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Fabrication and characterization of xanthan gum
nanofibers reinforced with thiosemicarbazide:
adsorption of Pb?* from an aqueous medium¥
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In this study, electrospinning was used to fabricate xanthan gum (XF) and thiosemicarbazide/xanthan gum
(TXF) nanofibers crosslinked with ferric ions for effective Pb" adsorption. The produced nanofibers were
investigated using several physicochemical methods. Both XF and TXF demonstrated thermal stability up
to 800 °C, with mass losses of 79% and 75%, respectively. TXF had a surface area of 153.4 m? g~* and
point of zero charge at pH 6.7. ATR-FTIR analysis revealed the existence of surface chemical functional
groups such as —NH,, —=NH, and —C=S owing to thiosemicarbazide reinforcement. XF and TXF displayed
maximum adsorption capacities of 211.65 and 289.18 mg g* at pH 6, 2.0 g L™! nanofiber dose, 22 °C,
and after 40 min of contact shaking time. The adsorption process was investigated using several
nonlinear adsorption models as well as by desorption and reusability investigations. Thermodynamics
examination demonstrated the spontaneous, endothermic physisorption of Pb?* onto XF and TXF.
Ethylenediaminetetraacetic acid was selected as the most efficient eluent for Pb?* removal from the
nanofiber surfaces, with desorption efficiencies of 100% and 97% for XF and TXF, respectively. TXF and
XF revealed remarkable sustainability, with reductions in adsorption capacities of only 7% and 12% of the
initial removal efficiency after 10 cycles of adsorption/desorption, respectively. As a solid adsorbent for
the removal of heavy metal cations, the produced TXF nanofiber demonstrated great sustainability and
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1 Introduction

The primary sources of pollution in our environment are on
a huge rise with increasing industrial activity and uncontrolled
population growth." Heavy metal contamination can put the
stability of ecosystems and human health at risk. Lead is a heavy
metal that is hazardous to aquatic life and humans. Lead
poisoning can affect nearly every organ and system in the
human body.? Lead has significant uses in numerous industrial
applications, such as electronics, printing, mining, fuel
enhancement, battery manufacturing, and tubing. The US
Environmental Protection Agency recommended a maximum
lead cation level of 10 pg L™" for drinking water and 50 pug L™
for wastewater.? Lead exposure was reported to be responsible
for 8.2% of cardiac diseases associated with hypertension, 5.6%

“Department of Physical Sciences, Chemistry Division, College of Science, Jazan
University, P. O. Box. 114, Jazan, 45142, Kingdom of Saudi Arabia

*Nanotechnology Research Unit, College of Science, Jazan University, P. O. Box. 114,
Jazan, 45142, Kingdom of Saudi Arabia

‘Department of Chemistry, Faculty of Science, Damanhour University, Egypt. E-mail:
asmz68@sci.dmu.edu.eg

DOI:

T Electronic  supplementary  information available.  See

https://doi.org/10.1039/d4ra06364c

(ES)

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

of strokes, 7.2% of global cases of coronary artery disease, and
62.5% of cases of idiopathic mental retardation, according to
the Institute for Health Metrics and Evaluation.* Several water
treatment methods, including biological treatment,” sedimen-
tation,® ion exchange,” chemical precipitation,” membrane
filtration,” coagulation, catalysis," electrocoagulation,” and
adsorption,® have been applied to remove lead ions from
contaminated water. Adsorption remains one of the most
effective, safe, affordable, reusable, and selective methods
available for eliminating contaminants from water. Developing
ecofriendly biomaterials with better reusability and a higher
adsorption capacity is one of the principal challenges in the
adsorption process. Natural polymers are readily available
macromolecules that are present in nature and have been used
in a variety of industries, including food product
manufacturing, pharmaceutical and cosmetics sectors, and
wastewater treatment. Natural polymers are better than
synthetic ones because they are biocompatible, biodegradable,
and modifiable. Natural polymers include lipids (triglycerides
and cholesterol), terpenes (carotene, phytol, and squalene),
proteins (hydrolases, keratin, globulin, myosin, and ependy-
min), and polysaccharides (glycogen, starch, alginate, chitosan,
cellulose, gellan, and xanthan gum)."* Xanthan gum is a natu-
rally occurring polysaccharide with an anionic nature that is
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primarily produced in aerobic circumstances by Xanthomonas
campestris. Xanthan gum comprises a B(1— 4)-linked p-glucose
main chain and trisaccharide side chains with carboxylate
groups (mannose-B(1— 4)-glucuronic acid-p(1— 2)-mannose-
o(1—3)-) connected to alternate glucose parts.** The higher
water solubility of biopolymers represents one of the biggest
challenges for their environmental applications. It is necessary
for the solid adsorbent used in the aqueous media to be water
insoluble in order for to be reused. The issue above can be
resolved by forming an insoluble biopolymer matrix containing
certain metal cations, such as ferric xanthan gum, potassium
carrageenan, and calcium alginate. Also, xanthan gum can be
precipitated with certain crosslinking agents, such as sodium
trimetaphosphate, citric acid,'® epichlorohydrin,” and ferric
ions.*®?

Electrospinning has been developed as a cost-effective,
simple, and resourceful method to fabricate nanofibers with
an acceptable specific surface area, total pore volume, and
adaptable porosity. Therefore, electrospinning has been
commonly used as an effective technique to produce numerous
biopolymer nanofibers, such as gum Arabic, chitosan, guar
gum, alginate, cellulose, and xanthan gum. Fabricated
biopolymer nanofibers are potential candidates for various
medical and environmental applications.”® Xanthan gum
nanofibers need to be modified with a particular surface
chemical functional group to increase their adsorption ability.
Several experiments have been conducted to alter the surface of
xanthan gum, particularly when it only has the functional
groups -OH and -COOH. Qiu et al. reported an aminated xan-
than gum (XG-NH,) for the effective removal of Cu®>* from an
aqueous medium, with a 23.47 mg g ' maximum adsorption
capacity.* Irfan et al. developed a terpolymeric hydrogel based
on xanthan gum, N-isopropyl acrylamide, and acrylic acid with
the ability to remove heavy metals and break down dyes.>* Also,
composite derived from xanthan gum/amantadine and hydro-
gels of poly (acrylic acid)/xanthan gum/cloisite semi-
interpenetrating networks were fabricated for the efficient
removal of methylene blue dye and Ni** with maximum
adsorptions of 565 and 511.74 mg g™, respectively."®* Nano-
composites of montmorillonite/xanthan gum/sodium algi-
nate,* zinc oxide nanoparticles-loaded cationic chitosan
cryogel/xanthan gum,* and the physical crosslinking of chito-
san and xanthan gum have been reportedly utilized for the
removal of malachite green, Cu®>*, and Cd**, with optimum
adsorption capacities of 769.23, 25.96, and 152.33 mg g,
respectively.”® Many authors have proposed the use of electro-
spun xanthan gum nanofibers along with other materials to
produce new types of nanofibers with unique properties. For
instance, xanthan gum/chitosan nanofibers were prepared by
Shekarforoush et al. as an efficient drug-delivery system for
hydrophobic bioactive materials.”” Also, polycaprolactone/
xanthan nanofibers and chitin nanofiber-reinforced xanthan
gum were constructed for biological and food applications.”®*

To successfully remove the cations of heavy metals, such as
Pb>", a solid adsorbent must be reinforced with a compound
that contains heteroatoms that serve as the cations' attractive
sites. Thiosemicarbazide, which has four heteroatoms that can
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attract cations, is a well-known modifiable solid adsorbent that
can increase the adsorption capacity. However, to the best of
our knowledge, this is the first time that electrospun xanthan
gum nanofiber reinforced with thiosemicarbazide has been
developed to remove Pb** ions from an aqueous medium.

The aim of the present work was to fabricate electrospun
xanthan gum nanofiber reinforced with thiosemicarbazide for
the optimum removal of Pb>* from an aqueous medium. The
fabricated solid materials were fully characterized using various
physicochemical tools, including TGA, XRD, nitrogen
adsorption/desorption studies, SEM, ATR-FTIR, and zeta
potential investigations at different pH values. The removal of
Pb>" was investigated under different application conditions,
including the effect of the initial solution pH, adsorbent dosage,
initial adsorbate concentration, shaking time, and adsorption
temperature. The nanofibers’ reusability was also investigated
for sustainability considerations.

2 Experimental section
2.1 Materials

Xanthan gum from Xanthomonas campestris, thiosemicarbazide
(99%), ethylenediaminetetraacetic acid (99.5%), and lead
nitrate (=99.95%) were obtained from Sigma Aldrich Co., USA.
Sodium hydroxide (97%), hydrochloric acid (37%), nitric acid
(70%), ferric chloride hexahydrate (=98%), and potassium
chloride (99.9%) were purchased from Oxford Lab Fine Chem
LLP, India. Polyethylene oxide (MW 10° ¢ mol ") was obtained
from Alfa-Aser Co. Ltd, Germany. All the materials were used
without further treatment.

2.2 Electrospinning of the nanofibers

2.2.1 Fabrication of the xanthan gum nanofibers. Xanthan
gum nanofibers (XF) were formulated according to the method
reported by Shekarforoush et al. and Yan et al. with modifica-
tions.'®*” The first step was to combine 0.3 g of xanthan gum
and 0.1 g of polyethylene oxide in 10 mL of distilled water with
continuous stirring with a magnetic stirrer at room temperature
to produce a homogeneous and transparent electrospinning
aqueous solution. The derived solution was transferred into
a 5 mL syringe with a 22 G stainless steel needle. Electro-
spinning was performed utilizing an electrospinning device
(NANON-01A, MECC, Japan) at a temperature of 35 °C and
relative humidity of the surrounding air. The needle's end was
positioned 15 cm from the receiving plate, with a feed rate of
0.04 mL min~' at 25 kV. The electrospun nanofibers were
vacuum-dried at 45 °C. The dried electrospun nanofiber was
soaked in 100 mL of 2% FeCl; solution for 1 h, then washed
several times with distilled water and dried at 60 °C to obtain
the XF.

2.2.2 Fabrication of thiosemicarbazide/xanthan gum
nanofibers. Thiosemicarbazide/xanthan gum nanofibers (TXF)
were fabricated by mixing 0.3 g of xanthan gum, 2 mL (0.25%) of
thiosemicarbazide, and 0.1 g of polyethylene oxide in 10 mL of
distilled water while stirring with a magnetic stirrer at ambient
temperature to generate a homogeneous electrospinning

© 2024 The Author(s). Published by the Royal Society of Chemistry
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solution. The formed mixture was treated as per the previously
reported method for XF preparation and the product was finally
labeled as TXF.

2.3 Physicochemical investigation of the fabricated fibers

Characterizing solid materials, including their thermal,
textural, and chemical properties, is crucial, particularly if the
material is employed in an adsorption process. Thermogravi-
metric analysis of the xanthan gum nanofiber (XF) and xanthan
gum nanofiber reinforced with thiosemicarbazide (TXF) was
performed utilizing a thermoanalyzer (SDT Q600, V20.9 Build
20) from room temperature up to 800 °C. TGA curves were ob-
tained utilizing 0.01 g of solid adsorbent with a nitrogen flow
rate of 20 mL min~ " and a heating rate of 15 °C min~ .

Employing nitrogen gas adsorption-desorption using
a NOVA3200e gas sorption analyzer from Quantachrome Corp.,
USA, the specific surface area (Sggr, m*> g~ '), total pore volume
(Vp, cm® g71), and average pore radius (7, nm) of XF and TXF
were calculated. The examined solid samples (0.05 g) were
degassed for 12 h at 10™* torr and 110 °C before being exposed
to N, gas adsorption.

The X-ray diffraction patterns (XRD) for the fibers were ob-
tained using a Bruker AXS D8 Advance diffractometer, Karls-
ruhe, Germany. Cu-Ka radiation (A = 1.54 A) was utilized as the
X-ray source, with 40 kV accelerating voltage and 40 mA current.
The scanning rate was adjusted to 2° min~" in the 26 range of
10°-40°.

Utilizing a Nicolet Impact 400 D ATR-FTIR apparatus with
a ZnSe crystal, ATR-FTIR spectroscopy was used to examine the
solid fibers in the 400-4000 cm ™" range.

A Zetasizer Nano ZS90 analyzer from Malvern Instruments
Ltd, Malvern, UK was used to obtain the zeta potentials for XF
and TXF at various pH levels (2-12). A diluted solution of KCl
(0.05 mol L™") solution as the electrolyte was used in the
measurements. The suspension of the electrolyte solution
containing the nanofiber powder (0.005 w/v%) was sonicated for
2 min followed by adjusting the required pH values using
0.01 mol L™' NaOH and/or HCL The prepared solution was
added into a zeta potential cuvette without bubbles. Measure-
ments were repeated three times, and the average values were
used in the calculation of pHpyc.

The fabricated solid fibers (XF and TXF) were examined by
scanning electron microscopy (SEM) with a J JEOL-JSM 6510LV
instrument, Japan. Before the SEM investigations, 3.5 nm of
gold was applied to the surfaces of the solid samples using the
vacuum evaporation method.

2.4 Adsorption of lead ions

Lead cation adsorption from an aqueous medium was per-
formed via shaking 0.05 g of the fiber with 25 mL of 500 mg L™ *
Pb*>* for 40 min at pH 6 and 22 °C. The resultant solution was
centrifuged for 10 min and the non-adsorbed residual Pb**
concentration (C,, mg L~') was measured using an atomic
absorption spectrophotometer (GBC Sens. AAS). The equilib-
rium adsorption capacity (X., mg g ') and the removal

© 2024 The Author(s). Published by the Royal Society of Chemistry
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percentage (R%) were calculated by applying the following
equations:
(Ci - Ce) %

m

X, = 14 1)

(G- Ce)

Removal percentage (R%) = C

x 100 (2)
where V (L) and m (g) are the volume of the adsorbate solution
and the mass of the used fibers, while C; and C. (mg L") are the
initial and final concentrations of Pb*", respectively. Different
adsorption conditions were applied to choose the optimum
adsorption conditions, such as pH (2-7), adsorbent dose (0.5-
3.0 g L), shaking time (5-80 min), initial Pb>* concentration
(40-550 mg L™ Y), temperature (22-40 °C), and the effect of the
ionic strength using different concentrations of KClI solution (u,
0.2-1.0 mol L™1).

Several nonlinear kinetic, equilibrium, and thermodynamic
adsorption models were applied to investigate the efficiency and
mechanism of Pb®>" adsorption onto XF and TXF as solid
adsorbents.

The pseudo-first-order (PFO, eqn (4)), pseudo-second-order
(PSO, eqn (5)), Elovich (eqn (6)), and intraparticle adsorption
(eqn (7)) kinetic models were applied for investigating Pb**
adsorption onto XF and TXF as solid adsorbents.

X, = (G-C) <V (3)
m
X, = Xexp(1 — 741 (4)
o Xexpzkz t
4= 1+ Xe ko t 5)
1
x:Emumm (6)
X, =kt +C 7)

where, X, (eqn (3), mg g™ '), k; (min™"), k, (g mg™ " min™"), & (mg
¢ ' min "), and 8 (g mg ") are related to the amount of Pb>*
adsorption at certain times ¢ (min), the pseudo-first-order rate
constant, pseudo-second-order rate constant, initial rate of Pb>*
adsorption, and the extent of surface coverage, respectively; and
k; (mg g~' min~®?) and C are the intraparticle diffusion rate
constant and the boundary layer thickness, respectively.

The investigation of the maximum adsorption capacity and
equilibrium adsorption were studied by applying different
nonlinear adsorption models, such as Langmuir (eqn (8)),
Freundlich (eqn (10)), Temkin (eqn (11)), and Dubinin-
Radushkevich (eqn (12)).

bLXmCe
= — 8
1+5b.C. (8)
Ri= )
LT 1xhG
X, = KgCM™ (10)
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Xe = ﬂln KT Ce (11)
by

Xe = XDRe Kore (12)

E ! (13)

the maximum Langmuir adsorption capacity (Xm,, mg g ),
Langmuir constants (b, L mg '), and dimensionless separation
factor (Ry, eqn (9)) could be calculated by plotting the Langmuir
nonlinear models. In the equations, K (LY mg' " ¢™%), n, Ky
(Lg "), and by (J mol ') represent the Freundlich constants that
express the capacity and intensity of adsorption, the Temkin
parameters related to the equilibrium binding, and heat of
adsorption, respectively, while R (8.314 J mol~' K™ ') is the gas
adsorption constant. The symbols ¢ and Xpg (mg g~ ') represent
the greatest capacity of adsorption and the Polanyi potential,
respectively. The D-R constant and mean adsorption-free
energy are denoted by the terms Kpg (eqn (13), mol®> kJ2) and
Epg (K] mol ™), respectively.

The thermodynamic adsorption parameters were evaluated
by the adsorption of Pb>" onto solid adsorbent nanofibers at
22 °C, 27 °C, 35 °C, and 40 °C using 2 g L' as an adsorbent
dosage, 500 mg L ™" as the initial Pb** concentration, pH 6, and
40 min of contact shaking time. Various thermodynamic
models were utilized to calculate the thermodynamic parame-
ters, such as the change in adsorption enthalpy (AH®, k] mol ")
and entropy (AS°, k] mol~ " K '); while eqn (16) (Gibbs free
energy change equation) was utilized for the calculation of the
free energy (AG®°, k] mol ™). The intercept and slope of the Van't
Hoff plot (eqn (15)) were used to calculate the change in
enthalpy and entropy. The distribution constant (K,) of Pb**
between the solid surface of the fibers and the bulk of the
solution (eqn (14)) represents the ability of adsorption and the
attractive force of the fibers toward the adsorbate.

G
K= = 14
=2 (1)
AS®  AH®
In K, = _ 1
n R RT (15)
AG" = AH' — TAS" (16)

where C., and C; represent the equilibrium Pb®>" concentration
(mg L") in the solution and on the solid fiber surface,
respectively.

2.5 Desorption and reusability of the nanofibers

The sustainability of solid adsorbents is an essential factor in
determining the suitability of prefabricated solid materials for
environmental applications. Then, using various eluents, such
as distilled water, 0.1 mol L™ * NaOH, HCI, HNO;, and EDTA, the
desorption and reusability of the solid adsorbent nanofibers
were investigated. The dried pre-loaded fiber (0.2 g) with Pb**
was shaken with 100 mL of the eluents for 5 h at 22 °C. After
centrifuging the prior mixture, the desorbed Pb** concentration
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(Caes, mg L™ ') was determined, and the desorption efficiency
(DE%) was computed with the following equation (eqn (17)).*

Vcdes ( 1 7)

DE (%) = Xom
m

x 100
where X;,, V, and m represent the maximum Langmuir
adsorption capacity (mg g~ '), eluent volume (L), and mass (g) of
the adsorbent, respectively.

The reusability of the XF and TXF adsorbents was examined
after 10 cycles of Pb®>" adsorption and desorption. Solid nano-
fibers as adsorbents were used to achieve Pb>* adsorption at
a concentration of 500 mg L™, an adsorbent dosage of 2 g L™,
PH 6 at 22 °C, and a shaking period of 40 min. After every cycle,
the fibers were filtered and cleaned with 50 mL of 0.1 mol L ™"
EDTA to desorb the adsorbed Pb*". Before being used again, the
fibers were cleaned with deionized water and dried at 70 °C.

3 Results and discussion
3.1 Nanofiber characterization

Thermogravimetric analysis (TGA) was performed for XF and
TXF and the results are displayed in Fig. 1a. Heating the two
fibers to 120 °C resulted in a 2.9% mass loss, which was due to
the evaporation of surface adsorbed moisture. The two fibers
demonstrated a significant mass loss from 300 °C to 540 °C,
which may be attributed to the thermal breakdown of poly-
saccharide hydrogels (xanthan gum) in addition to thio-
semicarbazide in TXF.** Both XF and TXF revealed 62% and
57% mass losses in the demonstrated heating area, showing
that thiosemicarbazide in the xanthan gum matrix improved
the thermal stability of the produced nanofiber (TXF). Further
increasing the temperature from 540 °C to 800 °C led to further
mass losses of 7% and 10% for XF and TXF, which could be
related to the pyrolysis or combustion of the nanofibers.** Up to
800 °C, the synthesized XF and TXF showed total mass losses of
79% and 75%, respectively, demonstrating that TXF had slightly
higher thermal stability than XF due to the crosslinking
between the thiosemicarbazide groups and xanthan gum
functional groups.

Textural characterization of the two nanofibers was per-
formed by N, adsorption/desorption experiments at —196 °C, as
shown in Fig. 1b. Table 1 presents the specific surface areas,
total pore volumes, and pore radii for XF and TXF. The resulting
isotherms of XF and TXF revealed type IV isotherms with H3
hysteresis loops, exhibiting capillary coalescence in the porous
adsorbent systems and verifying the existence of mesopores on
the nanofibers' surfaces.*® As shown in Table 1, the higher
specific surface area (Sggr) of TXF (153.4 m? g~ ') compared to
XF (121.2 m® g ") could explain the high porosity, heteroge-
neity, and successful manufacturing of the TXF nanofibers. The
total pore volume (Vp) value of TXF (0.1231 cm® g~ ') was greater
than that of XF (0.0946 cm® g~ ). As shown in Fig. 1b and Table
1, XF and TXF were mesoporous solids with typical pore radii
ranging from 1.56 to 1.61 nm.*

The X-ray diffraction (XRD) patterns for XF and TXF are
shown in Fig. S1.f The XRD investigations revealed that the
electrospun XF and TXF nanofibers displayed prominent broad

© 2024 The Author(s). Published by the Royal Society of Chemistry
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Fig. 1 TGA (a), nitrogen adsorption (b), ATR-FTIR (c), and zeta potentials (d) for XF and TXF.

Table1 Textural parameters and pHpzc values for the electrospinning
nanofibers (XF and TXF)

Parameters XF TXF
Sger (M* g™ 1) 121.2 153.4
Vp (em® g7 ) 0.0946 0.1231
7 (nm) 1.56 1.61
PHpzc 6.3 6.7

peak at diffraction angles of 26 = 15.28° and 16.09°, indicating
their amorphous natures.*® The width and intensity of the
characteristic peak of the TXF composite nanofiber were moved
to the right compared to pure XF, which might be attributed to
the complexation of the thiosemicarbazide heteroatom and
hydroxyl groups on the xanthan gum nanofiber. Previous find-
ings about the amorphous form of manufactured nanofibers
suggest that those nanofibers will have a greater adsorption
capability.

ATR-FTIR spectra of the fabricated nanofibers were
collected, as displayed in Fig. 1c, to investigate the surface
chemical functional groups. The XF and TXF spectra showed an
extensive absorption band at 3354 cm™", suggesting the intra-
molecular and intermolecular stretching vibration of the -OH
groups, demonstrating their hydrophilic nature.** XF exhibited
an absorption band at 1014 cm™', attributed to the C-C

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

stretching vibration mode; while in the case of TXF, the same
band was shifted to 1035 cm™ ' because of the effect of the
thiosemicarbazide functional groups. Peaks for the aliphatic -
CH, -CH,, and -CH; groups of different bending and stretching
vibrations were observed at 600, 645, 1414, 2850, and
2930 cm !, respectively.’> XF displayed a peak at 1602 cm !,
which was shifted to 1621 cm ™' in the case of TXF, that could be
ascribed to the C=O stretching vibration.>®> TXF exhibited
characteristic peaks at 700-900, 1000-1100, and 1300-
1400 cm ', corresponding to ~-C=S$ bending vibrations, N-N
stretching vibrations, and -C-N stretching vibrations, respec-
tively.*® TXF exhibited stronger absorption peaks, which might
be attributed to interactions between thiosemicarbazide func-
tional groups and surrounding xanthan gum groups, such as
hydrogen bonding, which can amplify or alter the strength of IR
peaks.””

The surface charge of a solid adsorbents plays a crucial role
in the adsorption of ions. The pHp,( values for the XF and TXF
nanofibers were 6.3 and 6.7, respectively, as shown in Fig. 1d.
The difference between the two values was connected to the
insertion of the thiosemicarbazide chemical molecule into the
TXF nanofiber, which included distinct functional groups, such
as -NH,, -NH, and -C=S. In addition, the surface of the
nanofibers was negatively charged at pH > pHpy, highlighting
the rise in heavy metal cation removal when the pH of the

RSC Adv, 2024, 14, 37859-37870 | 37863
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Fig. 2 SEM images of (a and b) XF and TXF, respectively.

solution increased, wherein electrostatic interactions powered
the adsorption process.

SEM images (Fig. 2) were applied to investigate the
morphology of the nanofibers at an 8000 x magnification level.
These nanofibers’ surface morphology was round, homoge-
neous, and smooth, with an interwoven pore structure and
random three-dimensional arrangement.*® The SEM images
showed that the average fiber diameters for XF and TXF were 3.4
and 8.1 nm, respectively. The diameter of the TXF nanofibers
was approximately 2.4 times greater compared with XF, which
may be related to thiosemicarbazide joining the nanofibers
together.

3.2 Adsorption of lead ions from an aqueous medium

3.2.1 Effect of the solid dosage. The impact of increasing
the adsorbent dose from 0.5 to 3.0 g L' on Pb** removal% was
investigated while keeping the other variables constant, such as
the starting Pb>" concentration (50 mL of 500 mg L"), pH 6,
and shaking time of 80 min. Fig. 3a shows the influence of the
adsorbent dose on the R% of Pb>" by XF and TXF. Raising the
solid dose from 0.5 to 2.0 g L™" caused a 3.12- and 2.4-fold
increase in the R% (eqn (2)) for XF and TXF, respectively. The

100 T x¥
EEH xF

80 +

Removal%
o (=3
[ =3

L r

20 4

0.8 1
Solid dosage (g.L'l)

1.5 2 3

Removal%

View Article Online

Paper

(b)

0535um

prior finding can be explained by the fact that as the adsorbent
concentration increased, more Pb>" became accessible as
abundant adsorption sites.*® However, excessive increase in the
adsorbent dose (>2.0 g L") did not increase R% because
the adsorbent particles aggregate in solution, reducing the
surface area and contact with the adsorbate.** The standard
dose for Pb*" adsorption onto XF and TXF was determined to be
2.0g LN

3.2.2 Effect of the initial solution pH values. The effect of
the initial solution pH on Pb>" adsorption effectiveness onto XF
and TXF was investigated by varying the solution pH throughout
the pH 2-7 range at a fixed initial Pb®>" concentration (50 mL of
500 mg L), a dose of 2.0 g L™, and contact shaking duration
of 80 min at 22 °C (Fig. 3b). At low pH, the abundant H;0" and
Pb>" competed for the accessible active sites of the nanofibers,
in addition to the expected electrostatic repulsion between Pb**
ions and the positive charges on the adsorbents, which
decreased with increasing the pH value up to 6, as measured by
the pHpyc values of XF and TXF.* The increased capacity of Pb>*
removal at pH 6 was demonstrated by creating electrostatic
interactions between the fiber surface with the least number of
positive charges and Pb** ions, besides the decreased number

100-]

80 4

60

20 4

2 3 4

pH5 6 7

Fig. 3 (a) Impact of nanofiber dosage and (b) influence of pH on Pb2* adsorption by XF and TXF (C; = 500 mg L%, T =22 °C, t = 80 min).
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of H;0" at elevated pH values. Furthermore, the lone pair of
electrons of the hydroxyl, carboxylic, nitrogen, and sulfur
functional groups in the samples acted as Lewis bases, which
could better interact with the Lewis acidic Pb**.** At pH greater
than 6, the observed R% dropped by 9% and 7% compared to at
pH 6, which could be attributed to the production of non-
adsorbable lead ions forms, such as plumbate ions or precipi-
tated hydrolyzable lead ions.*” Consequently, pH 6 was deter-
mined to be the optimal pH value for Pb*>" adsorption onto the
fabricated nanofibers.

3.2.3 Impact of the contact shaking time. The effect of time
and the kinetics analysis were investigated using different
batches of 50 mL of 500 mg L™* Pb*>" at a constant shaking
speed of 100 rpm. Each batch was subjected to varying time
durations, ranging from 5 to 80 min at pH 6, solid dosage of 2 g
L', and 22 °C. In this study, the dots on the curves in Fig. 4
reflect the influence of the shaking time on the adsorption
capacity (X, (mg g~ '), eqn (3)) of the manufactured XF and TXF
for the adsorption of Pb**. The initial rate of Pb>* adsorption
was rapid in the first 40 min due to the abundance of active sites
on the nanofiber surface that attract adsorbate ions. The
adsorption rate then became sluggish from 40 to 80 min. Based
on the prior result, 40 min was chosen as the optimal adsorp-
tion equilibrium time. The PFO (eqn (4)), PSO (eqn (5)), Elovich
(eqn (6)), and intraparticle diffusion (eqn (7)) nonlinear models
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were used to simulate the adsorption features of Pb>* by XF and
TXF to determine the adsorption rate and possible adsorption
mechanism. The characteristic curves are shown in Fig. 4a-d,
and the associated data are listed in Table 2. Upon analysis of
the data in Table 2, a number of interesting aspects could be
noted, as follows. (i) The PFO nonlinear kinetic model (Fig. 4a)
could adequately describe the adsorption of Pb*>" onto XF and
TXF based on the higher correlation coefficients (R* > 0.9772),
lower reduced chi-square values (x> < 2.1911), and small
difference between the calculated adsorption capacity by the
PFO model (Xep, mg g ') and the nonlinear Langmuir
maximum values (X,, mg g~ ') (1.1% and 1.9% for XF and TXF,
respectively). (ii) The rate constant k; (min~') for TXF was
greater than that for XF, which could be attributed to the greater
adsorption capacity for TXF based on its higher surface area and
number of surface chemical functional groups resulting from
the insertion of thiosemicarbazide in to the TXF matrix.** (iii)
The performance and associated characteristics of the PSO
nonlinear kinetic model (Fig. 4b) were worse than PFO, with
a poorer correlation coefficient (R* < 0.9455), more reduced chi-
square values (x> > 3.4673), and significant difference between
Xexp from PSO and Xy, from the Langmuir model (15.8% and
4.4% for XF and TXF, respectively). (iv) The Elovich nonlinear
kinetic models for XF and TXF (Fig. 4c) showed an average
correlation coefficient and reduced chi-square values of 0.9126
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Fig. 4 (a) PFO, (b) PSO, (c) Elovich, and (d) intraparticle diffusion nonlinear plots for Pb%* adsorption by XF and TXF (C; =500 mg L™, T=22°C, t

= 80 min, pH 6, nanofiber dosage =2 g LY.
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Table 2 Kinetic and equilibrium parameters for the adsorption of Pb2* onto XF and TXF at 22 °C
Models Parameters XF TXF
PFO Xexp (mg g™") 214.01 283.59
k; (min™") 0.0481 0.0583
R? 0.9772 0.9892
X 2.1911 1.6235
PSO Xexp (mg g™ ) 245.07 276.27
k, (gmg ' min™") x 107* 1.6287 1.9018
R? 0.9406 0.9455
X 3.9668 3.4673
Elovich « (mg g7 " min™%) 14.3792 23.9053
B (gmg " 0.0121 0.0135
R? 0.9073 0.9179
x’ 6.1984 6.3928
Intraparticle diffusion k (mg g~! min~*7?) 28.4174 35.0181
c 2.2002 21.1811
R? 0.9088 0.9229
X 3.9621 2.9188
Langmuir X (mg g7h) 211.65 289.18
b (Lmg ) 0.0398 0.1084
R, 0.0712 0.0189
R? 0.9661 0.9693
x> 4.5420 3.5382
Freundlich 1/n 0.4223 0.2674
Ke (LY mg' " g™ 30.7821 83.0821
R? 0.8802 0.8521
x> 16.0434 17.0502
Temkin by (J mol ™) 40.8121 43.9378
Ky 0.3247 1.4342
R*(Lg™ 0.9613 0.9313
x’ 5.1869 10.2207
Dubinin-Radushkevich Xpr (Mg g™ ") 193.09 236.08
Epg (k] mol™) 0.1316 0.1617
R? 0.9449 0.9577
x> 7.3837 4.8748

and 6.2956, respectively. The calculated rate constant values of
PFO (k;, min~") and 8 (g mg™") by the Elovich modeling results
supported the trend TXF > XF, representing the higher rate of
Pb>" adsorption and the faster TXF surface coverage. TXF had
a greater initial rate of Pb*>" adsorption («, 23.9053 mg
g~' min~") compared to XF («, 14.3792 mg g~ min~"), indi-
cating the faster adsorption of Pb>* onto TXF when compared
with XF. (v) The intraparticle diffusion plot (Fig. 4d) revealed
acceptable nonlinear regression coefficients and lowered chi-
square values, as indicated in Table 2, confirming their
proper application. The presence of the intercept (C, 2.2002 and
21.1811) proved that neither intraparticle diffusion nor film
diffusion were only the rate-controlling platforms, as surface
adsorption and external mass transfer also played important
roles in the adsorption of Pb®>" onto the fabricated nanofibers.
The rate constant value for intraparticle diffusion (k;, mg g*
min~*?) for TXF (35.0181) was greater than that for XF
(28.4174), indicating the strong affinity between Pb*>" and the
additional chemical functional groups on the surface of TXF.?

3.2.4 Impact of the initial pollutant concentration. The
static adsorption of Pb** from aqueous solution was investi-
gated using XF and TXF nanofibers at concentrations ranging
from 40 to 550 mg L' as the initial adsorbate concentration,
a 2 g L' nanofiber dose, pH 6, at 22 °C, and 40 min of contact

37866 | RSC Adv, 2024, 14, 37859-37870

shaking time. Fig. 5a-d show the equilibrium adsorption
isotherm points (represented by dots) as well as the nonlinear
Langmuir (eqn (8)), Freundlich (eqn (10)), Temkin (eqn (11)),
and Dubinin-Radushkevich (eqn (12)) models. The related
parameters are summarized in Table 2. The monotonic
approach to a limited adsorption capacity was determined by
the adsorption points of the isotherms that exhibited a typical
L-type isotherm.** The experimental results suggest that the
adsorption features increased with increasing the Pb**
concentration, while the rate of development decreased at
higher concentrations. The adsorption capacities initially
increased rapidly due to the abundance of vacant adsorption
sites at reduced concentrations. As the concentration was
increased, the adsorption rate decreased because the adsorp-
tion sites became more saturated.*® The nonlinear Langmuir
model had higher R* values (ranging from 0.9661 to 0.9693)
than the Freundlich model (ranging from 0.8521 to 0.8802).
Moreover, the Langmuir model had lower x> values (3.5382 to
4.5420) than the Freundlich nonlinear isotherm model (16.0434
to 17.0502), indicating that the Langmuir model better fitted the
isotherm data for Pb*>* adsorption onto the XF and TXF nano-
fibers. The maximum Langmuir adsorption capacity (X, mg
g™ ") of TXF (289.18) was approximately 77.53 mg g~ higher
than that of XF (211.65), which could be attributed to TXF's

© 2024 The Author(s). Published by the Royal Society of Chemistry
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Fig.5 (a) Langmuir, (b) Freundlich, (c) Temkin, and (d) D—R nonlinear plots for Pb?* adsorption by XF and TXF (C; = 40-550mg L%, T=22°C, t =

40 min, pH 6, fiber dosage = 2 g L™3).

larger surface area when compared to that of XF, as well as the
presence of different hetero Lewis basic functional groups
derived from thiosemicarbazide in TXF (-NH,, -NH, -C=S),
which can attract Lewis acidic Pb®* ions.** The separation
factors (eqn (9), Ry, 0.0189-0.0712) for Pb*>" adsorption onto XF
and TXF showed that the adsorption process was favorable. The
previous result was also confirmed by the 1/n values proved by
the Freundlich model (1/n < 1).*® The Temkin and D-R isotherm
models were beneficial for modeling Pb>" adsorption due to
their larger R* (>0.9313) and acceptable x” values. The by values
(ranging from 40.8121 to 43.9378 J mol ') were lower than
80 kJ mol ", indicating that Pb>" adsorption on XF and TXF
occurred by a physisorption process.®* The higher K1 (L g7)
value for TXF, which was 4.5 times higher than that for XF,
indicated that Pb*" adsorption on the TXF surface occurred with
a stronger linkage than on XF. The Xpgr values of the D-R
isotherm were in good agreement with the order of X;,, with the
Langmuir model, with discrepancies of approximately 8.7% and
18.3% for XF and TXF, respectively. The adsorption process was
physisorption in nature, since the predicted Epg (k] mol ') was
less than 8 kJ mol *.¥

3.2.5 Effect of the applied adsorption temperature. The
thermodynamic parameters were derived by examining the
influence of temperature on Pb** adsorption at 22 °C, 27 °C, 35 ©
C, and 40 °C using a static adsorption control of a 2 g L' dose,
pH 6, 40 min contact shaking time, and 500 mg L™ initial
adsorbate concentration. The obtained Van't Hoff plots are

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

shown in Fig. 6a, and the calculated thermodynamic parame-
ters are provided in Table 3. The experimental data well
matched the Van't Hoff model, with higher R* values (>0.9651).
The endothermic adsorption of Pb** by XF and TXF was indi-
cated by the AH° values (5.142-7.510 kJ mol *).*® The positive
AS° values indicate that the adsorption process involved an
increased affinity of the adsorbate ions for the solid surface and
increased unpredictability at the solid/liquid interface in
aqueous solution. Additionally, the AG° values (—4.585 to
—6.752 k] mol ") suggested that the adsorption of Pb** was
spontaneous. The computed AG® values ranged from 0 to
—20 k] mol™' at various temperatures, demonstrating the
physisorption process.* Increasing the temperature from 295 K
to 313 K during Pb*" adsorption resulted in a drop in AG®,
indicating that the process became more spontaneous and
beneficial at elevated temperatures.

3.2.6 Impact of the initial solution ionic strength. The
influence of the ionic strength was examined in the presence of
different amounts of KCl used to vary the solution ionic
strength (1, mol L") from 0.2 to 1.0 for the adsorption of Pb*" at
22 °C, pH 6, 500 mg L', 2 g L™* solid nanofiber dose, and
40 min of adsorption. Fig. 6b depicts the influence of the ionic
strength on the adsorption process. When we compared the
maximum adsorption capacities of XF and TXF toward Pb>" in
the absence and presence of an adsorbate solution with an ionic
strength of 1.0 mol L™, we noticed that XF and TXF's adsorp-
tion capacity dropped by 24.2% and 15.65%, respectively. The

RSC Adv, 2024, 14, 37859-37870 | 37867
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t = 40 min, pH 6, nanofiber dosage = 2 g L™).

decrease in adsorption features with increasing ionic strength
could be attributed to competition for the surface active sites
between Pb>" and the added electrolyte cations (K*), with more
competitive ions having a higher chance of occupying the
adsorption sites. When we compared the ionic mobility of K*
(7.62 x 10°*m> Vv~ s ") and Pb** (5.89 x 10 * m* V' s ") ions,
we observed that K* ions were about 1.29 times easier to move
than Pb®" at the examined temperature in the aqueous medium,
suggesting that potassium ions were better adsorbed than lead
ions. In addition, a rise in electrolyte concentration can result in
the electrolyte ions blocking the surface negative charges,
reducing the quantity of Pb** that can be adsorbed. Further-
more, foreign ions can greatly increase the thickness of the
diffuse electric double layer that covers the adsorbents and Pb>*
in solution, inhibiting Pb>" ions and adsorbent particles from
moving closer together, thereby lowering their electrostatic
attraction and reducing the adsorption process.”*">*

Table 3 Thermodynamic parameters for Pb?*removal by XF and TXF

3.2.7 Desorption and reusability of the nanofibers.
Desorption tests were performed on the Pb**-pre-loaded XF and
TXF solid adsorbent nanofibers in several eluent solutions with
distilled water and 0.1 mol L™ sodium hydroxide, hydrochloric
acid, nitric acid, and ethylenediaminetetraacetic acid to deter-
mine which desorbing agent had the highest recovery ratio. As
indicated in Fig. 6¢c, EDTA exhibited the highest desorption
percentage, with 100% and 97% desorption in the case of XF
and TXF, whereas distilled water had the lowest desorption
efficiency (9% and 4%, respectively). The higher DE% of EDTA
could be related to the higher stability constant of the PbY™*
water-soluble complex (1.1 x 10'®). Consequently, EDTA was
chosen as the most suitable desorbing eluent for Pb*" from the
nanofibers' surfaces.

The produced nanofibers' reusability and sustainability were
tested after 10 cycles of Pb>" adsorption and desorption using
EDTA as an eluent. Fig. 6d shows that XF and TXF lost only 7%

-AG®° (k] mol ™)

Adsorbents/parameters R AH° (k] mol™) AS® (k] mol ™' K1) 295 K 300 K 308 K 313 K
XF 0.9651 7.510 0.041 4.585 4.790 5.118 5.323
TXF 0.9763 5.142 0.038 6.068 6.258 6.562 6.752

37868 | RSC Adv, 2024, 14, 37859-37870
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Table 4 TXF's adsorption capacity in comparison to other adsorbents
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Adsorbents Adsorption conditions Xm (mg g™ Ref.
Araucaria gum/calcium alginate composite beads pH 5, t = 10 min, T = 25 °C 149.95 3
Terephthalate-ZnAl-LDH pH 5, t =10 min, T = 25 °C 124.00 53
Polyaniline alginate nanofibers pH 5, t =10 min, T = 25 °C 202.00 54
CDs/Al,O; nanofibers nanocomposite pH 6, t = 100 min, T = 25 °C 177.83 55
DTPA-modified chitosan/polyethylene oxide nanofibers pH 5, t = 50 min, T = 25 °C 142.00 56
Cellulose nanoparticles/chitosan composite pH 6.5, t = 120 min, T = 47 °C 221.10 57

TXF PH 6, t = 40 min, T = 22 °C 289.18 [This work]

and 12% of their removal efficiency after 10 cycles of
adsorption/desorption, respectively. This decline in efficiency
could be attributed to the loss of certain surface active sites as
well as possible fiber coagulation, which would result in
a decrease in surface area.

3.3 Comparison of the efficiency of TXF with other
adsorbents

When comparing TXF's adsorption capacity to that of other
materials for the removal of Pb*', Table 4 shows that TXF had
a greater adsorption capacity.>**”*” TXF nanofibers are a good
adsorbent for water treatment because of their unique proper-
ties, which include a relatively higher surface area, great
mechanical strength, outstanding adsorption efficiency, reus-
ability, and ease of regeneration. These characteristics make
TXF an important and creative option for contemporary water
treatment operations.

4 Conclusion

Ecofriendly nanofibers were created utilizing the electro-
spinning process, with xanthan gum used as a biological
macromolecule polymer and ferric ions for crosslinking,
leading to xanthan gum fibers (XF). Thiosemicarbazide was
employed to reinforce the produced xanthan gum nanofiber,
increasing the surface Lewis basic functional groups and hence
the removal efficiency toward heavy metal cations of the rein-
forced fiber (TXF). The customized fibers revealed acceptable
thermal, chemical, and textural properties, promoting their
environmental applications, particularly for the adsorption of
hazardous heavy metal cations. The insertion of thio-
semicarbazide molecules into the texture of xanthan gum (XF)
resulted in thiosemicarbazide/xanthan gum nanofibers (TXF)
with an increased surface area, advanced chemical functional
groups, and adequate thermal stability. The developed TXF
demonstrated a greater adsorption capability for cations, which
was endothermic, spontaneous, and physisorption in nature.
The adsorption of heavy metal cations from aqueous media is
an important process that necessitates precise parameter
adaptation. The adsorbent dose, starting solution pH, contact
shaking duration, adsorption temperature, and the starting
ionic strength of the adsorbate solution are all critical param-
eters. The optimum adsorption conditions were investigated
herein and found to be pH 6, 2.0 g L™, 40 min, a properly
increased temperature, and a decreased solution ionic strength.

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

The generated nanofibers were found to be reusable, with
a minor loss in adsorption effectiveness of no more than 12%
even after 10 cycles of application. The biopolymer nanofibers
were demonstrated to be safe, easy to use, efficient, and
sustainable. The proposed ecofriendly nanofibers have poten-
tial as a nanomaterial for a variety of environmental
applications.
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