Chem. 2015, 87, 2981-2987. [CrossRef]

15. Simonis, A.; Liith, H.; Wang, J.; Schoning, M.]. New concepts of miniaturized reference electrodes in silicon
technology for potentiometric sensor systems. Sens. Actuators B Chem. 2004, 103, 429-435. [CrossRef]

16. Kisiel, A.; Marcisz, H.; Michalska, A.; Maksymiuk, K. All-solid-state reference electrodes based on conducting
polymers. Analyst 2005, 130, 1655-1662. [CrossRef] [PubMed]


http://dx.doi.org/10.1007/s12403-019-00297-w
http://dx.doi.org/10.1089/ees.2016.0290
http://dx.doi.org/10.1016/j.saa.2015.07.095
http://dx.doi.org/10.1016/j.talanta.2015.06.011
http://dx.doi.org/10.17576/jsm-2018-4711-08
http://dx.doi.org/10.1007/s00216-011-4689-9
http://dx.doi.org/10.1016/j.trac.2015.11.004
http://dx.doi.org/10.1021/ac200627h
http://dx.doi.org/10.1021/ac504556s
http://dx.doi.org/10.1016/j.snb.2004.04.072
http://dx.doi.org/10.1039/b510868c
http://www.ncbi.nlm.nih.gov/pubmed/16284665

Sensors 2020, 20, 6898 18 of 20

17.

18.

19.

20.

21.

22.

23.

24.

25.

26.

27.

28.

29.

30.

31.

32.

33.

34.

35.

36.

37.

38.

Kisiel, A.; Michalska, A.; Maksymiuk, K. Plastic reference electrodes and plastic potentiometric cells
with dispersion cast poly(3,4-ethylene dioxythiophene) and poly(vinyl chloride) based membranes.
Bioelectrochemistry 2007, 71, 75-80. [CrossRef]

Cicmil, D.; Anastasova, S.; Kavanagh, A.; Diamond, D.; Mattinen, U.; Bobacka, J. Ionic liquid-based,
liquid-junction-free reference electrode. Electroanalysis 2011, 23, 1881-1890. [CrossRef]

Polk, B.J.; Stelzenmuller, A.; Mijares, G.; MacCrehan, W.; Gaitan, M. Ag/AgCl microelectrodes with improved
stability for microfluidics. Sens. Actuators B Chem. 2006, 114, 239-247. [CrossRef]

Alva, S.; Binti Abdul Aziz, A.S.; Bin Syono, M.L; Bin Wan Jamil, W.A. Ag/AgCl reference electrode based on
thin-film of Arabic gum membrane. Indones. |. Chem. 2018, 18, 479-485. [CrossRef]

Maminska, R.; Dybko, A.; Wréblewski, W. All-solid-state miniaturised planar reference electrodes based on
ionic liquids. Sens. Actuators B Chem. 2006, 115, 552-557.

Yusoff, LI.; Rohani, R.; Mohammad, A.W. Pressure driven conducting polymer membranes derived from
layer by layer formation and characterization: A review. J. Eng. Sci. Technol. 2016, 11, 1183-1206.

Fibbioli, M.; Morf, W.E.; Badertscher, M.; De Rooij, N.F,; Pretsch, E. Potential drifts of solid-contacted
ion-selective electrodes due to zero-current ion fluxes through the sensor membrane. Electroanalysis 2000,
12, 1286-1292. [CrossRef]

Shaari, N.; Kamarudin, S.K. Recent advances in additive-enhanced polymer electrolyte membrane properties
in fuel cell applications: An overview. Int. |. Energy Res. 2019, 43, 2756-2794. [CrossRef]

Wong, C.Y,; Wong, W.Y,; Loh, K.S.; Mohamad, A.B. Study of the plasticizing effect on polymer and its
development in fuel cell application. Renew. Sustain. Energy Rev. 2017, 79, 794-805. [CrossRef]

Kook, S.Y.; Lee, YH. A screen-printed copper ion sensor with photocurable poly(n-butyl acrylate)
membrane-based on ionophore o-xylylene bis(IN,N-diisobutyl dithiocarbamate). Malays. J. Anal. Sci. 2017,
21,1-12.

Yew, P.L.; Heng, L.Y. A reflectometric ion sensor for potassium-based on acrylic microspheres. Sens Actuators
B Chem. 2014, 191, 719-726. [CrossRef]

Lindfors, T.; Sundfors, E; He¢fler, L.; Gyurcsunyi, E. The water uptake of plasticized poly(vinyl chloride)
solid-contact calcium-selective electrodes. Electroanalysis 2011, 23, 2156-2163. [CrossRef]

Alva, S.; Lee, YH.; Musa, A. Optimization of screen printed reference electrode based on charge balance and
poly(butyl acrylate) photocurable membrane. Int. . Innov. Mech. Eng. Adv. Mater. 2016, 2, 10-15. [CrossRef]
Paananen, A.; Mikkola, R.; Sareneva, T.; Matikainen, S.; Andersson, M.; Julkunen, I.; Salkinoja-Salonen, M.S.;
Timonen, T. Inhibition of human NK cell function by valinomycin, a toxin from Streptomyces griseus in
indoor air. Infect. Immun. 2000, 68, 165-169. [CrossRef]

Kook, S.Y. Potentiometric ion Sensor Based on a New Bis-Thiourea Compound in Aluminium Determination.
Ph.D. Thesis, Universiti Kebangsaan Malaysia, Bangi, Malaysia, 2019.

Cotruvo, J.; Fawell, ] K.; Giddings, M.; Magara, Y.; Aiwerasia, V.EN.; Ohanian, E. Potassium in Drinking Water;
World Health Organization: Geneva, Switzerland, 2009.

Lee, Y.H.; Hall, E.A.H. Assessing a photocured self-plasticized acrylic membrane recipe for Na* and K*
ion-selective electrodes. Anal. Chim. Acta 2001, 443, 25-40.

Kook, S.Y,; Ngah, FA.A ; Sapari, S.; Lee, Y.H.; Hasbullah, S.A. Complexation study of bis-thiourea compound
with aluminium ion as ionophore for development of potentiometric ion sensor. Sains Malays. 2019,
48,2649-2661. [CrossRef]

Abosadiya, H.; Hasbullah, S.A.; Yamin, B. Synthesis, characterization and X-ray structure of N-(4-
bromobutanoyl-N’-(2-3-and 4-methyl phenyl)thiourea. Chin. J. Struct. Chem. 2015, 34, 379-385.

Alva, S.; Lee, Y.H.; Musa, A. A new lithium ion-selective sensors based on self plasticizing acrylic films and
disposable screen-printed electrode. In Proceedings of the Sensors and the International Conference on
New Techniques in Pharmaceutical and Biomedical Research, Kuala Lumpur, Malaysia, 5-7 September 2005;
pp. 48-51. [CrossRef]

Alva, S.; Lee, Y.H.; Musa, A. Screen-printed potassium ion sensor fabricated from photocurable and
self-plasticized acrylic film. J. Phys. Ther. Sci. 2006, 17, 141-150.

Juliana, J. Synthesis, Its Application Studies as Ionophore and Anti-Bacterial Test of Some Bis-
carbonoylthiourea Derivatives. Ph.D. Thesis, Universiti Kebangsaan Malaysia, Bangi, Malaysia, 2013.


http://dx.doi.org/10.1016/j.bioelechem.2006.09.006
http://dx.doi.org/10.1002/elan.201100137
http://dx.doi.org/10.1016/j.snb.2005.03.121
http://dx.doi.org/10.22146/ijc.28859
http://dx.doi.org/10.1002/1521-4109(200011)12:16&lt;1286::AID-ELAN1286&gt;3.0.CO;2-Q
http://dx.doi.org/10.1002/er.4348
http://dx.doi.org/10.1016/j.rser.2017.05.154
http://dx.doi.org/10.1016/j.snb.2013.10.069
http://dx.doi.org/10.1002/elan.201100219
http://dx.doi.org/10.22441/ijimeam.2016.1.002
http://dx.doi.org/10.1128/IAI.68.1.165-169.2000
http://dx.doi.org/10.17576/jsm-2019-4812-06
http://dx.doi.org/10.1109/ASENSE.2005.1564503

Sensors 2020, 20, 6898 19 of 20

39.

40.

41.

42.

43.

44.

45.

46.

47.

48.

49.

50.

51.

52.

53.

54.

55.

56.

57.

58.

59.

60.

61.

Umezawa, Y.; Umezawa, K.; Tohda, K.; Amemiya, S. Potentiometric selectivity coefficients of ion-selective
electrodes. Pure Appl. Chem. 2000, 72, 1851-2082. [CrossRef]

Buck, R.P; Lindneri, E.R.N. Recommendations for nomenclature of ion-selective electrodes. Pure Appl. Chem.
1994, 66, 2527-2536. [CrossRef]

Richard, J.H.; Doris, H.C.; Joan, D.G.; Walter, M.; Malden, C.N. Recommended Dietary Allowances, 10th ed.;
National Academy of Sciences: Washington, DC, USA, 1989.

Ghanei-motlagh, M.; Fayazi, M.; Taher, M.A. On the potentiometric response of mercury(Il) membrane
sensors based on symmetrical thiourea derivatives—Experimental and theoretical approaches. Sens. Actuators
B Chem. 2014, 199, 133-141. [CrossRef]

Zhang, W.; Fakler, A.; Demuth, C.; Spichiger, U.E. Comparison of different methods for determining the
selectivity coefficient using a magnesium-selective electrode. Anal. Chim. Acta 1998, 375,211-222. [CrossRef]
Ulianas, A. The Effect of Membrane Composition Changes and Internal Electrolytes on the Response of the
Potassium Ion Sensor. Master’s Thesis, Universiti Kebangsaan Malaysia, Bangi, Malaysia, 2007.

Yew, P.L.; Syono, M.I; Lee, Y.H. A Solid-state Potassium Ion Sensor From Acrylic Membrane Deposited on
ISFET Device. Malaysian J. Chem. 2009, 11, 64-72.

Grygolowicz-pawlak, E.; Plachecka, K.; Brzozka, Z.; Malinowska, E. Further studies on the role of redox-active
monolayer as intermediate phase of solid-state sensors. Sens. Actuators B Chem. 2007, 123,480-487. [CrossRef]
Suah, EB.M.; Ahmad, M.; Heng, L.Y. Highly sensitive fluorescence optode for aluminium(III) based on
non-plasticized polymer inclusion membrane. Sens. Actuators B Chem. 2014, 201, 490-495. [CrossRef]
Alva, S.; Aziz, A.; Syono, M.L; Sebayang, D. Development of solid-state reference electrode based on sodium
polyanethol sulfonate immobilized on cellulose acetate. J. Phys. Sci. 2017, 28, 161-179. [CrossRef]

Safari, S.; Selvaganapathy, P.R.; Deen, M.J. Microfluidic reference electrode with free-diffusion liquid junction.
J. Electrochem. Soc. 2013, 160, 177-183. [CrossRef]

Heng, L.Y;; Hall, E.A.H. Taking the plasticizer out of methacrylic-acrylic membranes for K*-selective
electrodes. Electroanalysis 2000, 12, 187-193. [CrossRef]

Alegret, S.; Merkoci, A. Electrochemical Sensor Analysis, 1st ed.; Elsevier: Amsterdam, The Netherlands, 2007;
pp- 33-34.

Mizani, F; Ardabili, S.S.; Ganjaliab, M.R.; Faridbod, F.; Payehghadr, M.; Azmoodeh, M. Design,
and construction of new potentiometric sensors for determination of Al** ion based on (Z)-2-(2-methyl
benzylidene)-1-(2,4-dinitrophenyl)hydrazine. Mater. Sci. Eng. C 2015, 49, 861-868. [CrossRef] [PubMed]
Mousavi, M.E; Arvand-Barmchi, M.; Zanjanchi, M. A. Al(III)-selective electrode based on furil as neutral
carrier. Electroanalysis 2001, 13, 1125-1128. [CrossRef]

Yan, Z.; Wang, H.; Xu, C.; Wen, X.; Gu, B. Preparation of a new aluminium (III) selective electrode based on a
hydrazone-containing benzimidazole derivative as a neutral carrier. J. Mol. Lig. 2014, 190, 185-189. [CrossRef]
Khairi. New Thiourea Compounds as Ionophores for Potentiometric Sensors of H,PO,~ and Hg?*. Ph.D.
Thesis, Universiti Kebangsaan Malaysia, Bangi, Malaysia, 2016.

Ali, T.A.; Farag, A.A.; Mohamed, G.G. Potentiometric determination of iron in polluted water samples using
new modified Fe(III)-screen printed ion-selective electrode. |. Ind. Eng. Chem. 2014, 20, 2394-2400. [CrossRef]
Tajik, S.; Taher, M.A,; Sheikhshoaie, 1. Potentiometric determination of trace amounts of aluminium
utilizing polyvinyl chloride membrane and coated platinum sensors based on E-N’-(2-hydroxy-
3-methoxybenzylidene)benzohydrazide. ]. AOAC Int. 2013, 96, 204-211. [CrossRef] [PubMed]

Deviant, S. The Practically Cheating Statistics Handbook, 2nd ed.; Createspace Independent Publishing Platform:
Scotts Valley, CA, USA, 2011; pp. 110-115.

Krzywinski, M.; Altman, N. Points of significance: Significance, P values and t-tests. Nat. Methods 2013,
10, 1041-1042. [CrossRef]

Ngarisan, N.I.; Ngah, CW.Z.C.W.; Ahmad, M.; Bambang, K. Optimization of polymer inclusion membranes
(PIMs) preparation for immobilization of chrome azurol S for optical sensing of aluminium (III). Sens. Actuators
B. Chem. 2014, 203, 465-470. [CrossRef]

Faridbod, F.; Ganjali, M.R,; Dinarvand, R.; Norouzi, P. The fabrication of potentiometric membrane sensors
and their applications. Arf. J. Biotechnol. 2007, 6, 2960-2987.


http://dx.doi.org/10.1351/pac200072101851
http://dx.doi.org/10.1351/pac199466122527
http://dx.doi.org/10.1016/j.snb.2014.03.086
http://dx.doi.org/10.1016/S0003-2670(98)00538-8
http://dx.doi.org/10.1016/j.snb.2006.09.029
http://dx.doi.org/10.1016/j.snb.2014.04.081
http://dx.doi.org/10.21315/jps2017.28.2.11
http://dx.doi.org/10.1149/2.007310jes
http://dx.doi.org/10.1002/(SICI)1521-4109(200002)12:3&lt;187::AID-ELAN187&gt;3.0.CO;2-Z
http://dx.doi.org/10.1016/j.msec.2015.01.040
http://www.ncbi.nlm.nih.gov/pubmed/25687018
http://dx.doi.org/10.1002/1521-4109(200109)13:13&lt;1125::AID-ELAN1125&gt;3.0.CO;2-7
http://dx.doi.org/10.1016/j.molliq.2013.11.014
http://dx.doi.org/10.1016/j.jiec.2013.10.019
http://dx.doi.org/10.5740/jaoacint.11-182
http://www.ncbi.nlm.nih.gov/pubmed/23513978
http://dx.doi.org/10.1038/nmeth.2698
http://dx.doi.org/10.1016/j.snb.2014.07.023

Sensors 2020, 20, 6898 20 of 20

62. Bera, RK.; Sahoo, S.K; Mittal, S.K.; Kumar, A.S.K. An imidazol based novel potentiometric PVC membrane
sensor for aluminium (IIT) determination. Int. J. Electrochem. Sci. 2010, 5, 29-38.

63. Li, Y; Chai, Y,; Yuan, R.; Liang, W.; Zhang, L.; Ye, G. Aluminium(III)-selective electrode based on a newly
synthesized glyoxal-bis-thiosemicarbazone schiff base. J. Anal. Chem. 2008, 63, 1090-1093. [CrossRef]

Publisher’s Note: MDPI stays neutral with regard to jurisdictional claims in published maps and institutional
affiliations.

@ © 2020 by the authors. Licensee MDPI, Basel, Switzerland. This article is an open access
@ article distributed under the terms and conditions of the Creative Commons Attribution

(CC BY) license (http://creativecommons.org/licenses/by/4.0/).



http://dx.doi.org/10.1134/S1061934808110130
http://creativecommons.org/
http://creativecommons.org/licenses/by/4.0/.

	Introduction 
	Materials and Methods 
	Chemicals 
	Instrumentations 
	Preparation and Deposition of Poly(2-hydroxylethyl methacrylate) (pHEMA) and Ion-Selective Poly(n-butyl acrylate) (pBA) Membrane 
	Preparation of Aluminium Ion Sensor 
	Preparation of Potassium Ion Sensor (Pseudo-Reference Electrode) 
	Evaluation of the Potassium Ion Sensor 

	Assessment of the All-Solid-State Aluminium Ion Sensor System 
	Potentiometric Measurements 
	Optimization of the Performance of the All-Solid-State Aluminium Ion Detection System 
	Application for Aluminium Ion Analysis in Water Samples from the Treatment Plant 


	Results and Discussions 
	Performances Assessment of Potassium Ion Sensor for Pseudo-Reference Construction 
	The Performance of the All-Solid-State Aluminium Ion Analytical System 
	Effect of Concentrations of KNO3 
	pH Effect 
	Reversibility, Repeatability, and Reproducibility 
	Stability 
	Limit of Detection and Response Time 
	Selectivity 
	Shelf Life 
	Application in Real Samples 
	Comparison with Conventional Aluminium Ion Detection Systems 


	Conclusions 
	References

