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Carbohydrate polymers have attracted significant attention due to their favorable characteristics, such
as availability, non-toxicity, biocompatibility, and biodegradability, making them promising materials for
many medical and industrial applications. Additionally, they can be reinforced with metal and metal
oxide nanoparticles (NPs), resulting in the formation of nanocomposites (NCs), which can be
incorporated in electrochemical sensors for enhancing their conductivity and catalytic activity. These
NPs increase the catalytic activity of electrochemical sensors via redox cycling, while carbohydrate
polymers are used to stabilize NPs against self-aggregation and act as matrix for them. The redox
cycling process, which depends on NPs as redox mediators, facilitates the oxidation or reduction of the
target analytes, leading to an optimized current signal. Carbohydrate polymers are more favorable than
synthetic polymers given that they are readily available, cheap, and non-toxic materials. To date, various
carbohydrate polymers, such as alginate, cellulose, chitosan, dextran, gums, locust bean gum, latex, mucilage,
pectin, and starch, have been used for the preparation of electroactive metal/metal oxide—carbohydrate poly-
mer NCs. Subsequently, these NCs have been employed for the detection of biological analytes, such as

Received 14th September 2023, drugs, enzymes, hormones, aflatoxins, biomarkers, carbohydrates, and natural oxidants, and water pollutants,

Accepted 29th November 2023 such as pesticides, dyes, metal ions, and phenolics. However, there are fewer studies regarding the use of
carbohydrate polymers in electrochemical sensors compared with other applications. Overall, metal/metal
oxide—carbohydrate polymers are considered promising materials for the detection of many target analytes

with enhanced sensitivity, low detection limits, and optimized selectivity.
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electrochemical sensors.” Thus, they have been extensively used
for the detection of biological molecules, such as drugs,

Introduction

Nanomaterials are widely used in biomedical, environmental,
and industrial applications.’® Nowadays, a great attention has
been focused on nanomaterials, especially with a size in the
range of 1-100 nm, as electrode modifiers due to their high
surface energy, specific surface area, reactivity, and superb
catalytic activity compared to their bulk counterparts.* Addi-
tionally, they show superior chemical, physical, mechanical,
and electronic characteristics.>® Consequently, nanomaterials
play a crucial role in the construction of high-performance
electrochemical sensors.

Nanomaterial-based electrochemical sensors are robust
analytical tools that show high sensitivity, selectivity, ease of
miniaturization, and rapid response compared to conventional
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enzymes, biomarkers, hormones, and toxins.® Additionally,
they have been used for the detection of water pollutants, such
as organic pollutants®*" and heavy metals.'?

A variety of nanomaterials, including zero-dimensional, one-
dimensional, two-dimensional, and hybrid nanomaterials, has
been used in chemical- and bio-sensing.”® Zero-dimensional
nanomaterials, including metal and metal oxide nanoparticles
(NPs), are considered brilliant electrode modifiers due to their
high surface area and catalytic activity.

Metal NPs and their oxides are broadly used in various
applications, such as electronics, optics, information techno-
logies, and batteries, because of their large specific surface
area, adsorption activity, and high catalytic activity."* Addition-
ally, they are extensively used in biomedicine and environmen-
tal applications due to their favorable optical, chemical,
mechanical, electrical, and magnetic characteristics."”™*® These
NPs can be produced using a variety of physical, chemical, and
biological methods."® Biological methods are regarded as a
green route for the synthesis of metal and metal oxide NPs

© 2024 The Author(s). Published by the Royal Society of Chemistry
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without requiring harmful chemicals and reagents.”>*" They
depend on the use of biological resources such as plants,*>
animals, algae,* and fungi.”® Plants represent a valuable
source of carbohydrate polymers, which act as powerful redu-
cing and capping agents for the synthesis of metal- and metal
oxide-carbohydrate polymer nanocomposites (NCs). Alterna-
tively, the as-synthesized NPs can be dispersed in carbohydrate
polymers to form the NCs.

Carbohydrate polymers have attracted significant attention
considering that they are bio-renewable and greener materials
with diverse physical and chemical characteristics, making
them good candidates for many medical and industrial
applications.>*™° The incorporation of metal NPs as nanofillers
in carbohydrate polymers, such as chitin, chitosan, alginate,
dextran, and gums, has significantly improved the features of
carbohydrate polymers.?’ Consequently, metal NP-carbohy-
drate polymer composites have been used in many industrial
and biological applications.** For example, the removal of
metal ions and dyes from water.>*> Moreover, conducting poly-
mers such as carbohydrate polymers reinforced with metal-
based NPs have been used in electrochemical sensors.*

Recently, a review article was published on metal/metal
oxide NPs-carbohydrate polymers as promising materials in
industrial and biological applications.** Alternatively, the pre-
sent review is focused on the use of reactive metal and metal
oxide NPs, which are easily oxidized and reduced on the
electrode surface, capped by carbohydrate polymers as an
efficient strategy for the electrochemical detection of different
analytes especially biological molecules and water pollutants
for the first time.

Electrochemical sensors

Electrochemistry is a branch of science related to the oxidation
and reduction of substances on the surface of electrodes.
Generally, electrochemical approaches can be divided into
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potentiometric and potentiostatic methods. The potentiostatic
method involves the use of a potentiostat, which is an instru-
ment that forces a change in voltage away from the open-circuit
potential to initiate redox reactions in an electrolytic cell, and is
considered more favorable for chemical analysis.*®> The poten-
tiostat is connected to an electrochemical cell, which contains
three electrodes, i.e., reference, auxiliary, and working electro-
des. The electrochemical cell is filled with electrolyte, which
is responsible for the ion transport between the electrodes.
Different concentrations of the target analyte are dissolved in
the electrolyte, which is subsequently oxidized or reduced on
the electrode surface. The potential at which the oxidation or
reduction peak appears depends on the chemistry of the
analyte, types of electrodes, and electrolytic conditions such
as the type of electrolyte and its pH. The produced current
depends on the concentration of the target analyte in the
electrolyte solution.>®

Electrochemical sensors have been demonstrated to have
greater applicability compared with other detection methods,
such as spectrophotometry, gas chromatography, and high-
performance liquid chromatography, in different fields ranging
from healthcare to the environment due to their favorable
features such as portability, cost-effectiveness, rapid analysis,
and lower solvent consumption.”*”** They have been exten-
sively used for detecting different types of substances such as
drugs, sweat ions, bioactive molecules, pesticides, dyes, myco-
toxins, and heavy metals.®?°™** Basically, electrochemical sen-
sors convert chemical reactions of the targeted substances into
electrical impulses with variations in potential, current, impe-
dance, and conductivity.** These variations are used as electro-
chemical signals to investigate the composition and/or
concentration of the targeted substances.*® Different electro-
chemical methods such as potentiometric, amperometric,
chronoamperometric, voltammetric, and impedimetric or elec-
trochemical impedance spectroscopy (EIS) can be used for
monitoring the electrochemical signal (s) of the substance of
interest.

Potentiometric sensors are based on the measurement of
the variation in potential at different concentrations of the
target analyte under the conditions of no current flow, while
amperometric and chronoamperometric sensors are based on
the measurement of the current produced from the oxidation
or reduction of the target analyte.*®*’

Voltammetric methods are extensively used for detecting
target analytes, which include different techniques such as
cyclic voltammetry (CV), differential pulse voltammetry (DPV),
square wave voltammetry (SWV), differential pulse stripping
voltammetry (DPSV), linear sweep voltammetry (LSV), and
square wave anodic stripping voltammetry (SWASV).?

Impedimetric methods rely on receptors that result in an
increase or decrease in resistance in the presence of the target
analyte, while amperometric methods are based on the deter-
mination of the concentration of the target analyte at a con-
stant potential.® Fig. 1 shows the electrochemical signal of the
voltametric, EIS, amperometry, and chronoamperometry meth-
ods, which are mainly used in electroanalytical applications.
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Fig. 1 Schematic representation of the electrochemical methods mainly
used in sensing applications.

Among them, voltametric sensors are frequently used in the
electrochemical detection of analytes given that they are sim-
ple, sensitive, and selective and possess desirable features such
as fast response and lower detection limits.*®

Electrochemical sensors have been developed to enhance
their sensitivity, reproducibility, selectivity, affordability, and
stability. This development can be achieved by modifying
the electrode surface with recognition and redox probes such
as biofilms, enzymes, metal-organic frameworks, and nano-
materials.**”* Electrode modification with nanomaterials has
gained significant interest, given that it results in an enhance-
ment in electrocatalytic activity, reduction in the peak-to-peak
separation, improvement in the current response, and increase
in the electrode surface area.*® The modification of electrodes
with nanomaterials can be achieved via dipping or sticking the
electrode in a nanosuspension, electrodeposition, coating, spray
coating, drop casting, spin coating, or carbon pasting.>>* Nano-
materials such as metallic nanoparticles (NPs) act as redox med-
iators, enabling the sensitive detection of the target analytes. For
example, AgNPs were studied as redox mediators for enhancing
the detection of bromocresol green dye. The SWV method was
used for achieving redox mediation or redox cycling, where the
oxidation of bromocresol green (forward pulse) was followed by its
reduction (backward pulse). The backward current was enhanced
in presence of AgNPs, leading to an increase in the net peak
current, which is a combination of the forward and backward
current.”* Fig. 2 shows how the presence of AgNPs as a redox
mediator enhances the oxidation of bromocresol green dye.

Polymer-based nanocomposites

A polymer is a macromolecule composed of repeating struc-
tural units connected by covalent chemical bonds. Polymers
have become very popular due to their attractive features such
as lightweight, tunable strength and elasticity, easy shaping
and coloring, tunable transparency, and thermal and electric
insulation.”® Therefore, they have been extensively used in
many applications such as photonics, optoelectronics, energy
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Fig. 2 Schematic representation of the detection of bromocresol green
dye using AgNPs as a redox mediator.>*

storage devices, and medical monitoring sensors.>*”>° Alterna-
tively, they can be combined with other nanomaterials to form
polymer NCs. Polymer NCs are composed of organic or inor-
ganic nanomaterials (nanofillers) dispersed in a polymer
matrix. These NCs combine the characteristics of the nanofil-
lers and polymers, resulting in macroscopic features (strength,
hardness, and toughness) in the NCs.*® Accordingly, they have
been utilized in various applications such as adhesives, antic-
orrosive coatings, drilling fluids, electronic devices, and electric
circuits.*>%17%3

Metal-synthetic polymer NCs as
electrode modifiers for sensing
applications

The modification of the surface of electrodes with polymers
results in the creation of functional materials, which can be
used in sensing applications. The modification can be achieved
via different approaches such as electro-grafting, self-assembly,
and electrodeposition.®* Additionally, the polymer can be pro-
cessed using the molecular imprinting technique before its
adsorption on the electrode surface. This technique creates
molecular cavities in the polymeric matrix, which are produced
in the presence of template molecules, forming artificial bind-
ing sites, which leads to an enhancement in the selectivity of
the sensor.®>®® Alternatively, the surface of electrodes can be
modified using metal-polymer NCs via different pathways such
as polymerization with subsequent metal ion reduction, metal
ion reduction with subsequent polymerization, and direct
adsorption (Fig. 3). Previously, metal NPs were incorporated
in synthetic polymers to modify the surface of electrodes for the
construction of electrochemical sensors.®””°® Herein, the focus
is on carbohydrate polymers mixed with metal and metal oxide
NPs as efficient alternatives to synthetic polymer-based NCs.

Metal/metal oxide-carbohydrate polymer NCs for sensing
applications

Carbohydrate polymers are biodegradable materials that can be
broken down into smaller compounds by biological processes
and organisms such as bacteria and fungi.®® They can be
derived from various resources such as plants, seafood, and

© 2024 The Author(s). Published by the Royal Society of Chemistry
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Fig. 3 Schematic representation of the different pathways used for elec-
trode modification with metal-polymer NCs.

algae (Fig. 4). They are broadly utilized in many medical appli-
cations such as bone tissue engineering, tissue regeneration,
drug delivery systems, and imaging.”® Carbohydrate polymers
as natural polymers are more favorable than synthetic polymers
given that they are economical, readily available, non-toxic,
biodegradable, biocompatible, and cost-effective materials.
Consequently, they have been used in industrial applications such
as binders, drug release modifiers, film coatings, viscosity enhan-
cers, stabilizers, disintegrants, emulsifiers, gelling agents, bioadhe-
sives, sensors, and water treatment.”*””* Additionally, carbohydrate
polymers and their NCs can be used as corrosion inhibitors” and
adsorbents for the removal of heavy metals” and organic
pollutants.”” Recently, they have been receiving increasing atten-
tion as electrode modifiers for the detection of analytes.

Fig. 5 shows the key trend of “carbohydrate polymers” and
“metal NPs” in the field of “electrochemical sensors” in the
period of 2010-2020. Obviously, there was an exponential
increase in publications annually.

Previously, carbohydrate polymers such as cellulose, chitin,
chitosan, and pectin have been reported as electrode modifiers
for the electrochemical detection of drugs and environmental
pollutants.”®®" Also, to realize superior catalytic activity, high
sensitivity, and low detection limits, carbohydrate polymers
have been incorporated with other natural polymers,®>
synthetic polymers,®*®* carbon nanotubes,®#% graphene
oxide,®® organoclay,®” and metal/metal oxide NPs for the fabri-
cation of electrochemical sensors (Fig. 6).

For example, cellulose polymer was mixed with carbon
nanotubes and copper ions for the selective detection of

© 2024 The Author(s). Published by the Royal Society of Chemistry
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Fig. 4 Schematic representation of the different pathways used for the
modification of electrodes with metal—polymer NCs.
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Fig. 5 Visualization of research impact of “carbohydrate polymers” and
“metal and metal oxide NPs” in the field of “electrochemical sensors” in
the period 2000 to 2022 according to the results of Web of Science Core
Collection.

tryptophan enantiomers.®' The sensor exhibited stronger com-
plexation ability for L-Trp than p-Trp, leading to a difference in
the oxidation peaks between the two enantiomers (Fig. 7). In
this review, the focus is on NCs formed from carbohydrate
polymers, such as alginate, cellulose, chitin, chitosan, dextran,
pectin, and gums and metal/metal oxide NPs.

Fig. 4 shows the carbohydrate polymers and their sources
that have been used for the preparation of metal/metal oxide-
carbohydrate polymer NCs for subsequent immobilization on
the surface of electrodes for electroanalytical applications.
Additionally, the advantages and sensing properties of carbo-
hydrate polymers are explained in Table 1.

These nanocomposites can be prepared using various techni-
ques such as sonochemical, microwave, mechanochemical,
evaporation, and electrochemical methods.** They combine the
biodegradability, compatibility, and stability of carbohydrate poly-
mers and conductivity of metal/metal oxide NPs, making them
excellent candidates for electroanalytical applications. Next, these
NCs are adsorbed on the electrode surface through coating, drop
casting, dipping, electrodeposition, and carbon paste (Table 2).

Mater. Adv,, 2024, 5,68-82 | 71
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D-Trp

Fig. 7 Schematic representation the of electrochemical chiral recogni-
tion of tryptophan isomers (reprinted from ref. 81 with permission from
Elsevier).

The previously studied analytes including biological mole-
cules and water pollutants are shown in Fig. 8. The biological

Table 1 Advantages and sensing properties of carbohydrate polymers
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analytes include drugs, biomarkers, carbohydrates, enzymes,
hormones, aflatoxins, and natural antioxidants, while the water
pollutants include inorganic compounds, metal ions, pesti-
cides, dyes, and phenolics. The composition of metal/metal
oxide carbohydrate polymer NC-based modified electrodes,
electrode modification methods, electrochemical techniques,
sensing mechanisms, and their detection limits are presented
in Table 2. The sensing mechanisms include direct oxidation/
reduction of the analyte or inhibition/amplification of the
electrochemical response of the modifier.

Alginate

Sodium alginate, a water-soluble anionic polyelectrolyte, is
formed from two glycan monomers, i.e., o-L-guluronic acid
and B-o-mannuronic acid, linked in the (1 — 4) positions of
the linear block copolymer structure.’® Alginate-based poly-
mers have attractive features such as biodegradability, high
mechanical strength, and high adsorption capacity, making
them desirable materials in many biomedical applications such
as drug delivery, diagnosis, tissue engineering, microencapsu-
lation, and wound healing.””°® Additionally, they have been
used in industrial applications such as concrete.®® Polyelectro-
Iytes including alginate polymer have attracted significant
attention due to their applications in various electrochemical
devices such as batteries, supercapacitors, solar cells, and
sensors.'* % Recently, a NC formed from sodium alginate
polymer, CuO NPs, polyallylamine, and reduced graphene oxide
was immobilized on a glassy carbon electrode for the electro-
chemical assessment of Cd** in river water using CV and
chronoamperometry.'®

Cellulose

Cellulose, a polymer obtained from animals and plants, is
regarded as the most abundant material in nature.'*®'"’
It has been used for the preparation of materials possessing
antimicrobial properties,'®® extracting chlorobenzenes from
199 producing components used in the automotive,
® and preparing

water,
packaging, and building materials sectors,"

Carbohydrate

polymer Properties/advantages Sensing properties Ref.

Alginate It a high number of hydroxyl groups required for NP It is easily electropolymerized at the electrode surfaces 87
synthesis. providing functional groups for interaction with analytes.  and

88

Cellulose It has increased surface area and superior dispersion of It enhances the electrocatalysis. 89
NPs.

Chitosan It has good membrane-forming ability, high permeability, Its reactive amino and hydroxyl functional groups interact 90
good adhesion, and high mechanical strength. with the recognition elements.

Dextran It stabilizes NPs against aggregation. It provides steric hindrance, preventing the unspecific 91

adsorption of interferences.

Gelatin It is a good dispersing agent and excellent immobilization It is used in biosensors due to the presence of amino acids. 92
matrix.

Gum It has high strength and good viscosity. It forms highly sensitive NCs. 93

Pectin It has hydroxyl and carboxyl groups required for the It presents good electrocatalytic capacity. 94
synthesis of NPs.

Starch It is a good reducing agent required for the synthesis of It provides more active sites to carry analyte and for oxida- 95
NPs. tion/reduction.

72 | Mater. Adv, 2024, 5, 68-82 © 2024 The Author(s). Published by the Royal Society of Chemistry


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d3ma00706e

View Article Online

Materials Advances

Review

uoneoyrdwe uadnue oyroads
LT T 3d z80°0 [eudIs IGIPON S1d onelsoid 3uneod ADD/3e[oNW-SINNY-SANSY SN Nv3 SIN SV
uoniqryut
€LT T18ugst  [eudls JoyIpoN AMS sojuAdIoyD duiddig ADO/a3e[onW-SINIY SdN 3v ade[onA
uoniqryut
131102  [euSis I9PIPON
L 3oe[q
99T T 3 g6’z  uoneprxo Ndeuy AMS QWIOIYOOLIY duiddig HDD/XNIB[-SANSY SAN 3v Xa1eT
(wn3 ueaq 1sNd0])
€6 T UODEPIXO NATeUY Add 9soon[n 3dunses doiq 9po13d9[d pud ysowr oxdrw-10ddod/sdN 3y SdN 3v swnoy
10T 9)NIN
8S°/LL [ourdiosay
191 [oydaEeD
96T 7'S6T UONEBPIXO ANA[euy AMS suoumboIpAH dunseo doig ADD/SAN “OlL-3vwng 1eno SAN “OL1-3V (wng 1eng) swno
uoneoyidure
181960  eUSIS IDPIPON
IGST | 3 ov¥ ‘p9 uonepIXO AABUY  ASVMS an|q QUIAYIN duiddiq ADD/SAN Jy/wng d1qery
0ST 9T¢'0 UONEpPIX0 AUy ULION ased uoqie)n AdD/SAN dv/wung orqery SIN 3y (w3 orqere) swno
opomod[2 Ayderd/DN JN £0%4d
ev1 AD [owe3aoRIRd £0%d/0SIN/£0%1d/mng puow |y JO3SW/E0%1d
teas AD [owrelaoeIRd aponoapd anydeid/sdN f0%I-3N/wng puowy SdN f0%4d (wng puoufe) swno
16 ,_Tw 3u 0 v 9SepIX0Idd ADAS/SAN YOfad-uenxap-apAyapredjod-sqy SdN "Ofad
uononpail uonisodap
/€T 0T 4euy AST (m1p B (14)1D -01399[d ADAS/SAN ny-uenxad
uoniqryut
9¢T 0000¢  [eudIs I9IPOIN ASda asoon[n ADAS/0ODI/uenxap Axouayd/sdN ny/y uoD SN NV uenxaq
9pOIVI[3  IPOIVI[3 W[ Ny
78 6'0 UONEPIXO dAeUy Add 9[0ZEPTUOTIDA w(y ny snoiod-oueu/uesoirys/a[orifdAjod snoiod-oueN
uonrqryur
06 ,_Tw 3§ 00T  [euSIS JOYIPON AMS Va0 HDD/UBSONYDI/LNDMS/SUOTUO-OUBU UOGIBI/SAN NY SAN NV uesoyD
uonoNpal apxorad
(1[4 oSy euy AdA ua301pAH ADD/ON OUZ/3S0[N[[30 [AYISWAXOqIeI-INVd SdN OUZ
uonoNpal
493 8S/ Aheuy AMS 9[0ZepIUIO ased uoqien AdD/SAN Sy-aso[nyed
uoniqrqut
911 €70°0 [eusrs IaIpoON ASdA VN dunseo doiqg HDD/S0[N[[30/3Y
ADD/SIdqIJOURU ISO[N[[3D
€T1 S0 uonepIxo Aheuy \4 surwredoq Bupeo)d PazIPIX0-OdINAL/SIN 3v/airydern
61 [oweladeIedq
ve sururedoq
uonoONpal
STT 6¢ ANAeuy Add Pp1oe 21qI100SY dunseo doiqg apo1oafd aydeid/siaqiyouru 3SO[N[[3d/SINSY SdN 3v
aururerp [Auaydip
PIT LS UONEPIXO AA[euy AdQ QUIIAIIN-, 7Y dunseos doig ADAS/STeISAI00URU SO[N[[9I/SAN NV SAN NV
61T 0/1 UONEPIXO L[eUy Ada pIoe o1n dunseo doiqg ADD/DN YOfad/opixo auayderd/asorn[ao Ay
8TT G0 UONEPIXO AL[eUy Ada [ouaydoio[yDd-¥ ased uoqie)n AdD/ON YOt d/1aqIjouru 3SO[N[[dD
68 6’0 UONEPIXO AUy AdQ JuizeipAH duneop ADD/DN YOfad/I9qIjouru aso[n[2D SAN YOfod
LTT 0ST UONEPIXO LUy AST aurzeipAH duneop ADD/93eILINg 93LI0E ISO[N[[9I/SSN OND SSN OnD aso[nyEd
SOT LT1 VD B AD PO dunseo doig ADD OnD/ODI/ourweA[Ted[od-5-01eurd[e wnipoy dN OnD euld[y
‘Jod (W) aot1 WSIUBYIIN  POYIRIN Aheuy poylowr [ELI9)BW 9POIIH DN/dN IowAjod
UONRIIPOIN jeIphyoqie)

SIOSUDS 1edILUBYD041D3)2 JO UOIDNIISUOD 343 10} SISJIpOW 9p0J1dala se SON JowAkjod 21eipAyoqied-apIxo jeyoul pue 1eyely g a1qel

'90UB217 paModun 0'g uong LNy suowiwoD aaireas) e sepun pasusol|siapiesiyl |[EEGEEL ()
"77:80:6T GZ0Z/TT/TO UO PBpeo|UMO( €202 SIGUBIACU OF UO PaUS!|dnd 901y ss300Yy uadO

73

Mater. Adv,, 2024, 5, 68-82

© 2024 The Author(s). Published by the Royal Society of Chemistry


http://creativecommons.org/licenses/by/3.0/
http://creativecommons.org/licenses/by/3.0/
https://doi.org/10.1039/d3ma00706e

Thisarticleislicensed under a Creative Commons Attribution 3.0 Unported Licence.

Open Access Article. Published on 30 noviembre 2023. Downloaded on 01/11/2025 19:08:44.

(cc)

View Article Online

Materials Advances Review
ol B S 0“ T 888 . e . .
= N R 8S é ~‘§ g materials for lithium-ion batteries."'" Recently, it has been
o = gé extensively utilized for the preparation of metal- and metal
g E S oxide—cellulose NCs as electrode modifiers for electroanalytical
o . . . P .
50 g % Z applications. Fig. 9 exhibits the synthesis of an Ag—cellulose NC
< o & - ) .
3 b L S SE- B and its subsequent adsorption on the electrode surface.''?
— 3 o
a x & § o E Z 2 Metal-cellulose NCs such as Au- and Ag-cellulose NCs have
S o ;2 . .
Sl{ze & g P Q“.q-; = been used for detecting organic molecules. An Au-cellulose NC/
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o o o aaga g gg'g screen-printed electrode was studied as an electrochemical
uc% uc% = % % '% é g 3% sensor for assessing 4,4’-methylene diphenyl diamine based
E3 - T 2 F2 BT S § § Z on its oxidation using DPV via two-electron transfer, while an
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2 P e — =t += = = 2 < . . .
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Sl<<g8< EE< << o8 : e and dopamine via two-electron transfer, respectively.'*> 4
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S > > B E E o trode was used for the sensitive detection of ascorbic acid,
] [a} [a} Soee o~ . . .
S|l<< < & < 33 Bk § dopamine, and paracetamol based on their reduction.'*
E g g 2 Ag—cellulose NCs were also used for the detection of DNA
253 9 hybridization based on the inhibition of the AgNP signal."'®
8 o . .
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ol e §O ¥s £ 3 g g g g 3 %’ and ZnO-cellulose NCs were used for detecting organic and
7] - 172} = . . . .
% §,§ g5 = ) § g E% 3 g inorganic analytes. For example, hydrazine was electrochemi-
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) 25 o
£E E‘; cellulose acetate butyrate- and Fe;O,—cellulose NC-modified
- '%O'd § g glassy carbon electrodes, respectively.®'’” Notably, the
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£8 v § cellulose NCs showed an electron transfer coefficient of 0.44
§ §g © using the Tafel plot slope, confirming the irreversible oxidation
= é go g of hydrazine. Also, an Fe;O,-cellulose NC was used as a carbon
::{ § 2 : paste electrode modifier for the detection of 4-chlorophenol via
o £5 5% its oxidation using DPV.'"® The value of the electron transfer
. g Z 8 E coefficient, which was calculated using the Tafel plot slope, was
8 o s E g k) 8 E? 0.22, confirming the irreversible oxidation of 4-chlorophenol
= 9} g 8 S £ on the surface of the Fe;O,-cellulose NC-modified electrode.
= = = ) . .
Z § R, _:LI) 2 Z % e £ An Fe;0,—cellulose NC was also used for the detection of uric
g & i E% s B9 acid in urine.""® Additionally, a ZnO-carboxymethyl cellulose
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£z £ < ZiwmE 9F 29 NC was applied for the reduction of hydrogen peroxide for its
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|8 = B 9¢B&Z= 5QxE detection via the DPV technique.
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SE % -0-; cellulose.'?! It is a white, hard, and non-elastic material, which
5 :N; é can be obtained from shrimp and crab shells, while chitosan, a
@ & % %“%‘g’ g copolymer of o-(1 — 4) glucosamine, is derived from chitin by
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S g g g é o § & @g deacetylation."*'** The biocompatibility, biodegradability,
—~ N
= = 5 =2 2 B E 8 S5 and non-toxicity of chitin and chitosan polymers make them
z | 0O ©C <« O OO0 ¢ 3 poly
X . D .
S = 25T efficient for application in drug delivery.’®* Recently, water-
g '% £ ig soluble based chitosan composites have been used in sensing
'»E . g ggga and biomedical engineering.'®® Additionally, chitosan poly-
8| & = §§ gg mers have been used for the preparation of hydrogels for
° = L . . .
| 25 ? g %‘)% E application in tissue engineering and drug delivery."”® More-
=) = 3 . . . .
o é g £ s g £ _&z_ § over, a chitin nanofiber hydrogel was studied as a conductive
-
el S&I& £ & <8z material for the construction of a wearable sensor."?’
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Fig. 9 Schematic representation of Ag—cellulose NC synthesis and sub-
sequent adsorption on the electrode surface (reprinted from ref. 112 with
permission from Elsevier).

Alternatively, chitin and chitosan have been extensively used
in the construction of electrochemical sensors.'*® For example,
potentiometric sensors based on a chitin-grafted polyaniline
electrode and chitosan nanocomposite were used for the elec-
trochemical sensing of copper ions'® and monohydrogen
phosphate ions,"*® respectively. Metal-chitosan NCs were pre-
pared for used in the construction of electrochemical sensors.

© 2024 The Author(s). Published by the Royal Society of Chemistry

For example, Au NPs, carbon nano-onions, and single-walled
carbon nanotubes were incorporated in chitosan to form an
electroactive NC for the determination of a carcinoembryonic
antigen.’® The detection strategy was based on the inhibition of
the modifier signal in presence of the carcinoembryonic anti-
gen. Moreover, a chitosan/polypyrrole-modified nano-porous
film Au electrode was applied for the assessment of metroni-
dazole drug due to its high electrical conductivity and selectiv-
ity. The assessment of the drug was achieved using DPV
through its oxidation.**

Dextran

Dextran, a neutral hydrophilic polymer produced from sucrose
by Leuconostoc mesenteroides, has attracted significant attention
in medical applications because of its nontoxicity, biodegrad-
ability, and biocompatibility."*"* Furthermore, is highly efficient
for the preparation of drug delivery systems'*>'** and energy
storage devices.’**'*> Its metal and metal oxide NCs can be
used as efficient electrode modifiers for targeting analytes. For
example, Au-dextran NC as a screen-printed carbon electrode
modifier was used for the biological detection of glucose using
DPSV. The mechanism of detection was based on the inhibition
of the modifier signal in the presence of glucose.'*® Also, it was
used as a non-enzymatic sensor for the detection of Cr(vi) and
Cr(m) using LSV based on their electrochemical reduction.
Furthermore, dextran was used as a sorbent for the extraction,
separation, and the analysis of chromium ions."*’

Mater. Adv., 2024, 5,68-82 | 75
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Fig. 10 Schematic representation of the amperometric determination of
peroxidase using polyaldehyde—dextran metal NPs (reprinted from ref. 91
with permission from Elsevier).

Recently, a dextran-Fe;O0, NC immobilized on a screen-printed
electrode was used as an immunosensor for the assessment of
peroxidase using chronoamperometry, where hydroquinone was
used as the redox mediator.” The mechanism for the chronoam-
perometric determination of peroxidase is shown in Fig. 10.

Gums

Gums are polysaccharides that contain sugar units such as glucose,
galactose, arabinose, xylose, and mannose.®® They include almond,
Arabic, guar, and locust bean gums. Gums can form three-
dimensional interconnected molecular networks called gels. The
gel strength relies on the structure and concentration of the gum,
as well as parameters such as ionic strength, pH, and temperature.
These gums have been used for the preparation of NCs to be used
in the construction of electrochemical sensors.

Almond gum

Almond gum, an exudate produced by the trunk, branches, and
fruits of the Prunus amygdalus tree, is composed of polysacchar-
ides such as arabinose, galactose, uronic acid, and protein.**® It
can be used as preservative, emulsifier, stabilizer, and food
strengthener in the food industry.'*>'*° Additionally, it has
been applied in the pharmaceutical industry for improving the
binding and emulsification features of drug formulations."*'
Recently, an almond gum/Mg-Fe,O; NP/graphite electrode and
almond gum/Bi,0;/MgO/Fe,0; NC/graphite electrode were
used for detecting paracetamol using the CV technique."**'*?

Arabic gum

Arabic gum, a water-soluble polymer originating from the Acacia
Senegal tree, is broadly used for food and drug production. It is
composed of highly branched polysaccharides containing charged
groups such as amine and carboxyl, which make it an efficient
stabilizing agent for NPs."** Also, has been is applied in the food
industry,"** oil industry,"*® membrane technology,"” and corro-
sion inhibition."*® Additionally, it has been used for the prepara-
tion of metal-Arabic gum NCs for pharmaceutical and medical
applications.’*® Recently, Ag-Arabic gum NCs have been used as
electrode modifiers for the electrochemical detection of analytes.
For example, Ag-Arabic gum NC incorporated in a modified
carbon paste electrode was utilized for detecting morin based on
its irreversible oxidation after its hydrogen bonding interaction
with the modified electrode (Fig. 11)."° Additionally, an Ag-Arabic
gum NC/glassy carbon electrode was used for detecting methylene
blue dye based on its oxidation and modifier signal amplification.
The oxidation was achieved via two-electron and one-proton

76 | Mater. Adv, 2024, 5, 68-82

View Article Online

Review

2e" process

v

HO
\

AgNPs-GA/CPE

HO

HO

Oxidised Morin

Fig. 11 Schematic representation of the mechanism of the electroche-
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Fig. 12 Schematic representation of the oxidation and subsequent poly-
merization of methylene blue at gum Arabic-AgNPs/GCE (reprinted from
ref. 151 with permission from Elsevier).

transfer (Fig. 12), while the signal amplification mechanism
depends on the role of methylene blue analyte as the redox
mediator, which catalyzes the oxidation of AgNPs.">"

Guar gum

Guar gum, a water-soluble polysaccharide, is obtained from the
seeds of Cyamopsis tetragonolobus."”* 1t has been applied in
drug delivery'® and solar cell™ systems. Additionally, it was
mixed with Au nanoclusters for the preparation of a fluores-
cence sensor to screen anti-diabetic agents in plant extracts.™>

Additionally, it has been used for the preparation of electro-
active NCs. Recently, Ag-TiO, NPs mixed with guar gum were used
as a glassy carbon electrode modifier for the electrochemical
detection of hydroquinone, catechol, resorcinol, and nitrite using
SWV based on their oxidation via one-electron transfer (Fig. 13)."*
Compared with the ZnO NP-carboxymethyl cellulose composite,
the Ag-TiO, NP-guar gum composite can be used for the detection
of hydroquinone with a lower detection limit (Table 2).

Locust bean gum

Locust bean gum, which can be extracted from the carob fruit,
is composed of a mixture of components such as polysaccharides,

© 2024 The Author(s). Published by the Royal Society of Chemistry
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57 1t was used in the formation of a

158

protein, fat, and fibers.
network hydrogel for the preparation of 3D printing products.
Additionally, it has been used for drug delivery*> and in the food
industry.'®® Alternatively, it was mixed with Ag NPs for the
preparation of an effective electrode modifier for sensing glucose,
allowing the maximum accommodation of glucose enzyme before
the sensing process.”® The Ag NP-locust bean gum composite
showed the highest sensitivity and lowest detection limit towards
glucose compared to other carbohydrate polymer-based nanocom-

posites such as Au NP-dextran'*® and Cu,O NP-starch NCs.”

Latex (natural rubber)

Natural latex is composed of micelles of rubber, lipids, amino
acids, nucleic acids, and proteins.’®* It has been mixed with
inorganic NPs for the construction of NCs, which can be used in
applications such as catalysis, chromatography, ceramics, electro-
nics, biotechnology, medicine, and drug delivery.'®*™'®*> Addition-
ally, latex has been incorporated with Ag NPs to form wound
dressings.'®" Alternatively, an Ag-latex NC was studied as an
electrochemical probe for detecting Eriochrome black T using the
SWV technique. The sensing process was based on the oxidation of
Eriochrome black T and the inhibition of the oxidation peak
current of Ag NPs. The oxidation of Eriochrome black T was
achieved through one-electron transfer (Fig. 14), while the inhibi-
tion of the AgNP signal was attributed to the displacement of the
AgNPs by Eriochrome black T at the electrode surface (Fig. 15)."%°

Mucilage

Mucilage, a complex water-soluble polysaccharides, is composed
of monosaccharides and uronic acids."”” It has been utilized in

o5 Ogy+0"
- Lo O
B neaghes O -
EBT O M /"\N/
oM
[ oxidized EBT - O o OH
—
Electrod Oxidation

sticking

Fig. 14 Schematic representation of Eriochrome black T (EBT) oxidation
at the natural latex—AgNPs/GCE (reprinted from ref. 166 with permission
from Elsevier).
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Fig. 15 Schematic representation of the electrochemical displacement of
AgNPs by Eriochrome black T (EBT) (reprinted from ref. 166 with permis-
sion from Elsevier).

numerous applications such as the food industry,'®” delivery of
bioactive compounds,*®® emulsification,'® catalysis,'”® and water
treatment.'”" Recently, it has been used for the preparation of
metal-mucilage NCs as electroactive materials. For example, an Ag/
Au-mucilage NC was used as an immunosensor for the detection
of the prostatic specific antigen using EIS. The presence of Au NPs
and Ag NPs enhanced the conductivity of the mucilage, while the
presence of the analyte resulted in a decrease in conductivity and
an increase in impedance.'”* Additionally, an Ag-mucilage NC was
used as a glassy carbon electrode modifier for the detection of
chlorpyrifos based on the inhibition of the peak current of AgNP
oxidation."”?

Pectin

Pectin, a heteropolysaccharide, is composed of galacturonic
acid, thamnose, arabinose, and xylose.'”* It has been used in
many applications such as, drug delivery,'” tissue engineer-
ing,"”® and the food industry."”” It has also been used for the
preparation of metal-pectin NCs for electroanalytical applica-
tions. For example, CuO-pectin NC was incorporated with multi-
walled carbon nanotubes on the surface of a glassy carbon
electrode for the detection of glycerol based on its oxidation
using amperometry.'”® Similarly, CuO-pectin NC was immobi-
lized with chitosan, lipase, multiwalled carbon nanotubes, and
magnetic NPs on the surface of a glassy carbon electrode for
sensing glycerol based on its oxidation using amperometry
(Fig. 16)."”° Additionally, a graphene/pectin/CuO NP/GCE was
used for the detection of glucose and hydrogen peroxide in
human serum based on their amperometric oxidation and
reduction respectively.'® This sensor exhibited many advantages
such as simplicity and high sensitivity, stability and reproduci-
bility. Recently, an Au-pectin NC was studied as an aptameric
sensor for the detection of aflatoxin M1 using DPV based on the
inhibition of the modifier signal.’*
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Starch

Starch is a high-molecular-weight carbohydrate that is pro-
duced by polymerizing glucose molecules. It has been utilized
for developing conducting biofilms, fuel-cell coatings, super-
capacitor electrodes, solar cells, and colorimetric and electro-
chemical sensors.'®7# Cu,0-starch NC as a modified carbon
paste electrode has been used as an electrochemical sensor for
the assessment of glucose using the CV technique based on its
oxidation.”> Additionally, a CoNP/starch/CPE was used for the
detection of paracetamol based on its oxidation via two-
electron and two-proton transfer.'®*

Conclusion

In summary, electrochemical sensors are considered promising
tools for the detection of various analytes. Additionally, the
efficiency of electrochemical sensors can be improved by using
metal- and metal oxide-carbohydrate polymer NCs as electrode
modifiers. Carbohydrate polymers act as efficient reducing
and stabilizing agents for the synthesis of metal and metal
oxide NPs. Additionally, they can be used for the homogenous
distribution of NPs. Herein, metal- and metal oxide-carbo-
hydrate polymer NCs represent a valuable tool for the electro-
chemical detection of biological molecules and water pollutants.
Initially, these NCs can be incorporated in electrochemical sen-
sors via polymerization with subsequent metal ion reduction,
metal ion reduction with subsequent polymerization, or through
direct adsorption. Next, the electrodes modified with metal- or
metal oxide-carbohydrate polymer NCs can be used as electro-
chemical sensors for the detection of analytes using different
electrochemical methods such as voltammetry, EIS, amperometry,
and chronoamperometry. The sensing of the analytes depends on
their oxidation/reduction on the surface of the modified electro-
des or the amplification/inhibition of the electrochemical
response of the modifier in the presence of the analyte of interest.
The role of carbohydrate polymers in these electrochemical
sensors is crucial given that they are responsible for the synthesis,
stabilization, and distribution of NPs as well as for their
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interaction with the target analytes, facilitating the detection
process. Overall, metal/metal oxide NP-carbohydrate polymer
nanocomposites represent a promising tool for the electrochemi-
cal detection of different analytes. They may be useful for detect-
ing numerous biological and environmental molecules. However,
the selectivity of carbohydrate polymers is still poor compared to
molecularly imprinted polymers, enzymes, and aptamers. Thus,
the selectivity of carbohydrate polymers-based electrochemical
sensors needs to be enhanced. In this case, it is recommended
to enhance the selectivity of these electrochemical systems as the
primary step in their commercialization.
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