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Recycling PVC waste into a functional adsorbent
for dye removal: an eco-friendly approach

Lokman Hosen, {22 Md Abdul Goni,*® Most. Johura Khatun® and
Sharmeen Nishat () *@

Environmental pollution caused by the improper discharge of toxic dyes from industries has become a
major concern nowadays in developing countries. A facile route was explored to develop a new cost-
effective, modified waste material-based adsorbent. Plastic solid wastes, such as waste PVC pipes, were
processed and converted into a functional material, which was applied in dye removal technology. PVC
was separated from the plastic waste with an extraction yield of 78%. The isolated PVC was modified
functionally by treating it with ethylenediamine. Characterization of the product by elemental analysis,
XPS, and FT-IR techniques confirmed the formation of aminated PVC (APVC). A series of adsorption
batch experiments were carried out by APVC to remove methylene blue (MB) dye from solutions. The
MB removal efficiency was optimized by varying different experimental parameters including solution
pH, contact time, dye concentration, adsorbent dose, and temperature. An adsorption capacity of
10.45 mg g~! with 52.25% of MB removal was recorded under optimized conditions (pH 10, contact
time of 11 hours, dye concentration of 20 ppm, adsorbent dose of 10 mg/10 mL, and temperature
of 30 °C). The experimental data best fitted with the Langmuir isotherm (R? = 0.9699) and followed
pseudo second-order kinetics (R®> = 0.9914). Evaluation of different thermodynamic parameters
(negative AG°, AH® = 9.7524 kJ mol™, and AS® = 33.5474 J K~ mol™) demonstrated the spontaneous
and endothermic nature of the MB adsorption process on APVC. These results reveal a new avenue for
plastic solid waste management by recycling and modifying PVC waste into valuable functional materials

rsc.li/materials-advances

1. Introduction

Water has long been recognized as an essential component for
the survival and continuation of life throughout the biosphere.
However, human activities, application of radioactive isotopes,
oil spills, industrial effluents, and agricultural runoffs are
constantly polluting different natural water resources. The
discharge of wastewater from different sources, particularly
from various industries and urban activities, without any prior
treatment or with partial treatment has become a major con-
cern nowadays in many developing countries since they contain
different toxic contaminants, which severely impact the terres-
trial environment and the health of millions of people.* The
rapid growth of industrialization worldwide causes the contin-
uous increase in wastewater discharge, which has a detrimental
effect on aquatic ecology. Dyes are the most common organic
contaminants, which are released as toxic mixed wastewater
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that work as potential adsorbents for the efficient removal of dyes from wastewater systems.

from different industries in Bangladesh. The presence of toxic
dyes in water bodies could drastically modify the photosyn-
thetic processes of marine biological cycles. Most dye species
are not biodegradable, and they are known to cause allergies
and cancer and induce mutations. Additionally, dyes may
induce failure of the kidneys, liver, brain, and lungs and can
cause nervous system issues if they are ingested in the human
body with water or other sources.”'° Hence, the presence of
toxic dyes in effluents is a matter of serious concern because of
their harmful impacts on both humans and the terrestrial
environment. Even at very low concentrations, the hues of
these dyes are immediately identifiable, which make them very
conspicuous and undesirable in the respective environmental
components.'"'? Nowadays, different types of dyes are used in
the textile, leather, and painting industries. Methylene blue is a
synthetic cationic basic dye used to colour cotton, silk, wool,
and leather. It is also utilized to coat paper stock and in labs for
electrophoresis, blotting, DNA extraction, and RNA extraction.
Methylene blue (MB), also known as tetramethyl thionine
chloride, possess the molecular structure of a heterocyclic
aromatic compound.” It has been recognized as a popular
dye due to its worldwide application in different industries
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such as textile, paper, rubber, plastics, leather, cosmetics,
pharmaceutical, and food processing. These industries dis-
charge very large volumes of dyes continuously as mixed
effluents into the surrounding waterbodies and lands, which
pose a serious threat to the terrestrial environment. However,
although many industries have tried to treat effluents prior to
their discharge, analysis of wastewater released from these
industries showed the presence of significant quantities of dye
residues.'®" Therefore, it is highly necessary to utilize suitable
technology that can effectively extract and remove toxic pollu-
tants from industrial waste streams, and thus reduce the
pollution in natural waterbodies, land and other environmental
segments.'® Phase-change technologies known as adsorption
processes have gained popularity in recent years because of
their ease of use, comparative affordability and high effective-
ness in removing pollutants from aqueous solutions even at low
concentrations."”'® Polyvinyl chloride (PVC) is a versatile ther-
moplastic widely utilized, with its demand reaching 35 million
tons annually on a global scale.'® Because of its many advan-
tages and diverse qualities such as chemical stability, corrosion
resistance, low cost,”°> and especially ease of processing, as
well as its important compatibility with different additives,
PVC has emerged as the most widely utilized material
nowadays.>*® A wide variety of products has been manufac-
tured using PVC as the principal raw material, which include
window frames, drainage pipes, water service pipes, medical
devices, blood storage bags, cable and wire insulation, resilient
flooring, roofing membranes, stationary, automotive interiors
and seat coverings, fashion and footwear, and packaging.>”*®
These large varieties of PVC products ultimately generate an
extensive quantity of solid waste after their use in different
sectors (approximately 5.5 million tons of PVC waste is gener-
ated globally each year). Unfortunately, the waste generated
from different PVC products is not biodegradable, and thus
causes severe pollution in the terrestrial environment. Accord-
ingly, several methods for PVC recycling have been reported in
the literature.”** However, most of these PVC recycling meth-
ods have been found to be ineffective and not viable for
practical applications because of the formation of a high
percentage of chlorine as byproduct.? Particularly, the uniden-
tified risks associated with the oxidative decomposition of PVC
in the environment by landfilling and composting of PVC
products without any processing are noticeable.***' Also, due
to the generation of substantial volumes of hydrogen chloride
and other hazardous by-products, the incineration and pyroly-
sis of PVC waste are strongly discouraged in many countries as
these methods pose a significant threat to the environment and
human health.?**?** Therefore, it is highly necessary to intro-
duce and develop potential approaches to effectively manage
plastic waste and minimize the environmental pollution from
PVC waste. However, limited data are available on the conver-
sion of PVC waste into useful products that can remove toxic
pollutants from wastewater bodies. The removal of ions by
modified waste PVC was reported previously in the literature.>*
Several studies reported dye removal processes using modified
PVC.*>° These studies used virgin PVC and modified it for its
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application in dye removal processes. However, to the best of
our knowledge, no study has been carried out on dye removal
technology utilizing waste PVC products to date. Also, no data
are available in the literature on the potential removal of dyes
from aqueous solutions using functionalized materials synthe-
sized from waste PVC products. The present study aimed to
convert plastic solid waste into functional materials and apply
the resulting materials in dye removal technology. It focused on
the synthesis and characterization of amino functional PVC
materials by utilizing solid plastic waste products and finding
potential applications of modified functionalized PVC materi-
als as effective adsorbents in the removal of dyes from waste-
water using adsorption technology. Therefore, the novelty and
significance of the present study lie in its ability to address two
environmental issues simultaneously, i.e., plastic waste reuse
and water pollution remediation, by integrating waste manage-
ment with water treatment technologies.

2. Materials and methods
2.1 Materials

All the materials used in this research were of analytical grade.
Tetrahydrofuran (THF) anhydrous was purchased from Sigma-
Aldrich (USA) with 99.9% purity. Ethylenediamine (C,HgNj,
>99%), pyridine, sodium hydroxide (NaOH, >98%), sulphuric
acid (H,SO,4, 98%), and methylene blue were obtained from
Merck Millipore (Merck KGaA, Darmstadt, Germany).

2.2 Methodology

2.2.1 Extraction of PVC polymer from plastic solid waste.
Several methods have been reported in the literature to extract
and separate PVC polymer from solid plastic waste.>”*® In the
present study, waste PVC pipe was utilized to extract and isolate
the PVC polymer following a standard technique.*® The solvent
extraction method was used to isolate PVC polymer from plastic
solid waste. Additive-free pure PVC was extracted and separated
from plastic solid waste by using an organic solvent. Fig. 1
shows the different steps of extraction and separation of PVC
polymer from waste PVC pipes.

2.2.2  Structural modification of extracted PVC. Extracted
PVC was modified by the introduction of amino functionality.
In this study, isolated PVC was chemically treated with ethylene
diamine solution following a standard procedure.*>*® During
the experimental process, 10 g &~ 11 mL ethylenediamine (EDA)
solution was added dropwise to 1 g of polyvinyl chloride (PVC)
in a 100 mL round-bottom flask.*® The mixture was vigorously
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Fig. 1 PVC extraction process.
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stirred in an oil bath at room temperature for 4 h under a
nitrogen atmosphere. After completion of the reaction, the
resulting mixture was filtered and the solid aminated PVC
product was deposited on filter paper, which was washed
thoroughly with DI water to eliminate the unreacted EDA and
other by-products (HCl and EDA-HCI). Finally, the aminated
PVC was dried for two days in an oven at 45 °C. The desired
product was analysed by FT-IR and other standard techniques.

2.2.3 Batch adsorption experiments. A series of batch
experiments was carried out utilizing the functionalized
extracted PVC as a potential adsorbent. All adsorption experi-
ments were conducted following the standard procedures and
different factors such as effects of temperature, adsorbent dose,
contact time, pH, and initial dye concentration were studied
during the batch experiments.

A stock solution of methylene blue (MB) with a concen-
tration of 100 ppm was made accordingly, which was used in
the batch experiments. This stock solution (100 ppm) was
utilized to prepare 5, 10, 15, 20, and 25 mg L' solution of
MB by using standard dilution procedures and the pH of each
MB solution with a particular concentration was maintained at
10.

2.2.3.1 Optimization of pH in analyte solutions. The adsorp-
tion experiments were carried out by varying the pH in the
range of 2 to 10 to investigate the impact of pH on the removal
of methylene blue (MB) from aqueous solutions. The pH of the
MB solutions was adjusted using 0.01 M NaOH and 0.01 M
H,S0, solutions. Given that PVC and HCI both contain chloride
ions, HCI was not employed to adjust the pH of the respective
solutions to prevent a possible common ion effect. In the
experimental processes, 10 mL of dye solution with a fixed
initial concentration of 20 mg L' was taken in a stoppered
conical flask. 10 mg of modified PVC (MPVC) was added, and
the resulting mixture was agitated in a shaker for 12 h at a
speed of 180 rpm.

2.2.3.2 Optimization of initial analyte concentration. In this
study, 10 mL of dye solution at various starting concentrations
of 5,10, 15, 20, and 25 mg L~ " was used. In each case, 10 mL of
MB solution with a pH of 10 was added to a fixed amount
(10 mg) of MPVC in a conical flask equipped with a stopper and
the resulting mixture was stirred in a shaker at a constant
agitation speed of 180 rpm for 12 h.

2.2.3.4 Adsorbent dose optimization. In this study, different
amounts of MPVC such as 5, 10, 15, 20, and 25 mg were
separately added to 10 mL of MB solution at pH 10 in 250
mL stoppered glass Erlenmeyer flasks. The resulting mixtures
in the Erlenmeyer flasks were agitated on an orbital shaker at
170 rpm for 16 h. The mixtures were filtered using Whatman 41
filter paper and the resulting filtrate was analysed by using a
UV-vis spectrophotometer (Shimadzu Model UV-1800, Japan) at
the maximum wavelength of 663 nm. Thus, the concentration
of MB in the respective aqueous solutions was determined
before and after the adsorption experiments. Eqn (1) and (2)
were used to determine the adsorption capacity (¢g.) and percent
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adsorption of the dye from aqueous solutions, respectively.*"

G —-C)V
qe = % (1)
Yremoval = % x 100 (2)

where C; represents the initial concentration of MB in aqueous
solution in mg L' and C, represents the concentration of MB
in mg L™ at equilibrium condition. V represents the volume of
the experimental solution (in L) and W is the mass of MPVC (in
g) used in the corresponding adsorption experiments.

2.2.4 Statistical analysis

2.2.4.1 Isotherm modelling. Different thermodynamic models
such as Langmuir, Freundlich, and Temkin isotherm models were
utilized to investigate and evaluate the adsorption characteristics of
methylene blue dye on the surface of MPVC.

2.2.4.1.1 Langmuir isotherm. The Langmuir isotherm
model considers the adsorbent surface as a monomolecular
layer combination with no intermolecular interactions, where
potential active sites are available to bind analyte molecules.
Eqn (3) represents the Langmuir isotherm model in linear
form. In this equation, g. denotes the amount of dye adsorbed
on the solid surface (mg g~ '), C. is the equilibrium adsorbate
concentration (mg L’l), and gmax and Kj, represent the Lang-
muir constants, which correspond to the maximum adsorption
capacity (mg g~ ') and energy of adsorption (L mol '), respec-
tively. A dimensionless component, Ry, is identified as the
major feature of the Langmuir isotherm, which is described
as follows:

1

RL=———
L 1+KLC()

The magnitude of Ry indicates the type and nature of adsorp-
tion, which can be categorized as unfavourable (R, > 1), linear
(Ry = 1), favourable (0 < Ry < 1), or irreversible (R, = 0).*?

1 1 1 1 3)

qe B KL Gmax Ce

qmax

2.2.4.1.2 Freundlich isotherm. The Freundlich isotherm
model predicts the multilayer adsorption process on a solid
adsorbent as well as the heterogeneous surface characteristics
of the corresponding adsorbent material. This isotherm model
can also be utilized to determine the sorption energy and assess
the interactions between the molecules adsorbed on solid
surfaces. The empirical Freundlich isotherm model can be
quantitatively expressed in the form of eqn (4), which can be
utilized to characterize the heterogeneous characteristics of dye
adsorption on solid surfaces. The Freundlich parameters K¢
(mg~™ L" ¢~') and 1/n indicate the adsorption capacity and
adsorption strength of solid materials, respectively.**™** The
magnitude of n can be utilized to predict whether the corres-
ponding adsorption of metals or dyes on solid adsorbents
occurs via chemisorption or physisorption processes. If the
value of n is less than 1, the sorption process is considered
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chemisorption. However, if the magnitude of n is observed to
be higher than 1, the sorption process is assumed to proceed
via the physisorption mechanism.*®

|
log g. = Zlog C. +log K¢ (4)

2.2.4.1.3 Temkin isotherm. The generic Temkin isotherm
model was built on the premise that the heat of adsorption
would decrease linearly and that the binding energies would be
distributed uniformly up to a maximum value. The Temkin
isotherm can be expressed in the form of eqn (5). In this
equation, Ay denotes the equilibrium binding constant corres-
ponding to the maximum binding energy, the constant RT/br
indicates the heat of adsorption, R is the universal gas constant,
T is the absolute temperature in Kelvin and 1/by represents the
adsorption potential of the adsorbent. All these parameters can
be determined from the plot of InC. versus g. following
eqn (5).¢

RT RT

qe:Eh'IAT ‘l‘ElnCe (5)

2.2.4.2 Thermodynamic parameters. Different thermody-
namic parameters such as AG°, AS° and AH° associated
with the dye adsorption on MPVC were assessed following
the standard procedures.””"® The following characteristic
equations were used to calculate the standard free energy
(AG®°, k] mol™"), standard enthalpy (AH°, k] mol™ "), and stan-
dard entropy (AS°, J] mol™' K') of the dye adsorption
process.****

AG° = —RTInK;, (6)

AG° = AH® — TAS® (7)
AH®° AS°

k=27t & (8)

where R denotes the universal gas constant (8.314 k] mol * K ),
K;, represents the Langmuir equilibrium constant (L mol ), T is
the absolute temperature (K), g. represents the adsorption capacity
and C, is the equilibrium dye concentration. The plot of In K;, vs.
1/T yields a straight line, where the slope and intercept othe
straight line reveal the changes in enthalpy (AH®) and entropy
(AS°) associated with the removal of MB dye from aqueous
solutions by MPVC, respectively. The magnitude of Kj, can be
determined by using eqn (9), as follows:*’

ge
K =2
L= ©)

2.2.4.3 Kinetic modelling study. Kinetic investigation pro-
vides significant information on the type of adsorption and
the possible mechanism of the corresponding process occur-
ring in the removal of dye by solid adsorbents.*® The adsorption
kinetics is assumed to proceed via four sequential steps, as
follows: (1) the water layer on the hydrated adsorbent surface
allows the adsorbate species to diffuse from the bulk solution
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to the surface, (2) the adsorbate overcomes the resistance of the
liquid film on the adsorbent surface, (3) the adsorbate species
diffuse from the exterior surfaces and reach to inner surface
active sites of the adsorbent and (4) the adsorbate species
and the active sites on the surface of the adsorbent interact
with each other.*® The adsorption kinetics associated with the
removal of MB dye from aqueous solution by MPVC were
investigated and evaluated by inputting the experimental data
in the pseudo-first-order, and pseudo-second-order kinetic
model equations.*>”°

2.2.4.3.1 Pseudo-first-order kinetic model. Lagergren’s first-
order rate equation was used to express the dye adsorption rate
on the surface of MPVC, which was calculated based on the
degree of adsorption. The linear version of Lagergren’s first-
order rate equation can be written as follows:">"*?

In(ge — g,) = Ing. — Kqt. (10)

where g. (mg g~') denotes the equilibrium amount of dye
adsorbed on the biosorbent material, g; (mg g~ ") is the amount
of dye adsorbed on the surface of the biosorbent at any given
moment, and K; (min ") is the rate constant of the pseudo-first-
order adsorption, which is determined from the slope of the
linear equation obtained from the plot of In(g. — ¢q,) vs.
t (slope = K3, g. = experimental intercept).

2.2.4.3.2 Pseudo-second-order kinetic model. Ho introduced
a second-order reaction model for the biosorption of disso-
ciated metals ions in charcoal particles based on the adsorption
capacity of biosorbents. The solvent composition in the analyte
solution could change the dynamics of the second-order
rate, where biomass and other solutes solutions could show
pseudo-second-order reaction kinetics. The mathematical
expression for the pseudo-second-order kinetic model was
introduced and reported by Ho, which is displayed as
eqn (11), as follows:!*2:45:51,33,54

t 1 t

= 4+ —. 11
q kagd g (11)

where g. represents the quantity of dye adsorbed at equilibrium
on the surface of the biosorbent (mg g~ '), g, is the amount of
dye (mg g ') adsorbed at any time ¢ during the biosorption
process biosorbent, and K, (g mg ' min~') refers to the
adsorption rate constant of the pseudo-second-order reaction.
The magnitude of K, (g mg ' min~') can be determined from
the slope and intercept of the equation obtained from the plot
of t/q, versus t.

3. Results and discussion

3.1 Extraction of PVC from solid waste and modification of
extracted PVC

Solid PVC pipe waste was processed, and the solvent extraction
method was utilized to extract and separate PVC polymer from
the waste products. Application of THF in the extraction
procedures yielded about 78% of white-coloured PVC polymer
from the solid plastic waste. In this process, all additives (about

© 2026 The Author(s). Published by the Royal Society of Chemistry
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22% additives such as CaCOj; in PVC pipe) were removed from
the PVC pipe waste.*

The extracted PVC was analysed and characterized by FT-IR
spectroscopy, elemental analysis, and XPS. The results of the
elemental analysis and XPS study showed the characteristic
properties of the extracted PVC, which were identical to all the
ideal properties of pure PVC. The percentage of carbon and
hydrogen, as obtained from the elemental analysis of the
extracted PVC, was very close to the theoretical percentage of
carbon and hydrogen existing in pure PVC, respectively, which
indicated the successful recovery and extraction of PVC polymer
from solid plastic waste products such as PVC pipes. Treatment
of the extracted PVC with ethylene diamine solution introduced
the amine functionality into the structure of isolated PVC and
resulted in the formation of aminated PVC (MPVC). The desired
functionalized PVC material was characterized using different
standard techniques such as FTIR, elemental analysis, and XPS
study. The results of these standard analyses confirmed the
amination of the extracted PVC. The appearance of a new FT-IR
resonance band corresponding to the N-H stretching vibration
apparently evidenced the inclusion of amine functionality
within the structure of extracted PVC. The presence of nitrogen
and its increase in abundance, as obtained from the elemental
analysis, further confirmed the incorporation of the amine
functionality in the structure of the PVC polymer. The for-
mation of a characteristic new N 1s peak in the XPS spectra also
confirmed the successful inclusion of the amine structural
moiety in the extracted PVC material.

3.2 Characterization of extracted and modified PVC

A Shimadzu Fourier transform infrared spectrophotometer
(FTIR-8400, wavenumber range of 4000 cm ' to 400 cm )
instrument was used to analyse the experimental samples.
The FT-IR data showed different characteristic resonances at
622.81 cm ™' for the C-Cl group, 1429.97 cm™ ' for the C-H
group, and 2919.08 cm ™" for the alkyl C-H functionality, which
were identical to the corresponding bands observed in the pure
PVC, confirming the successful extraction and isolation of PVC
from the solid plastic waste (PVC waste pipes) (Fig. 2). The
results of the FT-IR analysis of the extracted PVC were very
similar to the data reported previously from the FT-IR reso-
nances bands observed in the pure PVC polymer material.>®
Chemical treatment of the extracted PVC with ethylenediamine

****** aans

T T . T
1500 1000 500

T u
2500 2000

Wave Number (cm™)

r T T
4000 3500 3000

Fig. 2 FTIR spectra of the extracted and aminated PVC.
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solution yielded a functionalized material, which showed a new
resonance band at 3435.29 cm ™" in the FT-IR study.

The interesting and characteristic resonance at 3435.29 cm™
originated from the N-H stretching vibration, which apparently
demonstrated the introduction of the amino functionality in the
structure of the extracted PVC with the successful formation of the
amino-PVC (APVC) material. It was observed that amination of the
extracted PVC caused a decrease in the intensities of some reso-
nance bands observed in the spectrum of pure PVC, whereas an
increase in the intensity of the peak at 1638.67 cm™ ' was realized,
corresponding to the C—C stretching vibration. This indicated that
there might be some elimination reaction occurring simulta-
neously with the main substitution reaction, which effectively
replaced the Cl group with the primary amine functionality in
the resulting amino-PVC material.*® The presence of CO, might
cause the appearance of an absorption peak at 2347.00 cm ™ in the
spectrum of the extracted PVC and at 2349.46 cm ' in the
aminated PVC.>® The chlorine content decreased as a result of
the substitution reaction between PVC and the nucleophilic amine
component of ethylenediamine (EDA) molecules, which led to a
decrease in the intensity of the chlorine band in the respective
spectra. In the XPS study, the powdered samples were mixed with
ethanol, and the resulting mixtures were placed onto 1 x 1 cm®
glass slides and then subjected to spectroscopic analysis. A
Thermo-Fisher Scientific XPS spectrometer (7 x 10~ mbar pres-
sure) equipped with an Al k, anode (1486.68 eV) as the X-ray source
was used to record the XPS spectra of the experimental samples. A
hemispherical capacitor analyser was utilized to collect the high-
resolution scans of the elemental lines at a 200 eV pass energy for
the survey scans and 50 eV pass energy for the narrow scans. These
scans produced an Ag 3ds, line full-width-at-half-maximum
(FWHM) of less than 1 eV and intensity above a linear background
at BE from 365 eV to 371 eV using a 1 eV average background. To
illustrate the ultimate energy resolution of 0.5 eV, other spectra
were collected at a low pass energy (3 €V). The Cu 2p;,, Ag 3ds,,
and Au 4f,, spectra showed the typical peak locations, which were
used to calibrate the energy scale of the spectrometer. The peak
positions were often observed within 50 meV of the standard peak
energies. The C 1s line of an adventitious hydrocarbon, with a
binding energy (BE) of 284.8 eV, served as the charge reference for
the binding energies of the elemental lines. The Si 2p, Ca 2p, O 1s,
and C 1s areas all had high-resolution spectra (narrow scans), as
recorded for the experimental samples. The Avantage program was
used to analyse the data and this software also provided the curve
fitting and deconvoluted data. Fig. 3 displays the XPS spectra of
PVC and APVC. The low-resolution (survey) XPS spectrum of PVC
showed four peaks, which were C 1s around 285 €V, O 1s around
532 eV, Cl 2s around 270 eV and Cl 2p around 200 eV, whereas the
corresponding spectrum of APVC consisted of five characteristics
peaks, which were C 1s around 285 eV, O 1s around 532 eV, Cl 2s
around 270 eV, Cl 2p around 200 eV, and N 1s around 400 €V. The
XPS spectra of both PVC and APVC showed traces of oxygen
contamination in the respective materials. The results of the XPS
analyses of the extracted PVC and APVC were highly comparable to
the data reported from a study conducted previously on similar
materials.””

1
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Fig. 3 XPS spectra of the extracted PVC and aminated PVC (APVC).

The XPS resonances at various binding energies observed in
the spectra of the extracted PVC and APVC materials for the
aforementioned elements were identical to the corresponding
data obtained from similar materials synthesized previously by
other research groups.’®®® The appearance of an N 1s peak at
around 400 eV in the XPS spectrum evidenced the incorpora-
tion of the amino functionality in the structure of the extracted
PVC with the successful amination reaction, which effectively
yielded APVC. The CI/C and N/C ratios found in the PVC and
APVC materials are listed in Table 1. The results showed that
the amination treatment decreased the Cl/C ratio, whereas the
N/C ratio increased in the resulting material, which demon-
strated displacement of the chloro group by the amine func-
tionality present in the ethylene diamine compound. The
atomic percentage of chlorine was determined to be 23.59%
in the extracted PVC and 11.16% in the aminated PVC. This
finding demonstrates that around 47% of the chlorine atoms
are replaced by nitrogen atoms throughout the amination
process. The elemental analysis was carried out on the
extracted PVC and APVC materials using a Vario Micro Cube
(Germany) elemental analyser. The results of the elemental
analysis showed that the percentage of nitrogen in APVC is
1.92%, whereas nitrogen was totally absent (zero) in the
extracted PVC material, which further confirmed the successful
amination of PVC to yield APVC. The results of all three
standard analytical techniques (FT-IR, elemental, and XPS)
confirmed the successful extraction of PVC from solid plastic
waste as well as the effective modification of the structure of
PVC with the incorporation of amine functionality by amina-
tion reaction, which displaced the chlorine group with the
amine functionality present in ethylene diamine and yielded
the amino-PVC polymer material (APVC). The reaction scheme
for the modification and amination of the extracted PVC to
synthesize the amino functional PVC material (APVC) is shown
in Fig. 4.

Table 1 Elemental ratios in PVC and APVC based on the XPS data

Ratio Cl/C N/C

PVC 0.324663 0.000000
APVC 0.172088 0.311525
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Fig. 4 Reaction scheme for the modification and amination of the
extracted PVC.

3.3 Batch adsorption experiments

The modified amino-functionalized PVC (APVC) material was
successfully applied as a potential adsorbent to remove and
isolate methylene blue dye from different aqueous solutions
utilizing adsorption technology. A series of batch experiments
was conducted, where the appropriate amounts of APVC and
methylene blue solution were mixed, and the resulting mixture
was agitated using an orbital shaker at 180 rpm. The adsorbent
dose, contact time, pH of the adsorbate solution, adsorption
capacity of APVC, and efficiency of methylene blue on the
surface of the adsorbent material were optimized accordingly.
The detailed procedures for the optimization of all the experi-
mental parameters for the effective removal of methylene blue
from various aqueous solutions were described previously in
the Experimental section. After the adsorption experiment,
each mixture of adsorbent and MB solution was filtered to
separate the solid APVC. The resultant filtrate was analysed for
MB accordingly. The concentration of methylene blue in each
aqueous solution before and after the adsorption experiment
was determined using UV-Vis spectrophotometry.

3.3.1 Effect of solution pH on the adsorption of MB on the
surface of PVC and APVC. The degree of ionization of the dye
and sorbent surfaces depends on the extent of H' ions present
in the dye solution. Therefore, the surface characteristics and
adsorption capabilities of adsorbents are significantly influ-
enced by the pH of the analyte solution.®® In this study, the
initial methylene blue dye solution with a concentration of
20 mg L' at different pH was added separately to 10 mg of
adsorbent per 20 mL adsorbate solution and the resulting
mixture was agitated at 30 °C for 15 h to examine the impact
of pH on the adsorption of MB on PVC and APVC. The
adsorption of methylene blue on the surface of APVC was
found to be significantly influenced by a variation in the pH
of the dye solution, as shown in Fig. 5. Methylene blue (MB) is a
cationic dye that exists as positively charged ions in aqueous
solution. The electrostatic repulsion between the positively
charged surface of APVC (as amine groups protonated under
acidic condition) and the positively charged MB molecules
often makes it difficult for MB to get adsorbed on the surface
of APVC adsorbent in acidic media (pH lower then 7), as
observed in Fig. 5.

Similar effects of the pH of the analyte solution on the
adsorption capacity of solid adsorbents were reported pre-
viously by Hermann et al.®® The adsorption of MB on the
surface of APVC was found to increase with an increase in the
pH of the MB solution. The maximum removal of MB from
the respective aqueous solutions by APVC was observed at

© 2026 The Author(s). Published by the Royal Society of Chemistry
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Fig. 5 Effect of solution pH on the adsorption of MB on the surface of
APVC and extracted PVC.

pH 10, as demonstrated in Fig. 5. In the case of dye solution at
PH =10, almost all the amine groups within APVC existed in the
deprotonated state, and thus free amine functionalities offer a
convenient electron-rich environment for the binding of catio-
nic MB dye species on the surface of APVC. At this stage, there
were no available H' ions in the MB solution that could
compete with the cation groups of MB dye to be adsorbed on
the surface of APVC, which resulted in the maximum adsorp-
tion of dye at pH 10."> The extracted PVC also showed MB
adsorption on its surface to some extent, which increased with
an increase in the pH of the respective solutions due to the
dipolar attraction between the electronegative chloride group
and cationic structural moiety of the MB dye species (Fig. 5).
However, the extent of removal of MB from aqueous solution
and the adsorption capacity of dye by PVC were significantly
lower than that found with APVC, which demonstrated the
efficiency of the amine functionality in the modified PVC
(APVC) to extract and isolate MB dye from the aqueous
solution. The occurrence of a minor degree of elimination
reaction during the amination process of the extracted PVC
might incorporate alkene groups to some extent within the
structure of APVC in addition to the amine functionality, which
might also enhance the adsorption of MB dye on the surface of
APVC due to their n-interaction with the cationic charge density
of MB molecules. Thus, the dye removal efficiency of APVC
increased substantially in comparison to that found with the
extracted pure PVC (Fig. 5). The results of MB removal from
aqueous solutions by APVC were highly comparable to the data
reported previously for the adsorption of MB on the surface of
wood shavings.®® Fig. 6 shows the stability profile of methylene
blue dye in aqueous solutions at different pH.

Methylene blue was observed to be stable in aqueous solu-
tions with a variation in pH from 2 to 10 and no structural
degradation was realized within this pH range. However, the
elevation of solution pH above 10 caused the degradation of MB
in the respective solution, as demonstrated in Fig. 6. Therefore,
all the adsorption experiments for the effective removal of MB
from aqueous solution were carried out in the pH range of 2 to
10 (Fig. 6).
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Fig. 6 pH profile of methylene blue (MB) solutions.

3.3.2 Effect of initial adsorbate concentration on the
removal of MB by PVC and APVC. The degree of MB removal
from aqueous solutions by APVC and PVC was examined
in terms of adsorption capacity (g.) and % removal. However,
these significant parameters in the dye adsorption process
were greatly influenced by the initial dye concentration, as
illustrated in Fig. 7. The percentage of dye removal and
separation from aqueous solutions showed an inverse relation-
ship to the respective dye concentration, where the percentage
of dye removal decreased with an increase in the initial dye
concentration.

Though the percent MB adsorption on PVC and APVC
decreased with an increase in the initial dye concentration,
the actual amount of dye adsorbed per unit mass of adsorbent
(adsorption capacity, g.) increased with an increase in the dye
concentration in the experimental solutions and adsorption
equilibrium was assumed to be established eventually in the
respective MB-adsorbent mixtures. The concentration gradient
that was created between the dye solution and the surface of the
adsorbent worked as a driving force for the equilibrium pro-
cess, which might result in an increase in the adsorption
capacity (g.) of APVC with an increase in the dye concentration
in aqueous solutions. When all the active sites on the surfaces
of APVC and PVC were occupied by MB species, adsorption
equilibrium was established between the adsorbent and
adsorbed species.®®* Thus, the surface of the adsorbent
became saturated and no potential active sites were available
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Fig. 7 Influence of the initial concentration of dye on the adsorption of
MB onto APVC.
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to bind MB species from higher concentrated dye solutions.
Similar findings for the removal of dyes by solid adsorbents
were documented previously in the literature.®*°®

3.3.3 Effect of contact time on the adsorption of MB on
PVC and APVC. The adsorption experiments were carried out
for different periods of times to investigate the effect of contact
time on the adsorption of MB on the surface of APVC and PVC
and the results are illustrated in Fig. 8. A rapid rise in the extent
of dye effectively removed by APVC from aqueous solution was
realized when the contact time was increased from 1 h to 7 h
during the experimental adsorption processes. The adsorption
capacity (g) of APVC was found to increase from 2.46 to
9.37 mg g~ during this time, while the MB removal percentage
was also observed to be elevated from 12.28% to 46.83%. In the
initial stage of the adsorption experiment, the surface of APVC
exposed a higher number of accessible active sites, which
potentially could bind MB molecules in to a greater extent with
an increase in the contact time.

However, the surface of APVC eventually became saturated
with MB species with an increase in the contact time between
MB species and APVC adsorbent, and at 11 h the adsorption
process reached the equilibrium state. At this point, the highest
amount of MB species was bound on the adsorbent surface,
which was demonstrated with the maximum MB removal
percentage of 46.83%, where the adsorption process was stabi-
lized and an equilibrium stage between MB species and APVC
appeared in the respective mixtures. After the equilibrium
saturation phase and above the experimental contact time of
11 h, the adsorption capacity of APVC and the MB removal
percentage decreased as most of the active sites were occupied
by MB species, and apparently there were no available sites on
the surface of the adsorbent to bind the respective dye
species.®” The results of interaction time of MB with APVC in
the adsorption processes as well as the corresponding MB
removal efficiency of the adsorbent with the percentage
removal of MB from the respective solutions showed an iden-
tical trend to the data reported in similar studies conducted
previously by other research groups.®®

3.3.4 Effect of adsorbent dose on the removal of MB by
PVC and APVC from aqueous solutions. In this study, different
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1

u
\
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Fig. 8 Influence of contact time on the adsorption of MB onto APVC.
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quantities of adsorbents (APVC) were applied, while keeping
the concentration of the MB solution constant throughout the
adsorption process to investigate the efficiency of MB removal
from different aqueous solutions and the results are displayed
in Fig. 9. The adsorption capacity (g.) of APVC was observed to
decrease from 12.48 to 3.69 mg g ' with an increase in the
amount of adsorbent in the respective experimental adsorption
processes. There might be accumulation or overlapping of the
adsorption sites, which could reduce the extent of overall
adsorbent surface area accessible to methylene blue species,
and thus interrupted the MB adsorption equilibrium processes
in the respective system.®’

However, the percentage removal of MB from aqueous
solution gradually increased with an increase in the adsorbent
dosage during the adsorption experiments, and then it reached
the maximum point, and thereafter dropped with a further
increase in the adsorbent dose. There might be more exposed
available surface area with a higher abundance of active sites
with an increase in the quantity of APVC adsorbent, which
might result in an elevation of the percent removal of MB from
the respective solutions.’® The maximum percent removal of
MB was found with 10 mg of adsorbent APVC applied in 10 mL
of MB solution, whereas the highest adsorption capacity was
measured at 5 mg of adsorbent per 10 mL of MB solution.
Evaluation of the adsorption capacity and percent removal of
MB from aqueous solutions showed that the optimized adsor-
bent dose (APVC) is 10 mg applied into 10 mL of MB solution at
the optimized initial analyte concentration, contact time,
and pH.

3.4 Possible mechanistic scheme for MB removal by APVC

APVC has amine groups, while methylene blue contains nitro-
gen with a lone pair of electrons. Thereby, the structures of
both APVC and MB provide active sites for hydrogen bond
formation. In this way, MB adsorption on APVC occurs via
hydrogen bonding. The amine groups in modified PVC at pH 10
remain deprotonated, and hence the nitrogen atom functions
as a negative centre, while methylene blue is a cationic dye
even at this high pH. Given that electrostatic interaction is
found between all oppositely charged centres, the electrostatic

Adsorption capacity]

|—=—Removat

T
Removal (%)

Adsorption capacity (mg/g)
(-

Weight (mg)

Fig. 9 Influence of adsorbent dose on the adsorption of MB onto the
surface of APVC.
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interaction between APVC and MB is also a driving force for the
adsorption of MB on modified PVC. Additionally, the removal
efficiency further increased by the van der Waals interaction
between the dye and adsorbent. A possible mechanistic scheme
for methylene blue adsorption on aminated PVC is shown in
Scheme 1.

3.5 Statistical analysis of MB adsorption on the surface of
APVC

3.5.1 Isotherm modelling study. Three different isotherm
models, ie., Langmuir, Freundlich, and Temkin isotherm
models, were utilized to examine the relationship between
equilibrium dye uptake (g.) and final concentration of MB in
the equilibrium state (C.), which might directly impact the
adsorption of MB on the surface of APVC. The data obtained
from MB removal by APVC from aqueous solution following the
characteristic adsorption experiments were plugged in to these
three isotherm model equations. The magnitudes of the differ-
ent parameters related to the three isotherm models were
calculated accordingly, and the results are displayed in
Table 2. The data in Table 2 indicates that the magnitude of
R* obtained from the Langmuir model is 0.9699 which, is
significantly higher than that observed from the application
of the Freundlich model (0.8882) and Temkin model (0.8043),
respectively. The results of MB removal from aqueous solution
by APVC were best fitted to the Langmuir model, and among
the three models, it was found to be most suitable to describe
the isothermal characteristics of MB adsorption on the surface
of APVC.

3.5.1.1 Langmuir isotherm study. The magnitude of the
Langmuir constant (R;) explains the nature and deviation of
an adsorption process, where it is unfavourable (R;, > 1), linear
(R, = 1), favourable (0 < Ry, < 1), or irreversible (R, = 0).** In the
present study, the value of Ry, at equilibrium was recorded to be
0.4931, which apparently indicated that MB adsorption on the
surface of APVC was a highly favourable process (Table 2). The

. H - bond
sl Jonmic interaction
------ Vander waals interaction

Adsorbent
Scheme 1 Schematic of MB adsorption on APVC.
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Table 2 Magnitude of various parameters from different adsorption
isotherm models obtained for MB adsorption on the surface of APVC

Isotherm Parameter Value
Langmuir isotherm Gmax (Mg g ) 21.04
K, 0.0685
R, 0.4931
R? 0.9699
Freundlich isotherm 1/n 0.7133
K; 1.6473
R 0.8882
Temkin isotherm Br (Jmol ™) 4.0821
Arp (Lmg™) 0.8487
R’ 0.8043

magnitudes of gmax and K;, for MB adsorption on APVC were
21.04 mg g ' and 0.0685, respectively, as obtained from the
utilization of the Langmuir isotherm equation. The extent of all
the Langmuir parameters obtained from the experimental
system suggested the effective removal of MB by APVC from
aqueous solutions following adsorption technology.

3.5.1.2 Freundlich isotherm and Temkin isotherm study. The
Freundlich isotherm model was utilized to explain the nature of
adsorption occurring in the removal of MB from aqueous
solutions by APVC. The value of R*> obtained by plugging the
experimental data from MB adsorption on the APVC surface
was 0.8882. The magnitude of n associated with the Freundlich
isotherm equation was calculated by utilizing the value of R*. It
could be anticipated that the adsorption of MB on the surface
of APVC might occur through a chemisorption or physisorption
process. The value of n can effectively predict the affinity of the
adsorption process as either chemisorption (n < 1) or physi-
sorption (n > 1).® In the present investigation, the value of 1/n
was calculated to be 0.7133, indicating the occurrence of
physisorption, which resulted in the removal of MB species
from aqueous solution by APVC. In general, physisorption
processes are driven by van der Waals forces, which occur
between the adsorbate molecules and the surface functional-
ities of adsorbent materials. A magnitude of n lower than 0.5
suggests a low adsorption intensity, while the corresponding
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Fig. 10 Influence of temperature on the adsorption of MB onto APVC.
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values between 2 and 10 indicate the occurrence of strong
adsorption.*® The value of n obtained in the present study
was 1.4019, which apparently indicated the effective adsorption
of MB on the surface of APVC, resulting in the successful
extraction and separation of MB species from different aqueous
solutions by APVC. The experimental MB adsorption data were
also plugged into the Temkin isotherm model equation and the
magnitude R* was calculated to be 0.8043, which suggested the
existence of good interactions between the MB species and
surface functionalities of APVC.”® The results of MB adsorption
on APVC did not demonstrate a very good fit with the Temkin
isotherm model in comparison to the Freundlich isotherm
model, as indicated by the R* value (0.8043). The magnitude
of Ar displayed in Table 2 showed the greater affinity of the
adsorbent for the MB dye molecules, which caused the separa-
tion of MB species from aqueous solution.

3.5.2 Thermodynamic study of MB adsorption on APVC.
All adsorption experiments were carried out at different tem-
peratures such as 20 °C, 30 °C, and 40 °C (293, 303 and 313 K,
respectively) to investigate the variation in MB removal from
aqueous solutions by APVC with a change in temperature. The
adsorption capability of MB onto APVC was found to increase
slowly with an increase in the experimental temperature from
20 °C to 40 °C (Fig. 10). Elevation of experimental temperature
might cause an increase in the activation energy of adsorbate
species and mass transfer kinetics in the adsorption system,
which might enhance the adsorption capacity of APVC as well
as MB percentage removal, as shown in Fig. 10.*> However, an
increase in the experimental temperature from 30 °C to 40 °C
did not significantly elevate the adsorption capacity (about 5%)
of APVC and MB removal percentage (about 4%) from aqueous
solutions (Fig. 10). Thus, considering energy consumption,
30 °C (room temperature) was considered as the optimized
temperature for the MB adsorption experiments. Different
significant thermodynamic parameters such as AG°, AH°, and
AS° were determined for the adsorption of MB on the surface of
APVC and the results are summarized in Table 3. All the values
of AG° measured at three distinct experimental temperatures
(293, 303, and 313 K) were found to be negative (Table 3),
indicating the spontaneous nature of MB adsorption on
the surface of APVC. The magnitude of AG®° appeared as
negative and it was observed to decrease from —0.0551 to
—0.7229 k] mol ™" as the experimental temperature increased,
which suggested that the MB removal from aqueous solutions
by APVC was relatively favourable at higher temperatures. The
trend in the change in AG°® found for MB adsorption on the
surface of APVC during the present study was highly compar-
able to the data reported previously in a similar study.*® The

Table 3 Magnitude of different thermodynamic parameters determined
for the adsorption of MB on APVC

Temperature (K) AG° (k] mol™*) AH° (k] mol ") AS° (J K ' mol ")

293 —0.0551 9.7524 33.5474
303 —0.4594

313 —0.7229
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Fig. 11 Evaluation of MB adsorption kinetics with the application of
pseudo-first order and pseudo-second-order kinetic models.

slope and intercept of the van’t Hoff plot of In(K;) vs. 1/T were
used to calculate AH° and AS°.**”’"”> The enthalpy change
appeared to be positive, revealing the endothermic nature of
the MB adsorption process on APVC.***®

The magnitude of entropy change (AS° > 0) was found to be
positive, which suggested an increase in the randomness and
disorder of solid-liquid phase adsorption as well as energy
redistribution in the respective process associated with the
removal of MB from different aqueous solutions by APVC.*?

3.5.3 Kinetic study of MB removal from aqueous solutions
by APVC. Both pseudo-first order (PFO) and pseudo-second-
order (PSO) kinetic models were utilized to evaluate the adsorp-
tion kinetics associated with MB removal by APVC. All experi-
mental data were plugged into the PFO and PSO model
equations and the results were analysed accordingly. The data
were found to be fitted linearly, which demonstrated that MB
adsorption on the surface of APVC followed pseudo-second-
order (PSO) kinetics, rather than the pseudo-first-order (PFO)
phenomenon (Fig. 11). The magnitude of R* determined from
the straight line equation obtained from the application of the
MB adsorption data in the pseudo-second-order model was
found to be closer to 1 in comparison to that observed from the
analysis of the pseudo-first-order kinetic model. The results of
the PSO kinetic model study suggested that the MB adsorption
rate was dependent on both g, (adsorption capacity at any time
t) and g. (adsorption capacity at equilibrium time).”®

The kinetic analysis data indicated that the findings of MB
removal from aqueous solutions were best fitted to the pseudo-
second-order kinetic model with the formation of a linear
straight line, which showed good agreement with the magni-
tude of the correlation coefficient R* of 0.9914. The theoretical
MB adsorption capacity of APVC obtained from the application
of PFO was 14.8359 mg ¢~ ' and from PSO was 14.8876 mg g ',
which were very close to the corresponding adsorption capacity

Table 4 Magnitudes of various kinetic parameters determined for the
adsorption of MB on the surface of APVC

Kinetics Parameter  Unit Value

Pseudo-first-order kinetics qe (mg g™ 14.8359
K, (™ 0.0328
R — 0.9013

Pseudo-second-order kinetics ¢, (mgg™) 14.8876
K, (gmg'h™")  0.8439
R® — 0.9914

© 2026 The Author(s). Published by the Royal Society of Chemistry
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of APVC found experimentally (12.4838 mg g~ '). Notably, the
magnitudes of both kinetic constants K; and K, were very low
(Table 4), suggesting the slow rate of MB adsorption equili-
brium on the surface of APVC, which was consistent with the
experimental reaction time of 12 h realized to establish adsorp-
tion equilibrium between the MB species and functional moi-
eties on the PVC surface during the MB removal process.

4. Conclusions

Herein, an amino-functionalized polymer material was synthe-
sized from waste PVC pipes and characterized from the per-
spectives of solid plastic waste management and clean
environment. This amino-functionalized PVC material was
successfully applied as a potential adsorbent in dye removal
technology. PVC was separated and isolated from waste PVC
pipes in good yield via the solvent extraction method using THF
solvent. Amine functionality was introduced into the extracted
PVC structure by treating it with ethylenediamine (EDA). The
product (APVC) was characterized using different standard
analytical techniques such as FT-IR spectroscopy, elemental
analysis, and XPS. APVC was utilized to remove methylene blue
(MB) dye from different aqueous solutions by conducting a
series of adsorption experiments. APVC effectively removed and
isolated MB dye from the aqueous solutions with the optimized
solution pH, contact time, initial dye concentration, and tem-
perature, where all these parameters showed significant
impacts on the MB removal process. The application of the
Langmuir isotherm model provided the logical description of
the MB adsorption equilibrium on the surface of APVC with
monolayer formation. The MB adsorption data were observed
to be best suited to the pseudo-second-order model, indicating
the kinetics of MB removal from aqueous solutions.

The spontaneous nature of the MB adsorption process on
the surface of APVC was demonstrated by the appearance of a
negative Gibbs free energy (AG°), whereas the positive magni-
tudes of both the entropy (AS°) and enthalpy changes suggest
the randomness and exothermic characteristics of the MB
removal process from aqueous solutions, respectively. The
significant findings of this study will be highly useful for
minimizing solid plastic waste and toxic dye pollution in the
terrestrial environment as well as in developing and building
cost-effective wastewater treatment techniques for the removal
of toxic dyes from various industrial effluents.
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