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Abstract: Cellulose, the most abundant natural polymer on earth, has recently gained attention
for a large spectrum of applications. At a nanoscale, nanocelluloses (mainly involving cellulose
nanocrystals or cellulose nanofibrils) possess many predominant features, such as highly thermal
and mechanical stability, renewability, biodegradability and non-toxicity. More importantly, the
surface modification of such nanocelluloses can be efficiently obtained based on the native surface
hydroxyl groups, acting as metal ions chelators. Taking into account this fact, in the present work,
the sequential process involving chemical hydrolysis of cellulose and autocatalytic esterification
using thioglycolic acid was performed to obtain thiol-functionalized cellulose nanocrystals. The
change in chemical compositions was attributed to thiol-functionalized groups and explored via the
degree of substitution using a back titration method, X-ray powder diffraction, Fourier-transform
infrared spectroscopy and thermogravimetric analysis. Cellulose nanocrystals were spherical in
shape and ca. 50 nm in diameter as observed via transmission electron microscopy. The adsorption
behavior of such a nanomaterial toward divalent copper ions from an aqueous solution was also
assessed via isotherm and kinetic studies, elucidating a chemisorption mechanism (ion exchange,
metal chelation and electrostatic force) and processing its operational parameters. In contrast to an
inactive configure of unmodified cellulose, the maximum adsorption capacity of thiol-functionalized
cellulose nanocrystals toward divalent copper ions from an aqueous solution was 4.244 mg g−1 at a
pH of 5 and at room temperature.

Keywords: cellulose nanocrystals; thiol functionalization; esterification; surface engineering; chemisorption

1. Introduction

Heavy metal-contaminated water sources can be derived from uncontrolled manu-
facturing industries, typically electroplating, metallurgical and mining, etc., which causes
harmful impacts on ecological issues and human health during long-term exposure [1,2].
The efficient removal of heavy metals from water has been practically evidenced via mainly
adsorption, in which adsorbents are of vital importance to the capacity and the selec-
tivity of such processes [3–5]. In comparison with other treatment methods (chemical
precipitation, coagulation/flocculation, membrane filtration, ion exchange, etc. [1]), the
adsorption approach seems to be better fitted to large-scale water treatment, particularly at
low metal concentrations, due to its high efficiency, easy operation and low cost. In general,
nanostructured materials have been exploited due to the relationship between their adsorp-
tion behavior and their porosity/specific surface area [6–8]. Besides the porous structure,
more interestingly and challenging, the surface chemistry tuned by functionalized groups
has been addressed to the chemical interaction with metal ions, aiming to enhance the
metal ions adsorption capacity [9,10]. By this approach, some current achievements have
mainly focused on the oxygen-containing (such as hydroxyl, carboxyl or carbonyl) and the
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nitrogen-containing (such as amino) functional groups. The sorption mechanism can be at-
tributed to ion exchange, coordination or electrostatic interaction [11]. For instance, Huang
et al. reported the efficient removal of hexavalent chromium ions, divalent copper ions,
divalent lead ions and divalent cadmium ions from wastewater using amino-functionalized
graphene oxide grafted by (3-aminopropyl) triethoxysilane, based on amino sorption sites
chelated with metal ions and electrostatic interactions between oxygen-containing groups
and metal ions [10].

Although the chemical binding between metal ions and functionalized groups has
been mostly admitted in such adsorption processes [11], the contributions of physisorption
and chemisorption have been uncertainly assessed so far. No doubt, hydrophilic materials
possessing porous structures and large surface areas are often the most basic choice for the
uptake of metal ions from an aqueous solution [6–8]; therefore, the contribution of such a
physisorption and chemisorption (probably provoked by the retained functional groups
on the surface of sorbents [9,10]) could be unseparated in the framework of many studies.
By choosing a suitable sorbent, there is room for a comprehensive evaluation of the role of
each adsorption type toward metal ions.

In addition to understanding the adsorption behaviors of carbon [7–11], silica [6,12]
and alumina-based nanostructured materials [12–14] toward metal ions from an aqueous
solution, biomass-based adsorbents have been paid great attention thanks to their available
oxygen-containing functional groups (hydroxyl, carbonyl and carboxylic), in addition to
their preferences from the ecological economics of sustainability [5]. Among others, cellu-
lose, the most abundant natural polymer on earth, has recently gained more attention for a
large spectrum of applications, in particular in the adsorption field for environmental treat-
ment. At a nanoscale, nanocelluloses (involving cellulose nanocrystals, CNCs, with a width
of 4–70 nm, a length of 100–6000 nm, a crystallinity index of 54–88%; and cellulose nanofib-
rils, CNFs, with a width of 20–100 nm, a length of >10,000 nm, lower crystallinity than that
of cellulose nanocrystals) possess many predominant features, such as highly thermal and
mechanical stability, renewability, biodegradability and non-toxicity [15–17]. In fact, the
physicochemical features of nanocelluloses can be controlled by their size, morphology
and crystallinity, which mostly depend on biomass sources and extraction conditions. The
chemical-based production of plant-derived nanocelluloses has mainly relied on a two-step
sequential process, involving (i) the removal of the lignin and hemicellulose components,
waxes and pectin, etc. to achieve microfibril bundles of cellulose via alkaline and/or
bleaching treatments; and (ii) the removal of amorphous regions and breaking of glycosidic
bonds between the two anhydroglucose units to achieve nanometer-sized fragments via an
acid hydrolysis [18–20]. More importantly, the surface modification of nanocelluloses can
be efficiently obtained based on the hydroxyl groups, acting as metal ions chelators. Taking
into account this fact, well-dispersed metal nanoparticles can be formed on the active
sites of nanocelluloses due to the dative bonds between metal ions and oxygen-containing
moieties [21–24]. In particular, thiol functional groups have been evidenced to have a
strong affinity with metal surfaces, permitting stabilizing metal nanoparticles on nanocellu-
loses in which thiol-functionalized nanocelluloses can be performed via silylation [25] or
esterification [26–28]. Stimulated by advancements in the synthesis of metal nanoparticles,
by a similar strategy, thiol functionalization can be introduced to nanocelluloses for metal
ion adsorption purposes.

In the strategy to introduce thiol groups using trialkoxysilane reagents, cross-linking
and self-condensation can impede the target silylation processes [27]; therefore, current
efforts are mainly focused on the direct esterification of various cellulosic sources using
organic acids or sulfuric acid as catalysts [26–28]. However, the above-mentioned works
focused on catalysis in organic synthesis or immobilization of metal nanoparticles. On that
account, there is room to shed light on chemical binding with metal ions for the purpose of
their uptake. In the present work, the sequential process involving chemical hydrolysis of
cellulose and autocatalytic esterification using thioglycolic acid was performed to obtain
thiol-functionalized cellulose nanocrystals. The adsorption behavior of such a nanoma-
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terial toward divalent copper ions from an aqueous solution at room temperature was
also assessed via isotherm and kinetic studies, also accompanying the processing of its
operational parameters and elucidating the adsorption mechanism.

2. Materials and Methods
2.1. Materials

Unless specifically stated otherwise, all chemicals were utilized as supplied, with-
out any further purification involving cellulose microcrystalline (cotton linters, HiMedia
Laboratories, Mumbai, India), sodium hydroxide, hydrochloric acid, sulfuric acid (Xilong
Scientific, China), thioglycolic acid (Sigma-Aldrich, Germany), copper(II) standard solution
(1000 mg L−1 Cu, Sigma-Aldrich, Germany) or 1-(2-Pyridylazo)-2-naphthol (Sigma-Aldrich,
Germany).

2.2. Fabrication of Thioglycolic Acid-Esterified Cellulose Nanocrystals

The chemical hydrolysis (alkaline pretreatment and acid hydrolysis) of cellulose into
nanocrystals was conducted as per our previous reports [23,24], and the functionalization
of cellulose nanocrystals was conducted as per previous reports [27,29] with some mod-
ifications. In more detail, cellulose (10.0 g) was dispersed in 100.0 mL of 5.0 M NaOH
aqueous solution and then heated at 80 ◦C for 4 h. The solid was filtered and washed with
distilled water until reaching neutral pH, air dried overnight, and continuously treated
in 100.0 mL of dimethyl sulfoxide at 80 ◦C for further 4 h. After washing with distilled
water, pre-treated cellulose was hydrolyzed at 80 ◦C for 8 h using 200.0 mL of a mixture
containing 1.0 M HCl aqueous solution and 10.0 M H2SO4 aqueous solution (1/3, v/v).
Cellulose nanocrystals were obtained by centrifuging and washing with distilled water
until reaching neutral pH. After freeze drying, cellulose nanocrystals (CNCs, 1.0 g) were
esterified using thioglycolic acid (TGA, 0.9 mL, 2 equiv.) in 100.0 mL of hexane at 45–50 ◦C
for 24 h, yielding thioglycolic acid-functionalized cellulose nanocrystals (TGA-CNCs) after
centrifuging and washing with acetone and distilled water.

2.3. Characterization of Thioglycolic Acid-Esterified Cellulose Nanocrystals

The crystalline structures of cellulose nanocrystals (CNCs) and thioglycolic acid-
functionalized cellulose nanocrystals (TGA-CNCs) were examined via X-ray powder diffrac-
tion (XRD), measured on a D2 Phaser instrument (Bruker, Germany) with a Cu-Kα radiation
(λ = 1.5406 Å), voltage of 40 kV, current of 30 mA and 2θ of 5−65◦. Their crystallinity
index (%IC) values could be estimated according to the XRD peak height method [30–32]
as Equation (1).

%IC =
Icrystalline − Iamorphous

Icrystalline
× 100 (1)

where Icrystalline and Iamorphous represent the maximum and the minimum diffraction inten-
sities for the crystalline and the amorphous phases, respectively.

The functional groups could be discovered based on bands of covalent bond vibra-
tions via Fourier-transform infrared spectroscopy (FT-IR), measured on a Tensor 27 Bruker
instrument (Germany) in the wavenumber range of 4000–400 cm−1, using the KBr pellet
preparation method. The thermal behavior was characterized by thermogravimetric analy-
sis, measured on a Mettler Toledo instrument (Switzerland), under a N2 atmosphere with a
heating rate of 5 ◦C/min. The size and the morphology were observed on transmission
electron microscopy (TEM), measured on a JEOL JEM 2100F instrument (Japan) at 120 kV,
in which TGA-CNCs were dispersed in distilled water and ultrasonicated for 15 min before
dropping onto a copper grid for measuring. The particle size distribution was measured
on a TEM image with the assistance of ImageJ software.

The degree of substitution (DS) of TGA-CNCs can be determined according to Equation (2)
using the back titration method [27]. In principle, TGA-CNCs were reacted with an excess
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amount of 0.5 M NaOH aqueous solution at 60 ◦C for 48 h; afterwards, the filtered solution
was back-titrated using 0.5 M HCl aqueous solution.

DS =
162.14×CM × (V0 −V)

1000×m−CM × (V0 −V)× (MWTGA −MWH2O)
(2)

where: m (g) represents the mass of TGA-CNCs; CM represents the molar concentration
of HCl aqueous solution; V0 and V (mL) represent the volumes of HCl aqueous solution
titrated for the blank sample and the real sample, respectively; MWTGA and MWH2O
represent the molar weights of thioglycolic acid and water, respectively; and 162.14 is
the molar weight of anhydro glucose unit. The blank sample was titrated in the similar
procedure using unfunctionalized CNCs.

The pH zero-point charge (pHZPC) of TGA-CNCs was determined by plotting a curve
between the initial pH conditions (2.0–9.0, adjusted by 0.1 M HCl aqueous solution or 0.1 M
NaOH aqueous solution) and the differences between the final pH condition and the initial
pH condition (∆pH = pHf − pHi), using 0.1 g of sorbent shaken in 100.0 mL of 0.01 M KCl
aqueous solution for 24 h equilibration.

2.4. The Uptake of Divalent Copper Ions on Thioglycolic Acid-Esterified Cellulose Nanocrystals

Typically, thioglycolic acid-esterified cellulose nanocrystals (TGA-CNCs) were added
to an aqueous solution of divalent copper ions at 5 ppm (an adsorbent concentration of
1.0 mg mL−1), adjusted to a pH of 5 and stirred at room temperature for up to 30 min. The
effects of processing parameters on adsorption efficiency were examined, involving the
contact time (up to 30 min) and the initial divalent copper ion concentration (3 ppm, 5 ppm
and 10 ppm). At a time interval, an aliquot portion was taken out, and the copper ion
concentration was quantified by ultraviolet-visible spectrophotometry (UV-vis, Libra S22)
using 1-(2-Pyridylazo)-2-naphthol (PAN) reagent and measured at a wavelength of 545 nm.

The uptake of divalent copper ions from an aqueous solution of thioglycolic acid-
esterified cellulose nanocrystals (TGA-CNCs) was evaluated via the adsorption capacity (q;
mg g−1) according to Equation (3).

q =
(C0 −Ct)×V

1000×m
(3)

where: C0 and Ct (ppm) = the divalent copper ions concentrations at the initial and the time
interval, respectively; V (mL) = the solution volume; and m (g) = the weight of adsorbent.

Accordingly, isotherm and kinetic studies were conducted under the following condi-
tions: typically, TGA-CNC nanomaterial (1.0 mg mL−1) was added to an aqueous solution
of divalent copper ions (3 ppm, 5 ppm and 10 ppm) at a pH of 5 and stirred for up to 30 min
at room temperature.

3. Results and Discussion
3.1. Characteristics of Thioglycolic Acid-Esterified Cellulose Nanocrystals

In general, the esterification of nanocellulose was often carried out using an organic
catalyst, typically Ï-tartaric acid, citric acid, acetic acid [27], p-toluenesulfonic acid [28] or
lipase [29]. In the present work, the autocatalytic esterification of cellulose nanocrystals
and thioglycolic acid was proceeded with the help of thioglycolic acid as an organocatalyst.
In fact, the strength of thioglycolic acid (pKa = 3.83) is equivalent to previously reported
organic acids, such as Ï-tartaric acid (pKa1 = 2.89), citric acid (pKa1 = 3.13), and acetic acid
(pKa = 4.76). The esterification process to form the thiol-functionalized groups (CNCs-
SH) was obtained via the ester bonds (Scheme 1) and its efficiency was estimated via the
degree of substitution (DS) (Equation (2)). The obtained degree of substitution of 0.12 is in
the similar range as the thioglycolic acid-esterification catalyzed by the above-mentioned
organic acids [27]; with a relatively low value of degree of substitution, only surface
hydroxyl groups on nanocellulose were successfully esterified.



Polymers 2023, 15, 2562 5 of 13

Polymers 2023, 15, x FOR PEER REVIEW 5 of 13 
 

 

SH) was obtained via the ester bonds (Scheme 1) and its efficiency was estimated via the 
degree of substitution (DS) (Equation (2)). The obtained degree of substitution of 0.12 is 
in the similar range as the thioglycolic acid-esterification catalyzed by the above-men-
tioned organic acids [27]; with a relatively low value of degree of substitution, only surface 
hydroxyl groups on nanocellulose were successfully esterified. 

 
Scheme 1. Autocatalytic esterification of cellulose nanocrystals (CNCs) and thioglycolic acid (TGA) 
to yield thioglycolic acid-esterified cellulose nanocrystals (TGA-CNCs). 

The crystalline structures of cellulose nanocrystals (CNCs) and thioglycolic acid-es-
terified cellulose nanocrystals (TGA-CNCs) were examined by powder XRD patterns (Fig-
ure 1), assigning to cellulose type II with the diffraction peaks at 2θ of 12.0°, 20.0° and 
22.0° associated to the (110), (110) and (020) planes, respectively [30]. According to the 
XRD peak height method (Equation (1)) [31,32], the crystallinity index of TGA-CNCs 
(84.6%) was equivalent to that of CNCs (82.4%). Celluloses possess both crystalline and 
amorphous regions, and they can be presented in various polymorphs in which the hy-
drogen bonding network determines their molecular arrangement, reflecting the typical 
polymorph. In acid hydrolysis, a strong acid attacks the amorphous regions; meanwhile, 
a swell of the crystalline regions occurs, leading to their rearrangement; therefore, the pol-
ymorph can be changed [30]. In this work, in the stage of esterification using thioglycolic 
acid, the polymorphic transformation was not obtained in which the transformation from 
cellulose type I (characterized by the diffraction peaks at 2θ of 14.5°, 16.5° and 22.5° asso-
ciated to the (110), (110) and (200) planes) to cellulose type II has been universally admit-
ted to be irreversible [30]. In short, any changes observed in the XRD patterns between 
TGA-CNCs and CNCs all pointed out the surface thiol-functionalization of CNCs with 
thioglycolic acid; typically, the intense peak at 2θ of 12.0° and the additional peaks at 2θ 
of 25.9° and 27.8°. 

 
Figure 1. XRD patterns of cellulose nanocrystals (CNCs) and thioglycolic acid-esterified cellulose 
nanocrystals (TGA-CNCs). 

Scheme 1. Autocatalytic esterification of cellulose nanocrystals (CNCs) and thioglycolic acid (TGA)
to yield thioglycolic acid-esterified cellulose nanocrystals (TGA-CNCs).

The crystalline structures of cellulose nanocrystals (CNCs) and thioglycolic acid-
esterified cellulose nanocrystals (TGA-CNCs) were examined by powder XRD patterns
(Figure 1), assigning to cellulose type II with the diffraction peaks at 2θ of 12.0◦, 20.0◦ and
22.0◦ associated to the (110), (110) and (020) planes, respectively [30]. According to the XRD
peak height method (Equation (1)) [31,32], the crystallinity index of TGA-CNCs (84.6%)
was equivalent to that of CNCs (82.4%). Celluloses possess both crystalline and amorphous
regions, and they can be presented in various polymorphs in which the hydrogen bonding
network determines their molecular arrangement, reflecting the typical polymorph. In
acid hydrolysis, a strong acid attacks the amorphous regions; meanwhile, a swell of the
crystalline regions occurs, leading to their rearrangement; therefore, the polymorph can
be changed [30]. In this work, in the stage of esterification using thioglycolic acid, the
polymorphic transformation was not obtained in which the transformation from cellulose
type I (characterized by the diffraction peaks at 2θ of 14.5◦, 16.5◦ and 22.5◦ associated to
the (110), (110) and (200) planes) to cellulose type II has been universally admitted to be
irreversible [30]. In short, any changes observed in the XRD patterns between TGA-CNCs
and CNCs all pointed out the surface thiol-functionalization of CNCs with thioglycolic
acid; typically, the intense peak at 2θ of 12.0◦ and the additional peaks at 2θ of 25.9◦ and
27.8◦.
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Figure 1. XRD patterns of cellulose nanocrystals (CNCs) and thioglycolic acid-esterified cellulose
nanocrystals (TGA-CNCs).

The chemical compositions of cellulose nanocrystals (CNCs) and thioglycolic acid-
esterified cellulose nanocrystals (TGA-CNCs) were explored via FT-IR spectroscopy (Figure 2).
The absorption bands characterized to cellulose were presented, such as 3444.4 cm−1 (O–H
stretching), 2895.5 cm−1 (C–H stretching), 1645.3 cm−1 (O–H bending from absorbed H2O),
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1316.1 cm−1 (CH2 rocking at the C6), 1159.9 cm−1 (C–O–C stretching), 1026.7 cm−1 (C–OH
stretching), 664.2 cm−1 (C–OH out-of-plane bending), etc. [23,24,27,29]. In the sample of
TGA-CNCs, the additional vibrational bands at 2450 cm−1 (S–H stretching), 1712 cm−1 (COO–
asymmetric stretching) and 1467 cm−1 (COO– symmetric stretching) evidenced the presence
of thiol and carboxylate groups, in spite of the weak intensities [27–29]. These results con-
firmed the successful autocatalytic esterification of CNCs with TGA, as also proven via the
above degree of substitution.
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The differences in thermogravimetric behavior between cellulose nanocrystals (CNCs)
and thioglycolic acid-esterified cellulose nanocrystals (TGA-CNCs) were attributed to
thiol functionalization on the surface of nanocellulose (Figure 3). In fact, the mass loss of
absorbed water (around 8 wt%) was observed on both the samples at 100 ◦C; meanwhile,
the thermal decomposition of CNCs started at around 275 ◦C, being higher than that of
TGA-CNCs (started at around 175 ◦C). The weight losses of CNCs were 45.8% (275–350 ◦C)
and 25.4% (350–750 ◦C), and the weight losses of TGA-CNCs were 27.3% (175–275 ◦C),
10.6% (275–350 ◦C) and 27.6% (350–750 ◦C). It is noted that the thermal stability of cellulose
was previously evidenced around 250 ◦C [23]; therefore, the mass loss of TGA-CNCs
from around 175 ◦C was contributed to by an amount of thiol groups on the surface.
Furthermore, such thermal decomposition of TGA-CNCs seemed to be two sequential steps
(starting at around 175 ◦C and around 350 ◦C). During the second step, the decomposition
temperature of TGA-CNCs was slightly higher than that of CNCs, which can be ascribed to
the presence of carboxylate groups. In this sense, the material surface could be coated with
a caramelization effect, accelerated by carboxylate groups; as a consequence, the thermal
decomposition of TGA-CNCs was slower than that of CNCs [33,34].

In addition, the size and the morphology of thioglycolic acid-esterified cellulose
nanocrystals (TGA-CNCs) were observed on a TEM image, indicating their spherical shape
(Figure 4a), and their particle size distribution showed a mean diameter of ca. 50 nm
(Figure 4b). However, the agglomeration of small spheres could result in larger sizes
due to the supramolecular network of cellulose nanocrystals [23,35]. In nature, cellulose
possesses both highly stable crystalline and disordered amorphous regions. The most
accessible glycosidic bonds can be broken by an acid reagent; as a consequence, cellulose
was subdivided into nanosized fragments as nanospheres in this work.
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3.2. Processing Parameters for the Uptake of Divalent Copper Ions on Thioglycolic Acid-Esterified
Cellulose Nanocrystals: Isotherm and Kinetic Studies

In principle, the uptake of divalent copper ions from an aqueous solution on thiogly-
colic acid-esterified cellulose nanocrystals (TGA-CNCs) was expected to have relied on
the electrostatic interaction between oppositely charged counterparts [36]; therefore, its
adsorption efficiency was dependent on the initial pH condition. In the present work, the
optimal condition should be at a pH of 4–5, in agreement with the pH zero-point charge
(pHZPC) of 4.6 (Figure 5). The rationale behind this fact is due to the equivalence of positive
and negative charges on the adsorbent surface. At a pH < pHZPC, the surface was proto-
nated, leading to the electrostatic repulsion with copper cations and thus lowering metal
ion adsorption. At a pH > pHZPC, the adsorbent surface gained more negative charges,
strengthening the electrostatic forces with positively charged ions; however, at higher pH
conditions (pH > 6), the formation of copper hydroxide precipitates could prevent the
uptake of copper ions [37]. In this context, an excess amount of H3O+ or OH− can block
the adsorptive sites, interfering with metal ion adsorption. In short, the pH condition of
5 could be optimal for the uptake of divalent copper ions from an aqueous solution on
thioglycolic acid-esterified cellulose nanocrystals.
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This section aims to explore the equilibrium for the uptake of divalent copper ions from
an aqueous solution on thioglycolic acid-esterified cellulose nanocrystals (TGA-CNCs) via
its adsorption capacity, varied on the contact time and the initial concentration (Figure 6a).
In the range of initial copper ion concentrations of 3–10 ppm, all the adsorption processes
reached the equilibrium after a contact time of 15 min at a pH of 5 and room temperature,
using 1.0 mg mL−1 adsorbent. At an initial copper ion concentration of 3 ppm, the equi-
librium adsorption capacity was much lower, due to the preponderance of the number of
adsorptive sites on TGA-CNCs over the number of copper ions in an aqueous solution;
thus, the copper adsorption capacity of TGA-CNCs dramatically increased with a rise in
initial copper ion concentrations from 3 ppm to 5 ppm. However, such adsorptive sites
could be agglomerated at higher copper ion concentrations, resulting in the competitive
anchors on the surface of TGA-CNCs and thus a slight increase in adsorption capacity
from 5 ppm to 10 ppm [7]. For all initial copper ion concentrations, a steeper gradient
was observed in the first 5 min interval, indicating a faster adsorption rate due to a large
amount of available adsorptive sites. In the next intervals of 5 min and 10 min, the lower
slopes evidenced a decrease in adsorption rate, relating to the adsorptive sites partially
filling up with adsorbed copper ions [7].
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It is worth mentioning that an insignificant amount of copper ions adsorbed on
unmodified cellulose (less than 0.2 mg g−1) was found at an initial copper ion concentration
of 5 ppm for a contact time of 30 min at a pH of 5 and room temperature. This result
evidenced an inactive configuration of the natural surface hydroxyl groups of CNCs
toward the uptake of metal ions. In this sense, the thiol groups better boosted the metal
chelation, and thus the uptake of metal ions seemed to be mainly governed by chemical
interactions (probably involving ion exchange, metal chelation or electrostatic force) [9–11].

Subsequently, the experimental data for the adsorption of divalent copper ions from an
aqueous solution on thioglycolic acid-esterified cellulose nanocrystals (TGA-CNCs) were pre-
dicted according to the Langmuir and the Freundlich isotherm models (Figure 6b) [6,7,10,38,39].
Their corresponding isotherm parameters were also given in Table 1. In comparison with a
lower coefficient of determination (R2 = 0.8483) from the Freundlich isotherm model, such an
adsorption seemed to be better fitted with the Langmuir isotherm model (R2 = 0.9995) with
the maximum adsorption capacity of 4.244 mg g−1. In addition, the value of RL (0 < RL < 1)
also evidenced a favorable adsorption with a monolayer sorption consisting of copper ions
anchored on localized sites of TGA-CNCs. The absorbed molecular interactions did not
exist, resulting in homogeneous surface energy and adsorption sites due to the chemical
forces between positively charged copper ions and the negatively charged surface of TGA-
CNCs. On the contrary, the Freundlich isotherm model describes a multilayer adsorption on a
heterogeneous surface, which was not well fitted with the experimental data.

Table 1. Isotherm parameters for the uptake of divalent copper ions on TGA-CNCs at a pH of 5 and
room temperature.

Isotherm Models Parameters R2

Langmuir

Ce

qe
=

1
KLqm

+
Ce

qm

RL =
1

1 + KLC0

qm (mg g−1) 4.244
0.9995KL (L mg−1) 2.733

RL 0.035–0.109

Freundlich lnqe = lnKF +
1
n

lnCe
n 4.885

0.8483KF (mg g−1)(L mg−1)1/n 2.903
Where: C0 and Ce = the copper ions concentrations at the initial and the equilibrium, respectively; qe and
qm = the equilibrium and the maximum adsorption capacities, respectively; KL and RL = the Langmuir and the
dimensionless equilibrium constants, respectively; KF and n = the Freundlich and the heterogeneity constants,
respectively; R2 = the coefficient of determination.

The uptake of divalent copper ions from an aqueous solution on thioglycolic acid-
esterified cellulose nanocrystals (TGA-CNCs) was also simulated according to the linear
pseudo-first order (PFO) and the linear pseudo-second order (PSO) kinetic models [7,10,39].
Their corresponding kinetic parameters were also given in Table 2. The linear PFO model
showed a lower coefficient of determination (R2 < 0.90); meanwhile, the experimental
results showed a better fit for the linear PSO model (R2 > 0.98). In fact, the amounts of
copper ions adsorbed on TGA-CNCs at any time interval (Figure 7a) and the equilibrium
(Figure 7b) could be estimated from the linear PSO model, which were in the vicinity of the
experimental data. In short, with a better linearity and closer predicted level of adsorbed
copper ions to the experimental data, the uptake of divalent copper ions from an aqueous
solution on the surface of TGA-CNCs obeyed the linear PSO kinetic model, which was
ascribed to chemical interactions instead of physical exchange. In addition, the results also
confirmed adsorption as a rate-controlling mechanism rather than a diffusion mechanism.
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Table 2. Kinetic parameters for the uptake of divalent copper ions on TGA-CNCs at pH of 5 and
room temperature.

Kinetic Models Parameters
Initial Copper
Concentrations

3 ppm 5 ppm 10 ppm

Pseudo-first
order

ln
(
qe − qt

)
= lnqe − kt

qe (mg g−1) 1.937 2.794 2.967
k (min−1) 0.1158 0.1357 0.2242
R2 0.8696 0.8899 0.8930

Pseudo-second
order

t
qt

=
1

kq2
e
+

t
qe

qe (mg g−1) 2.880 3.992 4.352
k (g mg−1 min−1) 0.0778 0.0786 0.1352
R2 0.9817 0.9908 0.9992

Where: qe and qt = the adsorbed copper ions at the equilibrium and a time interval (min), respectively;
k = the rate constant; R2 = the coefficient of determination.

Taking into account the recognition of the Langmuir isotherm model and the linear
pseudo-second order kinetic model, the chemisorption mechanism can be involved in the
uptake of divalent copper ions from an aqueous solution on the surface of thioglycolic
acid-esterified cellulose nanocrystals (TGA-CNCs) via three different mechanisms (ion
exchange, metal chelation and electrostatic force), as follows [10].

(i) The ion exchange between copper ions and protons from –OH or –SH groups;

–OH + Cu2+ → –OCu+ + H+

2 –OH + Cu2+ → –OCuO– + 2 H+

–SH + Cu2+ → –SCu+ + H+

2 –SH + Cu2+ → –SCuS–+ 2 H+

(ii) The surface metal chelation between copper ions and thiol groups;

2 –SH + Cu2+ → (–SH)2Cu2+

(iii) The electrostatic forces between positively charged copper ions and negatively charged
groups (hydroxyl, carbonyl, thiolate).

To sum up, under a static condition, the batch procedure could be established by
blending an adsorbent in a wastewater solution containing heavy metal ions (with an
appropriate adsorbent concentration) at a pH of 5 and stirring for up to 30 min at room
temperature. The adsorption efficiency was affected by not only the adsorbent dosage but
also the features of selected metal ions.
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In this work, TGA-CNCs were dispersed in an aqueous solution for batch adsorption
experiments. The separation of adsorbent can be obtained by centrifugation due to its
supramolecular network and the desorption of metal ions using a strong acid solution
(like HCl, HNO3, etc.). The recycling efficiency should be evaluated via its cumulative
adsorption capacity within several cycles. In order to improve the removal of metal
ions and the recyclability, progressive nanocelluloses are currently underway involving
nanocellulose-based aerogel or membranes.

4. Conclusions

Taking into account the metal chelation of functionalized groups on cellulose nanocrys-
tals surface, autocatalytic thioglycolic acid esterification occurred toward the uptake of
divalent copper ions from an aqueous solution. Cellulose nanocrystals were spherical in
shape and ca. 50 nm in diameter, with a degree of thiol substitution of 0.12. The chemical
structure of thiol-functionalized cellulose nanocrystals was beneficial to chemisorption of
positively charged copper ions via three different mechanisms involving (i) ion exchange
between copper ions and protons from -OH or -SH groups; (ii) surface metal chelation
between copper ions and thiol groups; and (iii) electrostatic forces between positively
charged copper ions and negatively charged groups (hydroxyl, carbonyl, thiolate). Con-
sistent with the chemisorption mechanism, the experimental data were better interpreted
according to the Langmuir isotherm model and the linear pseudo-second order kinetic
model, permitting the anticipation and processing of operational parameters for the uptake
of divalent copper ions on such a nanomaterial.

Author Contributions: Conceptualization, T.D.-B.; methodology, T.D.-B., H.-H.L., H.-P.P. and T.-
K.-A.T.; validation, T.D.-B., H.-H.L., H.-P.P. and T.-K.-A.T.; formal analysis, T.D.-B., T.-M.-C.N.,
G.-H.H. and H.-H.L.; investigation, T.-M.-C.N. and G.-H.H.; writing—original draft preparation,
T.D.-B.; writing—review and editing, T.D.-B.; visualization, T.D.-B.; supervision, T.D.-B.; project
administration, T.D.-B. All authors have read and agreed to the published version of the manuscript.

Funding: This research received no external funding.

Institutional Review Board Statement: Not applicable.

Data Availability Statement: The data presented in this study are available within the manuscript.

Acknowledgments: We acknowledge Ho Chi Minh City University of Technology (HCMUT), VNU-
HCM for supporting this study.

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

References
1. Vardhan, K.H.; Kumar, P.S.; Panda, R.C. A review on heavy metal pollution, toxicity and remedial measures: Current trends and

future perspectives. J. Mol. Liq. 2019, 290, 111197. [CrossRef]
2. Taylor, A.A.; Tsuji, J.S.; Garry, M.R.; McArdle, M.E.; Goodfellow, W.L., Jr.; Adams, W.J.; Menzie, C.A. Critical Review of Exposure

and Effects: Implications for Setting Regulatory Health Criteria for Ingested Copper. Environ. Manag. 2020, 65, 131–159. [CrossRef]
[PubMed]

3. Feng, X.; Long, R.; Wang, L.; Liu, C.; Bai, Z.; Liu, X. A review on heavy metal ions adsorption from water by layered double
hydroxide and its composites. Sep. Purif. Technol. 2022, 284, 120099. [CrossRef]

4. Wang, Q.; Zhu, S.; Xi, C.; Zhang, F. A Review: Adsorption and Removal of Heavy Metals Based on Polyamide-amines Composites.
Front. Chem. 2022, 10, 814643. [CrossRef]

5. Chakraborty, R.; Asthana, A.; Singh, A.K.; Jain, B.; Susan, A.B.H. Adsorption of heavy metal ions by various low-cost adsorbents:
A review. Int. J. Environ. Anal. Chem. 2022, 102, 342–379. [CrossRef]

6. Knight, A.W.; Tigges, A.B.; Ilgen, A.G. Adsorption of copper (II) on mesoporous silica: The effect of nano-scale confinement.
Geochem. Trans. 2018, 19, 13. [CrossRef]

7. Vardhan, K.H.; Kumar, P.S.; Panda, R.C. Adsorption of copper ions from polluted water using biochar derived from waste
renewable resources: Static and dynamic analysis. Int. J. Environ. Anal. Chem. 2022, 102, 4067–4088. [CrossRef]

8. Demiral, H.; Güngör, C. Adsorption of copper(II) from aqueous solutions on activated carbon prepared from grape bagasse. J.
Clean. Prod. 2016, 124, 103–113. [CrossRef]

https://doi.org/10.1016/j.molliq.2019.111197
https://doi.org/10.1007/s00267-019-01234-y
https://www.ncbi.nlm.nih.gov/pubmed/31832729
https://doi.org/10.1016/j.seppur.2021.120099
https://doi.org/10.3389/fchem.2022.814643
https://doi.org/10.1080/03067319.2020.1722811
https://doi.org/10.1186/s12932-018-0057-4
https://doi.org/10.1080/03067319.2020.1779245
https://doi.org/10.1016/j.jclepro.2016.02.084


Polymers 2023, 15, 2562 12 of 13

9. Xie, R.; Jin, Y.; Chen, Y.; Jiang, W. The importance of surface functional groups in the adsorption of copper onto walnut shell
derived activated carbon. Water Sci. Technol. 2017, 76, 3022–3034. [CrossRef]

10. Huang, H.; Wang, Y.; Zhang, Y.; Niu, Z.; Li, X. Amino-functionalized graphene oxide for Cr(VI), Cu(II), Pb(II) and Cd(II) removal
from industrial wastewater. Open Chem. 2020, 18, 97–107. [CrossRef]

11. Peng, W.; Li, H.; Liu, Y.; Song, S. A review on heavy metal ions adsorption from water by graphene oxide and its composites. J.
Mol. Liq. 2017, 230, 496–504. [CrossRef]

12. Renu; Agarwal, M.; Singh, K. Heavy metal removal from wastewater using various adsorbents: A review. J. Water Reuse Desalin.
2017, 7, 387–419. [CrossRef]

13. Bhargavi, R.J.; Maheshwari, U.; Gupta, S. Synthesis and use of alumina nanoparticles as an adsorbent for the removal of Zn(II)
and CBG dye from wastewater. Int. J. Ind. Chem. 2015, 6, 31–41. [CrossRef]

14. Gossuin, Y.; Vuong, Q.L. NMR relaxometry for adsorption studies: Proof of concept with copper adsorption on activated alumina.
Sep. Purif. Technol. 2018, 202, 138–143. [CrossRef]

15. Qiao, A.; Cui, M.; Huang, R.; Ding, G.; Qi, W.; He, Z.; Klemeš, J.J.; Su, R. Advances in nanocellulose-based materials as adsorbents
of heavy metals and dyes. Carbohydr. Polym. 2021, 272, 118471. [CrossRef] [PubMed]

16. Trache, D.; Tarchoun, A.F.; Derradji, M.; Hamidon, T.S.; Masruchin, N.; Brosse, N.; Hussin, M.H. Nanocellulose: From Fundamen-
tals to Advanced Applications. Front. Chem. 2020, 8, 392. [CrossRef]

17. Salama, A.; Abouzeid, R.; Leong, W.S.; Jeevanandam, J.; Samyn, P.; Dufresne, A.; Bechelany, M.; Barhoum, A. Nanocellulose-
Based Materials for Water Treatment: Adsorption, Photocatalytic Degradation, Disinfection, Antifouling, and Nanofiltration.
Nanomaterials 2021, 11, 3008. [CrossRef]

18. Phanthong, P.; Reubroycharoen, P.; Hao, X.; Xu, G.; Abudula, A.; Guan, G. Nanocellulose: Extraction and application. Carbon
Resour. Convers. 2018, 1, 32–43. [CrossRef]

19. Potenza, M.; Bergamonti, L.; Lottici, P.P.; Righi, L.; Lazzarini, L.; Graiff, C. Green Extraction of Cellulose Nanocrystals of
Polymorph II from Cynara scolymus L.: Challenge for a “Zero Waste” Economy. Crystals 2022, 12, 672. [CrossRef]

20. Gröndahl, J.; Karisalmi, K.; Vapaavuori, J. Micro- and nanocelluloses from non-wood waste sources; processes and use in
industrial applications. Soft Matter 2021, 17, 9842–9858. [CrossRef]

21. Kaushik, M.; Moores, A. Review: Nanocelluloses as versatile supports for metal nanoparticles and their applications in catalysis.
Green Chem. 2016, 18, 622–637. [CrossRef]

22. Thach-Nguyen, R.; Dang-Bao, T. Noble metal nanoparticles dispersed on nanocellulose: A green platform for catalytic organic
transformations. IOP Conf. Ser. Mater. Sci. Eng. 2022, 1258, 012014. [CrossRef]

23. Thach-Nguyen, R.; Lam, H.-H.; Phan, H.-P.; Dang-Bao, T. Cellulose nanocrystals isolated from corn leaf: Straightforward
immobilization of silver nanoparticles as a reduction catalyst. RSC Adv. 2022, 12, 35436–35444. [CrossRef] [PubMed]

24. Dang-Bao, T.; Nguyen, L.-N.; Lam, H.-H. Corncob-derived nanocellulose-supported palladium nanoparticles towards catalytic
reduction of 4-nitrophenol. Mater. Today Proc. 2023. [CrossRef]

25. Afewerki, S.; Alimohammadzadeh, R.; Osong, S.H.; Tai, C.-W.; Engstrand, P.; Córdova, A. Sustainable Design for the Direct
Fabrication and Highly Versatile Functionalization of Nanocelluloses. Glob. Chall. 2017, 1, 1700045. [CrossRef]

26. Kanoth, B.P.; Claudino, M.; Johansson, M.; Berglund, L.A.; Zhou, Q. Biocomposites from Natural Rubber: Synergistic Effects of
Functionalized Cellulose Nanocrystals as Both Reinforcing and Cross-Linking Agents via Free-Radical Thiol–ene Chemistry. ACS
Appl. Mater. Interfaces 2015, 7, 16303–16310. [CrossRef] [PubMed]

27. Alimohammadzadeh, R.; Rafi, A.A.; Goclik, L.; Tai, C.-W.; Cordova, A. Direct organocatalytic thioglycolic acid esterification of cellulose
nanocrystals: A simple entry to click chemistry on the surface of nanocellulose. Carbohydr. Polym. Technol. Appl. 2022, 3, 100205.
[CrossRef]

28. Xu, Q.; Ke, X.; Zhang, Y.; Fu, F.; Liu, X. Facile Fabrication of Durable Antibacterial Cotton Fabric Realized by Thioglycolic Acid
and Silver Nanoparticles. Fibers Polym. 2018, 19, 2307–2316. [CrossRef]

29. Ram, B.; Chauhan, G.S. New spherical nanocellulose and thiol-based adsorbent for rapid and selective removal of mercuric ions.
Chem. Eng. J. 2018, 331, 587–596. [CrossRef]

30. Gong, J.; Li, J.; Xu, J.; Xiang, Z.; Mo, L. Research on cellulose nanocrystals produced from cellulose sources with various
polymorphs. RSC Adv. 2017, 7, 33486–33493. [CrossRef]

31. Park, S.; Baker, J.O.; Himmel, M.E.; Parilla, P.A.; Johnson, D.K. Cellulose crystallinity index: Measurement techniques and their
impact on interpreting cellulase performance. Biotechnol. Biofuels 2010, 3, 10. [CrossRef] [PubMed]

32. Zhang, X.; Xiao, N.; Wang, H.; Liu, C.; Pan, X. Preparation and Characterization of Regenerated Cellulose Film from a Solution in
Lithium Bromide Molten Salt Hydrate. Polymers 2018, 10, 614. [CrossRef] [PubMed]

33. Mariano, M.; Kissi, N.E.; Dufresne, A. Cellulose nanomaterials: Size and surface influence on the thermal and rheological behavior.
Polimeros 2018, 28, 93–102. [CrossRef]

34. Somseemee, O.; Saeoui, P.; Schevenels, F.T.; Siriwong, C. Enhanced interfacial interaction between modified cellulose nanocrystals
and epoxidized natural rubber via ultraviolet irradiation. Sci. Rep. 2022, 12, 6682. [CrossRef]

35. Moon, R.J.; Martini, A.; Nairn, J.; Simonsen, J.; Youngblood, J. Cellulose nanomaterials review: Structure, properties and
nanocomposites. Chem. Soc. Rev. 2011, 40, 3941–3994. [CrossRef] [PubMed]

36. Xiong, R.; Sauvage, F.; Fraire, J.C.; Huang, C.; Smedt, S.C.D.; Braeckmans, K. Photothermal Nanomaterial-Mediated Photoporation.
Acc. Chem. Res. 2023, 56, 631–643. [CrossRef]

https://doi.org/10.2166/wst.2017.471
https://doi.org/10.1515/chem-2020-0009
https://doi.org/10.1016/j.molliq.2017.01.064
https://doi.org/10.2166/wrd.2016.104
https://doi.org/10.1007/s40090-014-0029-1
https://doi.org/10.1016/j.seppur.2018.03.051
https://doi.org/10.1016/j.carbpol.2021.118471
https://www.ncbi.nlm.nih.gov/pubmed/34420730
https://doi.org/10.3389/fchem.2020.00392
https://doi.org/10.3390/nano11113008
https://doi.org/10.1016/j.crcon.2018.05.004
https://doi.org/10.3390/cryst12050672
https://doi.org/10.1039/D1SM00958C
https://doi.org/10.1039/C5GC02500A
https://doi.org/10.1088/1757-899X/1258/1/012014
https://doi.org/10.1039/D2RA06689K
https://www.ncbi.nlm.nih.gov/pubmed/36540239
https://doi.org/10.1016/j.matpr.2023.01.386
https://doi.org/10.1002/gch2.201700045
https://doi.org/10.1021/acsami.5b03115
https://www.ncbi.nlm.nih.gov/pubmed/26151647
https://doi.org/10.1016/j.carpta.2022.100205
https://doi.org/10.1007/s12221-018-8569-1
https://doi.org/10.1016/j.cej.2017.08.128
https://doi.org/10.1039/C7RA06222B
https://doi.org/10.1186/1754-6834-3-10
https://www.ncbi.nlm.nih.gov/pubmed/20497524
https://doi.org/10.3390/polym10060614
https://www.ncbi.nlm.nih.gov/pubmed/30966648
https://doi.org/10.1590/0104-1428.2413
https://doi.org/10.1038/s41598-022-10558-5
https://doi.org/10.1039/c0cs00108b
https://www.ncbi.nlm.nih.gov/pubmed/21566801
https://doi.org/10.1021/acs.accounts.2c00770


Polymers 2023, 15, 2562 13 of 13

37. Luo, H.; Liu, Y.; Lu, H.; Fang, Q.; Rong, H. Efficient Adsorption of Tetracycline from Aqueous Solutions by Modified Alginate
Beads after the Removal of Cu(II) Ions. ACS Omega 2021, 6, 6240–6251. [CrossRef]

38. Dang-Bao, T.; Lam, H.-H.; Dang, T.-H.-L. Defluoridation of water by Ce-Ti hybrid oxide nanoparticles. IOP Conf. Ser. Earth
Environ. Sci. 2021, 947, 012026. [CrossRef]

39. Edet, U.A.; Ifelebuegu, A.O. Kinetics, Isotherms, and Thermodynamic Modeling of the Adsorption of Phosphates from Model
Wastewater Using Recycled Brick Waste. Processes 2020, 8, 665. [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/10.1021/acsomega.0c05807
https://doi.org/10.1088/1755-1315/947/1/012026
https://doi.org/10.3390/pr8060665

	Introduction 
	Materials and Methods 
	Materials 
	Fabrication of Thioglycolic Acid-Esterified Cellulose Nanocrystals 
	Characterization of Thioglycolic Acid-Esterified Cellulose Nanocrystals 
	The Uptake of Divalent Copper Ions on Thioglycolic Acid-Esterified Cellulose Nanocrystals 

	Results and Discussion 
	Characteristics of Thioglycolic Acid-Esterified Cellulose Nanocrystals 
	Processing Parameters for The Uptake of Divalent Copper Ions on Thioglycolic Acid-Esterified Cellulose Nanocrystals: Isotherm and Kinetic Studies 

	Conclusions 
	References

