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Abstract: The practical application of a novel, eco-friendly electrochemical sensor based on low-
dimensional structures, spherical glassy carbon microparticles, and multiwall carbon nanotubes
is described. This sensor, modified with a bismuth film, was used for the determination of Cd(II)
by the anodic stripping voltammetric method. The instrumental and chemical factors influencing
the sensitivity of the procedure were thoroughly investigated and their most favorable values were
selected (acetate buffer solution pH = 3 ± 0.1; 0.15 mmol L−1 Bi(III); activation potential/time:
−2 V/3 s; accumulation potential/time: −0.9 V/50 s). Under the selected conditions, the method
exhibited linearity in the range of 2 × 10−9 to 2 × 10−7 mol L−1 Cd(II) with a detection limit of
6.2 × 10−10 mol L−1 Cd(II). The results obtained also showed that the application of the sensor
for Cd(II) detection did not experience any significant interference in the presence of a number of
foreign ions. The applicability of this procedure was evaluated using TM-25.5 Environmental Matrix
Reference Material and SPS-WW1 Waste Water Certified Reference Material as well as river water
samples through addition and recovery tests.

Keywords: spherical glassy carbon microparticle powder; multiwall carbon nanotubes; electrochemical
sensor; bismuth film electrode; stripping voltammetry; cadmium

1. Introduction

Cadmium does not occur in the natural environment in large quantities; we find it
in zinc, copper, lead, or sulfide ores. Their extraction and processing release significant
amounts of cadmium into the atmosphere, water, and soil. In industry, cadmium is used
in the manufacture of dyes and stabilizers for plastics as well as in galvanic protective
coatings, solders, alloys, and cadmium rods. It is a component of nickel–cadmium batteries,
fireworks, and fluorescent paints. Another major source of cadmium release to the environ-
ment is the combustion of fossil fuels (including hard coal), which results in the formation
of large amounts of cadmium oxide. This oxide is easily soluble in water and, therefore,
it enters the ecosystem through aquatic organisms and plants. A significant source of
cadmium in the environment is artificial fertilizers (e.g., superphosphates), which are
contaminated with this metal in amounts ranging from 10 to 100 mg/kg. Their long-term
and widespread use leads to cadmium contamination of the soil. This is why monitoring
the cadmium content in various environmental samples is such a key issue. Specifically,
cadmium is among the elements that exhibit particularly toxic effects on the human body
and other living organisms, as well as plants. It causes the most damage in organs where
it easily accumulates, i.e., the liver, kidneys, and bones. Acute poisoning caused by a
single high dose of the metal in humans is rare; poisoning caused by long-term exposure to
even small concentrations of cadmium is far more common [1–8]. Unsurprisingly, there
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are numerous papers in the literature devoted to the determination of low concentrations
of cadmium in a variety of matrices. Voltammetric methods, which are characterized by
relatively low instrument cost but also by high sensitivity, are one of the more commonly
used techniques. The development of these methods is currently focused on finding new
working electrodes and improving existing ones.

The first information about glassy carbon (GC) appeared in the mid-1950s, and in
1965, a new form of carbon known as “glassy” carbon was used as an indicator electrode
in voltammetry [9]. Glassy carbon is a gas-impermeable, electrically conductive material
that is highly resistant to chemical attack. As described, it is suitable for use over the
potential range from about +1.2 to −0.8 V in acid medium, and for most tested ions, a
peak-type wave that approaches ideality is obtained [9,10]. The importance of glassy
carbon in voltammetry is confirmed by the fact that to this day it is a commonly used
electrode material [11–14]. One of the recently described applications of GC is its use as
a perfect substrate to create metallic film electrodes, e.g., bismuth film electrode (BiFE).
Bismuth film electrodes are currently a very good solution for the determination of trace
amounts of analytes, especially as a replacement for toxic mercury electrodes. BiFEs exhibit
several attractive properties such as low toxicity, simple preparation, and high sensitivity,
and they generate well-defined electrochemical signals [15–20]. This is also the case in
the trace analysis of cadmium, as evidenced by the number of articles devoted to using
BiFEs as working electrodes. In all of these works, the BiFE was generated on glassy
carbon [21–32]. The aim of our research was to develop a new electrode that uses the
advantages of glassy carbon and currently commonly available carbon nanomaterials, and
to use it as a substrate to create a bismuth film electrode in order to increase the sensitivity
of cadmium determinations.

Our research was focused on the search for materials with low-dimensional structures,
known for their large surface area and small spatial dimensions, enabling the development
of an ideal substrate for generating a bismuth film. For this purpose, a mixture of spherical
glassy carbon (SGC) microparticle powder and multiwall carbon nanotubes (CNTs) was
used, which turned out to be an ideal substrate for generating the bismuth film and, through
its developed surface area, allowed lowering the detection limit of cadmium compared to
classical glassy carbon serving as a substrate. Spherical glassy carbon microparticles come
in many sizes and microspheres are generally defined as spherical particles greater than
1 micron and smaller than 1000 microns in diameter. As proven in [33], which examined the
influence of glassy carbon microparticles of various sizes on the properties of electrodes, the
limits of detection decrease with decreasing size of glassy carbon spherical microparticles,
with the best results achieved for glassy carbon spherical microparticles with a diameter of
0.4–12 µm. This was also confirmed by other voltammetric procedures that used spherical
microparticles with a diameter of 0.4–12 µm in the electrodes [34–36]. Therefore, this
size of carbon microparticles was also used in our study. Nanotubes, which represent a
1D system, i.e., two dimensions are given in the nanoscale, are another material based
on low-dimensional systems that was used as a component of our electrodes. A carbon
nanotube is a rolled-up graphene plane. The properties of carbon nanotubes depend on
the way they are rolled up, their length, diameter, and morphology, as well as the defects
present. There are two basic types of nanotubes: single-walled with a diameter of 0.8–2 nm
and multi-walled usually with a diameter of 5–20 nm, which are made of concentrically
arranged single-walled nanotubes. The application of nanotubes as an electrode material
began with research published in 1996 by Britto [37]. Since then, there has been rapid
development in the use of nanotubes in electrochemical sensors [38–40]. CNTs have unique
properties such as large specific surface area, high charge transfer capacity, hydrophobicity,
and chemical stability. They facilitate electron transfer and enhance the signal/noise ratio,
resulting in improved analytical parameters of CNT-modified electrodes, which directly
translates into an increase in the sensitivity of determinations [41–43].

These unique properties of spherical glassy carbon microparticles and multiwall
carbon nanotubes were used in the electrochemical sensor proposed in this work, which
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was proven to be an ideal material for creating a bismuth film electrode for use in the
voltammetric determination of trace amounts of cadmium in environmental waters. It
was evidenced by numerous papers devoted to the issue of determining trace amounts
of cadmium by voltammetric methods. The first studies were based mainly on mercury
electrodes, but with increasing awareness of their toxicity, other electrode materials were
used. In recent years, bismuth film electrodes, which account for a significant share of
cadmium voltammetry research, have been increasingly mentioned [21–32]. Therefore, our
work was focused on further improving the procedure for the voltammetric determination
of cadmium on a bismuth firm electrode by using a novel substrate for its generation.

2. Materials and Experimental Work
2.1. Chemicals

Analytical grade reagents were employed without further purification. Water used for
all purposes was distilled from a Milli-Q water purification system (Millipore, UK). Standard
solutions of 1 g L−1 Bi(III) and Cd(II) were acquired from Fluka (Buchs, Switzerland). A
standard cadmium(II) solution was prepared every day to the desired concentrations of 1 × 10−5

and/or 1 × 10−6 mol L−1 by dilution with distilled water. TM-25.5 Environmental Matrix
Reference Material and SPS-WW1 Waste Water were acquired from Environment and Climate
Change Canada and Spectrapure Standards AS (Oslo, Norway), respectively. Multiwall carbon
nanotubes with O.D. × I.D. × L of 10 nm ± 1 nm × 4.5 nm ± 0.5 nm × 3~6 µm were obtained
from Sigma-Aldrich (St. Louis, MO, USA). Spherical glassy carbon powder size 0.4–12 µm was
obtained from HTW Hochtemperatur-Werkstoffe GmbH (Thierhaupten, Germany).

2.2. Apparatus

Stripping voltammetry was carried out on a µAutolab (Eco Chemie, Utrecht,
The Netherlands) with a personal computer operated by GPES 4.9 software. All mea-
surements were carried out using a 10 mL quartz cell. The three-electrode array con-
sisted of an Ag/AgCl electrode filled with saturated NaCl as a reference electrode, a
platinum counter electrode, and a multiwall carbon nanotubes/spherical glassy carbon
(CNTs/SGC) electrode as a working electrode. The morphology of the CNTs/SGC elec-
trode was characterized using a Nikon ECLIPSE MA200 inverted metallurgical microscope
(Tokyo, Japan) and a Quanta 3D FEG high-resolution scanning electron microscope (FEI
Hillsboro, Hillsboro, OR, USA).

2.3. CNTs/SGC Electrode Fabrication

The CNTs/SGC electrode was prepared in two steps, first by mixing the multiwall
carbon nanotubes with epoxy resin (in a ratio of 1:25) to a homogeneous mass. The resulting
mass was heated to 115 degrees Celsius and hot-centrifuged to remove air bubbles. Then,
in the second stage, this mass containing multiwall carbon nanotubes was mixed with
spherical glassy carbon powder (size 0.4–12 µm) in a 2:1 ratio. The mixture of multiwall
carbon nanotubes and spherical glassy carbon powder obtained in this way was placed
under pressure in a housing made of PEEK in a hole with a diameter of 2 mm. Copper
wire was used to provide electrical contact. Finally, the CNTs/SGC electrode was polished
first with coarse (P120) and then fine (P2000) sandpapers, rinsed with plenty of water, and
placed in an ultrasonic bath (Sonic-3, Polsonic, Poland) for 30 s to remove polishing material
residues. On each day before the measurements, the electrode was polished with a 0.3 µm
suspension of aluminum oxide on a Buehler polishing pad for 30 s and then immersed in
an ultrasonic bath for 30 s to remove aluminum oxide. The morphology of the CNTs/SGC
electrode was investigated using the inverted metallurgical microscope. A microscopic
image of the CNTs/SGC electrode at the µm scale is shown in Figure 1. The bright elements
of irregular shape and size correspond to the spherical glassy carbon microparticles with
0.4–12 µm particle size and the multiwall carbon nanotubes mixed with epoxy resin are
represented by the darker surface.
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Figure 1. A microscopic image of the CNTs/SGC electrode in 50 µm scale obtained by the Nikon
ECLIPSE MA200 inverted metallurgical microscope (A). A microscopic image of the CNTs/SGC
electrode in 20 µm scale obtained by the Quanta 3D FEG high-resolution scanning electron microscope
(B). A picture representing the construction of the electrode (C).

2.4. Certified Reference Materials and River Water Sample Preparation

TM-25.5 Environmental Matrix Reference Material and SPS-WW1 Waste Water were an-
alyzed without any preparation after appropriate dilution. Taking into account the fact that
both materials were preserved with HNO3 (TM-25.5—0.2% HNO3 and SPS-WW1—0.5%
HNO3) to neutralize the pH, an appropriate amount of NaOH was additionally introduced
into the analyzed solution.

Water samples from the Bystrzyca and Bychawka Rivers were collected and stored in
polypropylene bottles at a temperature of 6 ◦C. The collected samples were submitted to
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analysis after minor pretreatment consisting of filtration through a 0.45 µm cellulose acetate
membrane filter. Recovery tests were carried out using river water samples spiked with
standard solutions of the required concentrations of Cd(II) about two hours before filtering.

2.5. Electrochemical Analysis Procedure

Unless otherwise stated, 0.1 mol L−1 acetate buffer solution with pH = 3 ± 0.1 was
adopted as the supporting electrolyte. To produce the bismuth film, 1.5 × 10−4 mol L−1

Bi(III) was introduced into the supporting electrolyte. The quantitative determination
of Cd(II) concentration in the solution was performed with differential pulse voltamme-
try (DPV) from −1.0 to −0.4 V using the following parameters: a potential scan rate of
40 mV s−1 and a pulse height of 50 mV. An accumulation potential of −0.9 V with an
accumulation time of 50 s was preceded by an activation potential of −2 V for 3 s. In the
accumulation stage, the formation of the bismuth film and the accumulation of cadmium
as a result of its reduction to the metallic form occurred simultaneously while the signal
obtained by changing the electrode potential in the positive direction was the result of the
oxidation of Cd(0) to Cd(II). Applying the activation potential before the actual accumu-
lation step allowed obtaining higher cadmium peaks in the voltammogram. After each
measurement, an electrochemical cleaning process was applied to the electrode at 0.2 V for
20 s under stirring conditions to remove residual metals. All measurements were executed
at ambient temperature in the presence of oxygen.

2.6. Stability, Repeatability and Reproducibility

The stability, repeatability, and reproducibility of the electrode response are important
parameters from the point of view of analytical application. The long-term stability of the
CNTs/SGC electrode was studied over three months. The measurements with the electrode
were performed in the 5 × 10−8 mol L−1 Cd(II) standard solution, 0.1 mol L−1 acetate
buffer, and 1.5 × 10−4 mol L−1 Bi(III). The voltammograms were registered every week
and the relative standard deviation (RSD) was calculated based on the values of the peak
currents in the recorded voltammograms, which was found to be 5.1%. The repeatability
was assessed by recording six measurements using the CNTs/SGC electrode, one after
the other, and calculating the relative standard deviation based on the recorded cadmium
peak currents. The RSD was 3.1%. The reproducibility was investigated by determining
5 × 10−8 mol L−1 Cd(II) using three independently fabricated CNTs/SGC electrodes. Four
measurements were made for each electrode and the calculated relative standard deviation
was 5.5%.

3. Results and Discussion
3.1. Characteristics of CNTs/SGC Electrode

In order to select the optimal CNTs:SGC ratio, a homogeneous mass was prepared
by mixing the multiwall carbon nanotubes with epoxy resin in a ratio of 1:25. This mass
was then mixed with spherical glassy carbon microparticles in the following proportions:
1:1, 1:2, 2:1, and 3:1. In this way, four types of electrodes differing in the ratio of CNTs to
SGCs were obtained. Then, three voltammograms were recorded for each of the electrodes
in a standard solution containing 5 × 10−8 mol L−1 Cd(II) using the standard procedure
described in Section 2.5 Electrochemical analysis procedure. The highest averaged cadmium
peak current was obtained for the 2:1 ratio, so this electrode composition was chosen for
further study.

The morphology of the CNTs/SGC electrode was investigated using the inverted
metallurgical microscope and the high-resolution scanning electron microscope. A micro-
scopic image of the CNTs/SGC electrode at the 50 µm scale is shown in Figure 1A. The
bright elements correspond to the spherical glassy carbon microparticles with 0.4–12 µm
particle size, as guaranteed by the producer, and the darker surface corresponds to the
multiwall carbon nanotubes mixed with epoxy resin. A scanning electron microscopic
image of the CNTs/SGC electrode at the 20 µm scale is shown in Figure 1B. The spherical
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shape of the glassy carbon is also clearly visible in the SEM images, and it is clear that
most of them are around 1 µm in diameter. Unfortunately, it was not possible to clearly
observe the nanotubes in both images, but this is understandable given that their size in
two dimensions is on the order of a few nm. A picture representing the construction of the
electrode is presented in Figure 1C.

3.2. Studies of the Optimal Solution Composition

The first step in the selection of the optimal conditions for the determination of
Cd(II) using the CNTs/SGC electrode modified with a bismuth film was to select the
composition of the solution from which the measurement was carried out. The first
necessary component was the supporting electrolyte ensuring the conductivity of the
solution, the elimination of the migration current, and the appropriate pH. When analyzing
ASV procedures for the determination of Cd(II) based on BiFEs described in the literature,
acetic acid or acetate buffer with a pH up to 5 was most often used as the supporting
electrolyte [21,22,24–26,28–31]. In our case (Figure 2), we found that the acetate buffer with
pH = 3 was the best choice for the primary electrolyte. However, it should be noted that
within the studied pH range, the signal changed only slightly. We used acetate buffer with
pH = 3 ± 0.1 in all measurements.
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Figure 2. The influence of pH on the voltammetric signal of 5 × 10−8 mol L−1 Cd(II). In the case of
pH = 2.4, acetic acid was used, in the case of other pHs, acetate buffer was used.

Bi(III) ions, from which a film of bismuth was formed during the measurement as
a result of its reduction to metallic form, were another component of the solution in
measurements based on in-situ formed BiFEs. Therefore, the behavior of the cadmium
signal as a function of Bi(III) concentration was investigated. It was observed that with
increasing concentration of bismuth ions in the solution, the cadmium peak gradually
increased until a concentration of 0.15 mmol L−1, at which point it reached a maximum
value. This concentration was taken as the optimal value because the cadmium peak began
to gradually decrease for Bi(III) concentrations above 2 mmol L−1. Measurements made to
select the optimal concentration of bismuth were carried out in a solution of 0.1 mol L−1

acetate buffer containing 5 × 10−8 mol L−1 Cd(II), and the results are shown in Figure 3.
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3.3. Studies of Accumulation Potential and Time

The accumulation potential and time in the proposed anodic voltammetric procedure
play a dual role, affecting both the formation of the bismuth film and the cadmium metal
accumulation efficiency, which are simultaneous processes. Thus, in order to select the
optimal accumulation potential, a series of measurements was carried out at fixed con-
centrations of Cd(II) and Bi(III) ions in a solution of 0.1 mol L−1 acetate buffer, varying
its value from −1.3 to −0.8 V for a constant time of 50 s. The results obtained are shown
graphically in Figure 4 curve A as the dependence of the cadmium peak current on the
value of the accumulation potential. As can be seen, the highest signals were obtained
for an accumulation potential of −0.9 V, whereas the cadmium peak current gradually
decreased at less and more negative potentials. Therefore, the potential of −0.9 V was
chosen as the most suitable. For the same solution, another series of measurements was
then carried out, this time at a constant accumulation potential of −0.9 V and varying its
time from 0 to 80 s with a frequency of 10 s increments. The results obtained are shown
graphically in Figure 4 curve B as the dependence of the cadmium peak current on the
value of the accumulation time. A gradual increase in the cadmium signal was seen as the
accumulation time increased to 50 s, but the cadmium peak current did not increase further
above this time.
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Based on previous experience [44,45], it was observed that a favorable effect on
increasing the signal size of the analyte being determined could be achieved, when using
metallic film electrodes created in situ, by applying a high negative potential to the electrode
for several seconds before the accumulation step. Thus, it was investigated whether and to
what extent application of a more negative potential (activation potential) to the CNTs/SGC
electrode directly before the potential accumulation step would enhance the cobalt signal on
the voltamperogram. The experiments were performed using the 5 × 10−8 mol L−1 Cd(II)
solution, 0.1 mol L–1 acetate buffer, and 1.5 × 10−4 mol L−1 Bi(III), with an accumulation
potential of −0.9 V and a constant time of 50 s preceded by an activation potential varying
from −1.7 to −2.4 V with a constant time 3 s. The results obtained are presented in Figure 5
curve A showing the dependence of the cadmium peak current on the electrode activation
potential. In analyzing these data, it was clear that the application of a −2 V activation
potential had by far the most favorable effect on increasing the cadmium peak current. The
next step was to select the duration of the activation potential and, therefore, experiments
were carried out as described above, only this time the activation potential was fixed at 2 V
and its duration was varied from 0 to 5 s with a frequency of 1 s increments. The results
obtained are illustrated in Figure 5 curve B showing the dependence of the cadmium peak
current on the duration of the activation potential at −2 V. As can be seen, the highest
signal was obtained for an activation time of 3 s; therefore, all measurements were carried
out using an activation step directly before the accumulation step as a result of applying a
potential of −2 V to the electrode for 3 s.



Materials 2023, 16, 3252 9 of 14
Materials 2023, 16, x FOR PEER REVIEW 9 of 14 
 

 

-2.4 -2.2 -2 -1.8 -1.6
Eactivation / V

4

8

12

16

i 
/ 


A 0 1 2 3 4 5t / s

activation potential

activation time

A

B

 

Figure 5. The influence of activation potential at a constant activation time of 3 s (A) and activation 

time at a constant activation potential of −2 V (B) on the voltammetric signal of 5 × 10−8 mol L−1 Cd(II). 

Concentrations of 0.1 mol L–1 acetate buffer at pH = 3 ± 0.1 and 1.5  10−4 mol L−1 Bi(III). 

3.4. Selectivity 

The selectivity was evaluated based on the influence of different foreign ions on the 

electrochemical response of cadmium at the CNTs/SGC electrode modified with a bismuth 

film. The current responses of 5 × 10−8 mol L−1 Cd(II) were obtained before and after the 

addition of different foreign species into the solution under the optimal conditions. The 

interference threshold was set at above ± 5% change in peak cadmium current. No change 

in the cadmium voltammetric signal occurred in the presence of a minimum 100-fold ex-

cess of the following ions: Al(III), Co(II), Cr(VI), Fe(III), Hg(II), Mg(II), Pb(II), and Zn(II). 

On the other hand, Cu(II) and Ni(II) caused a decrease in the cadmium signal when their 

concentrations were 20 and 25 times higher than the Cd(II) concentration, respectively. 

3.5. Analytical Features 

A calibration curve was obtained using the standard solution (0.1 mol L–1 acetate 

buffer, 1.5 × 10−4 mol L−1 Bi(III)) containing increasing concentrations of cadmium. The 

measurements were carried out using the following voltammetric parameters: activation 

potential of −2 V for 3 s, accumulation potential of −0.9 V for 50 s, and signal registration 

as a result of a change in potential from −1.0 to −0.4 V. A linear response was observed in 

the range of 2 × 10−9 to 2 × 10−7 mol L−1 Cd(II), as described by the equation y = 0.222x + 

0.095, where y and x are the peak current (µA) and Cd(II) concentration (nmol L−1), respec-

tively. The linear correlation coefficient was r = 0.998. The relative standard deviation 

(RSD) from five determinations of Cd(II) at a concentration of 5 × 10−9 mol L−1 was 3.5%. 

The detection limit estimated from three times the standard deviation for the lowest stud-

ied Cd(II) concentration and accumulation time of 50 s was about 6.2 ×10−10 mol L−1. Com-

paring these results with the performance obtained in other procedures described in the 

literature using electrodes modified with low-dimensional carbon nanomaterials (Table 1) 

clearly indicated that the presented work had the best sensitivity. As can be seen, carbon 

nanotubes were used in the vast majority of works, but only our work additionally intro-

duced spherical glassy carbon, suggesting that it was this nanomaterial that contributed 

to achieving high sensitivity. Moreover, only our procedure provided an additional acti-

vation of the electrode introduced before the accumulation step as a result of applying a 

Figure 5. The influence of activation potential at a constant activation time of 3 s (A) and activation
time at a constant activation potential of −2 V (B) on the voltammetric signal of 5 × 10−8 mol L−1
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3.4. Selectivity

The selectivity was evaluated based on the influence of different foreign ions on the
electrochemical response of cadmium at the CNTs/SGC electrode modified with a bismuth
film. The current responses of 5 × 10−8 mol L−1 Cd(II) were obtained before and after the
addition of different foreign species into the solution under the optimal conditions. The
interference threshold was set at above ± 5% change in peak cadmium current. No change
in the cadmium voltammetric signal occurred in the presence of a minimum 100-fold excess
of the following ions: Al(III), Co(II), Cr(VI), Fe(III), Hg(II), Mg(II), Pb(II), and Zn(II). On
the other hand, Cu(II) and Ni(II) caused a decrease in the cadmium signal when their
concentrations were 20 and 25 times higher than the Cd(II) concentration, respectively.

3.5. Analytical Features

A calibration curve was obtained using the standard solution (0.1 mol L−1 acetate
buffer, 1.5 × 10−4 mol L−1 Bi(III)) containing increasing concentrations of cadmium. The
measurements were carried out using the following voltammetric parameters: activa-
tion potential of −2 V for 3 s, accumulation potential of −0.9 V for 50 s, and signal
registration as a result of a change in potential from −1.0 to −0.4 V. A linear response
was observed in the range of 2 × 10−9 to 2 × 10−7 mol L−1 Cd(II), as described by the
equation y = 0.222x + 0.095, where y and x are the peak current (µA) and Cd(II) concen-
tration (nmol L−1), respectively. The linear correlation coefficient was r = 0.998. The
relative standard deviation (RSD) from five determinations of Cd(II) at a concentration of
5 × 10−9 mol L−1 was 3.5%. The detection limit estimated from three times the standard
deviation for the lowest studied Cd(II) concentration and accumulation time of 50 s was
about 6.2 ×10−10 mol L−1. Comparing these results with the performance obtained in other
procedures described in the literature using electrodes modified with low-dimensional
carbon nanomaterials (Table 1) clearly indicated that the presented work had the best
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sensitivity. As can be seen, carbon nanotubes were used in the vast majority of works, but
only our work additionally introduced spherical glassy carbon, suggesting that it was this
nanomaterial that contributed to achieving high sensitivity. Moreover, only our procedure
provided an additional activation of the electrode introduced before the accumulation step
as a result of applying a potential of −2 V for 3 s, which has also been shown to increase
the sensitivity of the assemblies.

Table 1. An overview of electrodes based on low-dimensional carbon nanostructures used for the
determination of Cd(II) by the ASV method. The publications are ranked according to decreasing
limit of detection.

Modyfication Electrode Materials Detection Limit
(nmol L−1)

Accumulation Poten-
tial/Accumulation

Time

Linearity Range
(nmol L−1) Ref.

carbon nanotubes/silver nanoparticles
/bismuth nanomarticles 220 -/60 s 176–880 [46]
carbon nanotubes/Fe3O4/eggshell 21 −0.9 V/500 s 27–2222 [47]
carbon nanotubes/carbon natural halloysite 10.6 −1.2 V/90 s 100–10,000 [48]
carbon nanotubes/bismuth nanoparticles 9.4 −0.86 V/105 s 44–8889 [49]
carbon black 8 −1.1 V/300 s 6–1000 [50]
carbon nanotubes 6 −1.2 V/300 s 250–10,000 [51]
carbon nanotube/hydroxyapatite nanocomposite 4 −1.2 V/300 s 20–3000 [52]
carbon nanotubes 4 −1.1 V/300 s 40–4000 [53]
carbon nanotubes/bismuth oxide 1.96 −1.2 V/120 s 13–178 [54]
carbon nanotubes/spherical glassy carbon powder 0.62 −2 V/3 s−0.9 V/50 s 2–200 this work

3.6. Application of the Elaborated Method

To examine the performance of the CNTs/SGC electrode modified with a bismuth
film in a practical solution, the proposed method was performed to determine cadmium
in certified reference materials: TM-25.5 Environmental Matrix Reference Material and
SPS-WW1 Waste Water. To eliminate matrix effects, the standard addition method was used.
The TM-25.5 Environmental Matrix Reference Material matrix contains up to 28 elements
with their content ranging from 72 to 15.4 µg L−1, and only in the case of two elements
is their content below 1 µg L−1. The concentrations of the 13 elements included in the
SPS-WW1 Waste Water range from 20 to 2000 ng L−1, all of which are in excess in relation to
cadmium, as follows: 100 times excess—Al; 50 times excess—Fe; Ni, P; 30 times excess—Zn;
20 times excess—Cu and Mn; 10 times excess—Cr; 5 times excess As, Pb, and V; and
3 times excess—Co. As can be seen, these materials represent the rich composition of
environmental samples very well and their successful analysis confirmed the usefulness
and validity of the proposed CNTs/SGC electrode (Table 2).

Table 2. Analysis of certified reference materials TM-25.5 Environmental Matrix Reference Material
and SPS-WW1 Waste Water. The samples were examined using the standard addition method.

Name Material Type Certified Cadmium
Content (ng mL−1)

Cadmium
Content Found

(ng mL−1)
Recovery (%) RSD (n = 3) (%)

TM-25.5 environmental
matrix—solution 24.0 22.1 92.1 6.1

SPS-WW1 waste water 20.0 19.2 96.0 5.7

Using the optimal conditions, the proposed procedure was also examined for Cd(II)
determination in water samples from the Bystrzyca and Bychawka Rivers spiked with
Cd(II), as described in Section 2.5 Electrochemical analysis procedure. Figure 6 illustrates
the exemplary voltammograms recorded in the course of cadmium detection in Bystrzyca
River water samples. Three replicate determinations, using the standard addition method
for each sample, were performed and the results are shown in Table 3. The recovery values
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ranged from 96.0% to 105.5% for Cd(II) with RSD ranging from 5.3% to 6.2%, attesting to
the good accuracy of the proposed method and clearly demonstrating the applicability of
this procedure for the determination of Cd(II) in a variety of river water samples.
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Figure 6. Differential pulse voltammograms obtained during Cd(II) determination in Bystrzyca River
water samples: diluted five-fold (a); as (a) + 4 × 10−8 mol L−1 Cd(II) (b); as (a) + 8 × 10−8 mol L−1

Cd(II) (c); as (a) + 1.2 × 10−7 mol L−1 Cd(II) (d).

Table 3. Analysis of water samples from the Bystrzyca and Bychawka Rivers. The samples were
examined using the standard addition method.

Sample Cadmium Added
(nmol L−1)

Cadmium Found
(ng mL−1) Recovery (%) RSD (n = 3) (%)

Bystrzyca River 20.0 21.1 105.5 6.2
40.0 41.8 104.5 5.5

Bychawka River 20.0 19.2 96.0 5.7
40.0 40.8 102.0 5.3

4. Conclusions

This project focused on the fabrication of a CNTs/SGC electrode for use as an elec-
trochemical sensor for metal ions in aqueous solution. A novel electrochemical sensor
was successfully produced based on low-dimensional structures, spherical glassy carbon
microparticles, and multiwall carbon nanotubes. To demonstrate the morphology of the
CNTs/SGC electrode, an inverted metallurgical microscope and a high-resolution scanning
electron microscope were used and the obtained images clearly showed spherical glassy
carbon microparticles. The novel CNTs/SGC electrode modified with a bismuth film was
assessed for the detection of Cd(II) ions in aqueous solution via the anodic stripping voltam-
metry technique. Under optimized conditions, the sensor achieved a limit of detection
for cadmium at the µmol L−1 level and satisfactory precision. The detection of Cd(II)
in certified reference materials (TM-25.5 Environmental Matrix Reference Material and
SPS-WW1 Waste Water) and in river water samples also demonstrated that the presented
sensor can be used for analyses of real samples with high accuracy and reliability.
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28. Domańska, K.; Tyszczuk-Rotko, K.; Dąbal, S. The simultaneous voltammetry determination of cadmium(II) and lead(II) at
bismuth film glassy carbon electode prepared with the use of mediator. Ann. Univ. Mariae Curie-Sklodowska Sect. AA 2017, 72, 1.
[CrossRef]

29. Bu, L.; Xie, Q.; Ming, H. Simultaneous sensitive analysis of Cd(II), Pb(II) and As(III) using a dual-channel anodic stripping
voltammetry approach. New J. Chem. 2020, 44, 5739–5745. [CrossRef]

30. Rojas-Romo, C.; Aliaga, M.E.; Arancibia, V.; Gomez, M. Determination of Pb(II) and Cd(II) via anodic stripping voltammetry
using an in-situ bismuth film electrode. Increasing the sensitivity of the method by the presence of Alizarin Red S. Microchem. J.
2020, 159, 105373. [CrossRef]

31. Wang, Y.; Wu, X.; Sun, J.; Wang, C.; Zhu, G.; Bai, L.P.; Jiang, Z.H.; Zhang, W. Stripping voltammetric determination of cadmium
and lead ions based on a bismuth oxide surface-decorated nanoporous bismuth electrode. Electrochem. Commun. 2022, 136, 107233.
[CrossRef]

32. Thanh, N.M.; Luyen, N.D.; Thanh Tam Toan, T.; Hai Phong, N.; van Hop, N. Voltammetry determination of Pb(II), Cd(II),
and Zn(II) at bismuth film electrode combined with 8-hydroxyquinoline as a complexing agent. J. Anal. Methods Chem. 2019,
2019, 4593135. [CrossRef] [PubMed]

33. Nemcova, L.; Barek, J.; Zima, J. A voltammetric comparison of the properties of carbon paste electrodes containing glassy carbon
microparticles of various sizes. J. Electroanal. Chem. 2012, 675, 18–24. [CrossRef]

34. Kava, A.A.; Beardsley, C.; Hofstetter, J.; Henry, C.S. Disposable glassy carbon stencil printed electrodes for trace detection of
cadmium and lead. Anal. Chim. Acta 2020, 1103, 58–66. [CrossRef] [PubMed]

35. Barek, J.; Muck, A.; Wang, J.; Zima, J. Study of voltammetric determination of carcinogenic 1-nitropyrene and 1-aminopyrene
using a glassy carbon paste electrode. Sensors 2004, 4, 47–57. [CrossRef]

36. Ibrahim, M.; Temerk, Y.; Ibrahim, H. (2017) Fabrication of a new biosensor based on a Sn doped ceria nanoparticle modified
glassy carbon paste electrode for the selective determination of the anticancer drug dacarbazine in pharmaceuticals. RSC Adv.
2017, 7, 32357–32366. [CrossRef]

37. Britto, P.J.; Santhanam, K.S.V.; Ajayan, P.M. Carbon nanotube electrode for oxidation of dopamine. Bioelectrochem. Bioenerg. 1996,
41, 121–125. [CrossRef]

38. Kaliyaraj Selva Kumar, A.; Lu, Y.; Compton, R.G. Voltammetry of carbon nanotubes and the limitations of particle-modified
electrodes: Are carbon nanotubes electrocatalytic? J. Phys. Chem. Lett. 2022, 13, 8699–8710. [CrossRef]

39. Wang, T.; Yue, W. Carbon nanotubes heavy metal detection with stripping voltammetry: A review paper. Electroanalysis 2017, 29,
2178–2189. [CrossRef]

40. Ahammad, A.J.S.; Lee, J.J.; Rahman, M.A. Electrochemical sensors based on carbon nanotubes. Sensors 2009, 9, 2289–2319.
[CrossRef]

41. Zeng, B.; Wei, S.; Xiao, F.; Zhao, F. Voltammetric behavior and determination of rutin at a single-walled carbon nanotubes
modified gold electrode. Sens. Actuators B Chem. 2006, 115, 240–246. [CrossRef]

42. Malinowski, S.; Wardak, C.; Pietrzak, K. Effect of multi-walled carbon nanotubes on analytical parameters of laccase-based
biosensors received by soft plasma polymerization technique. IEEE Sens. J. 2020, 20, 8423–8428. [CrossRef]

43. Wardak, C.; Paczosa-Bator, B.; Malinowski, S. Application of cold plasma corona discharge in preparation of laccase-based
biosensors for dopamine determination. Mater. Sci. Eng. C 2020, 116, 111199. [CrossRef] [PubMed]

44. Adamczyk, M.; Grabarczyk, M.; Leszko, W. A voltammetric approach to the quantification of tungsten in environmental waters
using a solid bismuth microelectrode. Measurement 2022, 194, 111089. [CrossRef]

45. Grabarczyk, M.; Wlazlowska, E. An activated bismuth layer formed in situ on a solid bismuth microelectrode for electrochemical
sensitive determination of Ga(III). Membranes 2022, 12, 1267. [CrossRef]

46. Palisoc, S.T.; Chua, R.V.M.; Natividad, M.T. Highly sensitive determination of heavy metals in upland and lowland rice using
AgNP/BiNP/MWCNT/nafion modified glassy carbon electrode via anodic stripping voltammetry. Mater. Res. Express 2020,
7, 15081. [CrossRef]

47. Mohammadia, S.; Tahera, M.A.; Beitollahic, H.; Naghizadeha, M. Sensitive voltammetric determination of cadmium at a carbon
nanotubes/Fe3O4/eggshell composites modified carbon paste electrode. Environ. Nanotechnol. Monit. Manag. 2019, 12, 100241.
[CrossRef]

https://doi.org/10.1016/j.talanta.2010.05.031
https://www.ncbi.nlm.nih.gov/pubmed/20602953
https://doi.org/10.1016/j.talanta.2009.10.054
https://www.ncbi.nlm.nih.gov/pubmed/20152439
https://doi.org/10.1080/00032711003790023
https://doi.org/10.1016/j.aca.2015.07.010
https://www.ncbi.nlm.nih.gov/pubmed/26398419
https://doi.org/10.17951/aa.2017.72.1.1
https://doi.org/10.1039/D0NJ00545B
https://doi.org/10.1016/j.microc.2020.105373
https://doi.org/10.1016/j.elecom.2022.107233
https://doi.org/10.1155/2019/4593135
https://www.ncbi.nlm.nih.gov/pubmed/31355043
https://doi.org/10.1016/j.jelechem.2012.04.019
https://doi.org/10.1016/j.aca.2019.12.047
https://www.ncbi.nlm.nih.gov/pubmed/32081189
https://doi.org/10.3390/s40500047
https://doi.org/10.1039/C7RA04331G
https://doi.org/10.1016/0302-4598(96)05078-7
https://doi.org/10.1021/acs.jpclett.2c02464
https://doi.org/10.1002/elan.201700276
https://doi.org/10.3390/s90402289
https://doi.org/10.1016/j.snb.2005.09.007
https://doi.org/10.1109/JSEN.2020.2982742
https://doi.org/10.1016/j.msec.2020.111199
https://www.ncbi.nlm.nih.gov/pubmed/32806266
https://doi.org/10.1016/j.measurement.2022.111089
https://doi.org/10.3390/membranes12121267
https://doi.org/10.1088/2053-1591/ab6ada
https://doi.org/10.1016/j.enmm.2019.100241


Materials 2023, 16, 3252 14 of 14

48. Knihnicki, P.; Skrzypek, A.; Jakubowska, M.; Porada, R.; Rokicinska, A.; Kustrowski, P.; Koscielniak, P.; Kochana, J. Electrochemical
Sensing of Pb2+ and Cd2+ Ions with the Use of Electrode Modified with Carbon-Covered Halloysite and Carbon Nanotubes.
Molecules 2022, 27, 4608. [CrossRef]

49. Palisoc, S.; Vitto, R.I.M.; Nativdad, M. Determination of Heavy Metals in Herbal food Supplements using Bismuth/Multi-walled
carbon Nanotubes/Nafion modified Graphite electrodes sourced from Waste Batteries. Sci. Rep. 2019, 9, 18491. [CrossRef]

50. Xie, R.; Zhou, L.; Lan, C.; Fan, F.; Xie, R.; Tan, H.; Xie, T.; Zhao, L. Nanostructured carbon black for simultaneous electrochemical
determination of trace lead and cadmium by differential pulse stripping voltammetry. R. Soc. Open Sci. 2018, 5, 180282. [CrossRef]

51. Wu, K.; Hu, S.; Fei, J.; Bai, W. Mercury-free simultaneous determination of cadmium and lead at a glassy carbon electrode
modified with multi-wall carbon nanotubes. Anal. Chim. Acta 2003, 489, 215–221. [CrossRef]

52. Pan, D.; Wang, Y.; Chen, Z.; Yin, T.; Qin, W. Fabrication and Characterization of Carbon Nanotube-Hydroxyapatite Nanocomposite:
Application to Anodic Stripping Voltammetric Determination of Cadmium. Electroanaysis 2009, 21, 944–952. [CrossRef]

53. Sun, D.; Xie, X.; Cai, Y.; Zhang, C.; Wu, K. Voltammetric determination of Cd2+ based on the bifunctionality of single-walled
carbon nanotubes-Nafion fil. Anal. Chim. Acta 2007, 581, 27–31. [CrossRef] [PubMed]

54. Nguyen, T.T.P.; Trinh, X.G.; Uyen, D.T.T. Using Electrode Made of Carbon Nanotubes and Bismuth Oxide for the Determination
of Metal Concentration by Anodic Stripping Voltammetry. J. Chem. 2019, 2019, 6170967. [CrossRef]

Disclaimer/Publisher’s Note: The statements, opinions and data contained in all publications are solely those of the individual
author(s) and contributor(s) and not of MDPI and/or the editor(s). MDPI and/or the editor(s) disclaim responsibility for any injury to
people or property resulting from any ideas, methods, instructions or products referred to in the content.

https://doi.org/10.3390/molecules27144608
https://doi.org/10.1038/s41598-019-54589-x
https://doi.org/10.1098/rsos.180282
https://doi.org/10.1016/S0003-2670(03)00718-9
https://doi.org/10.1002/elan.200804492
https://doi.org/10.1016/j.aca.2006.08.013
https://www.ncbi.nlm.nih.gov/pubmed/17386421
https://doi.org/10.1155/2019/6170967

	Introduction 
	Materials and Experimental Work 
	Chemicals 
	Apparatus 
	CNTs/SGC Electrode Fabrication 
	Certified Reference Materials and River Water Sample Preparation 
	Electrochemical Analysis Procedure 
	Stability, Repeatability and Reproducibility 

	Results and Discussion 
	Characteristics of CNTs/SGC Electrode 
	Studies of the Optimal Solution Composition 
	Studies of Accumulation Potential and Time 
	Selectivity 
	Analytical Features 
	Application of the Elaborated Method 

	Conclusions 
	References

