a polymers

Article

Valorization of Glucose-Derived Humin as a Low-Cost, Green,
Reusable Adsorbent for Dye Removal, and Modeling

the Process

Thakshila Nadeeshani Dharmapriya 1%, Ken-Lin Chang ! and Po-Jung Huang %*

check for
updates

Citation: Dharmapriya, T.N.; Chang,
K.-L.; Huang, P.-J. Valorization of
Glucose-Derived Humin as a
Low-Cost, Green, Reusable
Adsorbent for Dye Removal, and
Modeling the Process. Polymers 2023,
15,3268. https://doi.org/10.3390/
polym15153268

Academic Editors: Leonardo
Fernandes Fraceto, Vera A. Alvarez

and Estefania Baigorria

Received: 6 July 2023
Revised: 26 July 2023
Accepted: 30 July 2023
Published: 31 July 2023

Copyright: © 2023 by the authors.
Licensee MDPI, Basel, Switzerland.
This article is an open access article
distributed under the terms and
conditions of the Creative Commons
Attribution (CC BY) license (https://
creativecommons.org/licenses /by /
4.0/).

Institute of Environmental Engineering, College of Engineering, National Sun Yat-sen University,
Kaohsiung 80432, Taiwan; 93thakshilanadee@gmail.com (T.N.D.); kichang@mail.nsysu.edu.tw (K.-L.C.)
Department of Chemical and Materials Engineering, National Central University, Taoyuan 320317, Taiwan
*  Correspondence: pjhuang@cc.ncu.edu.tw; Tel.: +886-3-4227151 (ext. 34205)

Abstract: Glucose can be isomerized into fructose and dehydrated into key platform biochemicals,
following the “bio-refinery concept”. However, this process generates black and intractable sub-
stances called humin, which possess a polymeric furanic-type structure. In this study, glucose-derived
humin (GDH) was obtained by reacting D-glucose with an allylamine catalyst in a deep eutectic
solvent medium, followed by a carbonization step. GDH was used as a low-cost, green, and reusable
adsorbent for removing cationic methylene blue (MB) dye from water. The morphology of carbonized
GDH differs from pristine GDH. The removal efficiencies of MB dye using pristine GDH and car-
bonized GDH were 52% and 97%, respectively. Temperature measurements indicated an exothermic
process following pseudo-first-order kinetics, with adsorption behavior described by the Langmuir
isotherm. The optimum parameters were predicted using the response surface methodology and
found to be a reaction time of 600 min, an initial dye concentration of 50 ppm, and a GDH weight of
0.11 g with 98.7% desirability. The MB dye removal rate optimized through this model was 96.85%,
which was in good agreement with the experimentally obtained value (92.49%). After 10 cycles, the
MB removal rate remained above 80%, showcasing the potential for GDH reuse and cost-effective
wastewater treatment.

Keywords: glucose-derived humin; dye removal; response surface methodology; adsorption; polymeric
furanic-type structure

1. Introduction

Lignocellulosic biomass is regarded as a promising alternative feedstock for renewable
transportation biofuels and bio-based chemicals [1,2]. Depolymerizing cellulose and hemi-
cellulose in a lignocellulosic biorefinery yield hexose (Cé6-glucose, fructose) and pentose
units (C5-xylose). These monosaccharides can be further converted into bio-chemicals
and biofuels [3-7]. This process involves the formation of significant amounts of a black
and uncontrollable material known as humin. Humin is a carbonaceous, heterogeneous,
and polydisperse macromolecule [8]. Several studies have identified humins as diverse
polymers consisting of furan rings connected by aliphatic carbon bonds and various oxygen-
containing groups. These humins are categorized as furanyl polymers, resulting from the
polymerization of sugar, HMF (hydroxymethylfurfural), or FF (furfuryl alcohol), along
with active intermediate compounds [8-11]. The yield of humin is heavily influenced by
feedstock and process parameters such as reaction medium, temperature, reaction time,
pH, etc. In the aqueous phase, humin selectivity can reach 50% on a carbon basis. Recently,
in the bio-refining process using alkyl-phenol as the organic solvent, humin synthesis has
been shown to reach 25-45 wt%. Consequently, the formation of humin reduces the yield of
other valuable products such as 5-HME, FF, levulinic acid (LA), etc. Therefore, it is crucial
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to valorize the byproduct humin to ensure the economic and environmental viability of the
entire biomass conversion process [1,3,4].

Despite humin being a known substance for an extended period, its primary appli-
cations have remained confined to energy and heat applications. However, the escalating
production of furans platform chemicals has sparked a surge of interest in exploring ad-
ditional value-added applications for humin beyond combustion [1]. These applications
encompass its potential as a carbonaceous source for gas synthesis [12], its liquefaction
into alkyl phenolics and higher oligomers using a mixture of formic acid /2-propanol with
supported ruthenium catalysts [13], its combination with biomass-derived humin and
poly-furfuryl alcohol (PFA) for composite elaboration [14], its enhancement of the modulus
and tensile strength of pure PFA resins [15], and the synthesis of humin-based iron oxide
catalytic nanocomposites etc. [16]. Moreover, humin extracted from soil or bio-refinery
processes has been effectively utilized as an adsorbent to remove heavy metals such as Cd,
Cr, Pb, and Al from aqueous media [17-21].

Recent developments in unconventional solvents led to deep eutectic solvents (DES)
formed by combining a hydrogen-bond donor (HBD) with a hydrogen-bond acceptor
(HBA) [22,23]. DESs consist of safe, affordable, and biodegradable components such as
choline chloride (ChCl), carbohydrates, carboxylic acids, and glycerol [22,24]. These DES
mixtures have lower melting points than individual components [25,26]. DESs share
physicochemical traits with ionic liquids (ILs), being non-flammable, low in volatility, and
suitable for long-term recycling [24]. Past experiments aimed at creating glucose-based
deep eutectic solvents (DES) using ChCl and the monosaccharide sugar D-glucose anhy-
drous. Analysis of their physical properties indicated the potential for various industrial
applications, including mediums for chemical reactions [27].

Considerable amounts of organic dyes find applications in industries such as paper,
apparel, textiles, dyestuffs, leather, plastics, etc., leading to health problems for humans
and animals, along with environmental pollution. These dyes tend to absorb and re-
flect sunlight, reducing sunlight penetration into water bodies, resulting in reduced algae
activity and dissolved oxygen levels [28-31]. Among these dyes, Methylene Blue (MB)
stands out as a highly consumed cationic dye utilized in biological, chemical, and medical
applications [21]. MB is an aromatic heterocyclic basic dye with a molecular weight of
31985 ¢g mol ! and a Apax Of 664 nm [32-34], being highly water-soluble and stable in so-
lution at room temperature [34]. According to the International Union of Pure and Applied
Chemistry (IUPAC), the chemical name of MB is [3,7-bis(dimethylamino) phenothiazine
chloride tetramethylthionine chloride], and its color index (CI) is 52,015 [35,36]. It exhibits a
deep blue color when oxidized and becomes colorless when reduced [37]. However, MB is
toxic, non-biodegradable, and carcinogenic, posing risks to human health and the environ-
ment [38,39]. Another dye, Methyl Orange (MO), has a molecular weight of 327.33 g mol~1
and a Amax of 465 nm. Its IUPAC name is sodium 4-[(4-dimethylamino) phenyldiazenyl]
benzenesulfonate. MO is an anionic azo dye that is water-soluble, non-biodegradable, toxic,
and considered carcinogenic [40,41].

Biodegradable dyes are a category of dyes that can be broken down naturally by
microorganisms into simpler, non-toxic substances over time [42]. Unlike conventional
synthetic dyes, which are typically derived from petrochemicals and pose significant
environmental concerns due to their non-biodegradable nature and potential toxicity,
biodegradable dyes offer a more sustainable and eco-friendlier alternative [43]. Addition-
ally, advancements in biotechnology have enabled the synthesis of biodegradable dyes
through environmentally benign methods, reducing the need for harmful chemicals in their
creation [44,45]. For example, Lin et al. studied sustainable wool yarn dyeing using blends
of madder red (MR), gardenia blue (GB), and gardenia yellow (GY) dyes to create diverse
color shades (color triangle) at different dye mass ratios, eliminating the need for mordants
(metallic salts) [46].

Promising technologies have been researched to eliminate synthetic and non-biodegradable
dyes from the environment. Among these, adsorption stands out due to its simple design,
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ease of use, and cost-effectiveness for reusability. Yet, few studies have examined the use of
soil-extracted humin as an economical adsorbent for removing dyes from water [29,47,48].
Furthermore, to the best of our knowledge, there is no previous evidence of utilizing
glucose-derived humin (GDH), a byproduct from bio-refinery processes, for dye adsorption.
GDH, possessing a polymeric furanic-type structure, was synthesized through the reaction
of D-glucose with an allylamine catalyst in a DES medium, followed by a carbonization step.
Subsequently, its efficacy in adsorbing organic MB dye was tested. The adsorption process
was assessed concerning various factors, such as pH, temperature, contact time, initial dye
concentrations, adsorbent weight, and comparison with anionic dye MO. Furthermore,
isotherm models were employed to understand the adsorption behavior, while reaction
kinetics and thermodynamics were also investigated. To optimize the reaction parameters,
response surface methodology was employed.

2. Materials and Methods
2.1. Materials

Allylamine (C3HyN, 98%) and choline chloride were [(CH3);NCH,CH,OH]*Cl~
purchased from Alfa Aesar (Heysham, England). D-glucose (C4H12,0¢, 99.5%), methylene
blue (C16H18N3ClS, 95%), and methyl orange (C14H14N3NaOsS, 85%), methanol (CH30H,
99.9%) were purchased from Sigma-Aldrich (Burghausen, Germany). All chemicals used in
this study were of analytical grade and used without further purification. All the solutions
were made with high-purity water with 18 M()x cm resistance.

2.2. Synthesis and Collection of GDH Byproduct

To prepare GDH, the following procedure was employed: Choline chloride (ChCl),
D-glucose, and deionized H,O were mixed in a 1:1:1 (w%) ratio in a round-bottom flask.
An allylamine (AA) catalyst was added to D-glucose in a 5:1 (w%) ratio. The flask was
placed in an oil bath, and reflux instrumentation was set up at 393 K (120 °C) with a stirring
speed of 350 rpm for 12 h. After cooling to room temperature, the black-colored precipitate
was separated from the medium, washed thoroughly with 2 L of DI water, and centrifuged
at 10,000 rpm for 10 min to collect water-insoluble GDH. The collected GDH was dried at
378 K (105 °C) overnight and then ground into a powder. Subsequently, the pristine GDH
was carbonized by heating it at 773 K (500 °C) in an oven for 2 h.

For studying the effect of different synthesis temperatures on pristine GDH's surface
area, pore size, and pore volume while keeping other parameters constant, GDH was
synthesized at 353 K (80 °C), 373 K (100 °C), 393 K (120 °C), 413 K (140 °C), and 433 K
(160 °C). The analysis was performed using the ASAP 2020 Plus instrument ASAP 2020
Plus instrument (Micromeritics Instrument Corporation, 4356 Communi-cations Drive
Norcross, GA 30093, USA).

2.3. Characterization of GDH

The BET surface area and porous volume of the synthesized GDH were assessed using
an ASAP 2020 Plus instrument (Micromeritics Instrument Corporation, 4356 Communi-
cations Drive, Norcross, GA 30093, USA). Nitrogen adsorption and desorption isotherms
were measured at 77 K (350 °C) after degassing the GDH samples in a vacuum at 373 K
(100 °C) for 12 h. To examine the GDH'’s structure, infrared spectra were obtained using a
Thermo Nicolet Is5 Fourier-transform infrared (FT-IR) spectrometer (Thermo Fisher Scien-
tific, 168 Third Avenue, Waltham, MA USA 02451). The absorbance was measured with
a resolution of 0.9 cm~!, and the FT-IR wavenumber ranged from 400 to 4000 cm ™. For
material structure determination, powder X-ray diffraction (PXRD) measurements were
conducted at room temperature using a Bruker D8 instrument; ADVANCE-XRD (Blue
Scientific Limited, St. John’s Innovation Centre, Cowley Road, Cambridge, CB4 OWS).
Additionally, the morphological features of the synthesized GDH were analyzed using a
Schottky Field Emission Scanning Electron Microscope (SEM) SU5000 (Sukehiro Ito, Science
& Medical Systems Design Division, Hitachi High Technologies Corporation, Tokyo, Japan).
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2.4. Sample Reactor for Dye Adsorption and Analysis

The experiments were carried out using the PCX-50B Discover Multichannel Pho-
tochemical Reaction System (purchased from AO08, 11/F, Changyin building, No. 88,
Yongding Road, Haidian District, Beijing, China). The stirring speed was set at 300 rpm,
and no light was applied, while the temperature-control system in the machine ensured that
temperature variations did not impact the experimental outcomes. The typical experiments
were conducted at 298 K (25 °C).

To quantitatively analyze the dyes, a UV-visible spectrophotometer (Hitachi U-2900/
U-2910 UV-Vis Double Beam Spectrophotometer, Hitachi High Technologies America, Inc.)
with a 10 x 10 mm cuvette holder and a 10 mm path length was used. The samples for
analysis were diluted 300 times, and DI water served as the blank sample. The spectropho-
tometer scanned within a wavelength range of 200-800 nm. Calibration curves for the
UV-visible spectrophotometer were generated using a series of standard dye solutions due
to the ring structure and color of the dyes.

2.5. Use GDH as a Dye Adsorbent

To assess the removal efficiency of MB dye using carbonized GDH, a standard experi-
ment was conducted. In this experiment, 0.1 g of GDH was introduced into a glass bottle
containing a 25 ppm MB dye solution (initial concentration) and stirred at 300 rpm at room
temperature for a duration of 10 h. Afterward, the samples were subjected to centrifugation
to separate the supernatant. A UV-visible spectrometric analysis was then carried out
to measure the remaining MB dye concentrations following the adsorption process. The
following equations [Equations (1) and (2)] were used to calculate the adsorption capacity
and removal efficiencies of the GDH adsorbent for MB dye,

Co— Ce)V
Q= (G CN &
. . (Co - Ce)
Removal Efficiency = —c % 100 )
(o]

where Q. (mg/g) = equilibrium adsorption capacity of the MB dye onto GDH adsorbent,
C, (mg/L) = initial concentration of aqueous MB dye solution, C. (mg/L) = concentration
of the aqueous MB dye solution after adsorption, V (L) = volume of the aqueous MB dye
solution, and W (g) = mass of the GDH adsorbent [49-52].

2.6. Effect of Parameters on Dye Adsorption

Initially, MB dye adsorption experiments were conducted using both pristine GDH
and carbonized GDH to compare their dye removal efficiencies. Subsequent experiments
focused solely on carbonized GDH. Various adsorbent weights (ranging from 0.025 to
0.150 g) and initial concentrations of MB dye (ranging from 5 ppm to 50 ppm-5, 15, 25, 35,
and 50 ppm) were utilized to identify the optimized GDH weight and initial concentration
of the adsorbate, respectively.

To explore the impact of medium acidity, a series of 10 mL, 25 ppm MB aqueous
solutions were prepared at pH levels of 1.00, 2.00, 4.00, 6.00, 8.00, and 10.00 using HC1
and NaOH for pH adjustments. Full wavelength scan spectra were obtained using the
UV-visible spectrophotometer for each MB dye solution at the specified pH ranges to
determine the Anax of MB dye before analyzing the remaining MB concentrations after
the adsorption experiment. In each glass bottle, 0.1 g of GDH was added, and the dye
adsorption conditions and analysis methods described in Section 2.5 were followed. Each
sample was accompanied by a blank solution without a sorbent, and both were treated
and analyzed in the same manner. Additionally, the same experimental procedure was
conducted for MO dye.
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2.7. Adsorption Kinetics and Thermodynamics

The adsorption control mechanism and potential rate-controlling steps of MB dye on
GDH were assessed using two kinetic models: the pseudo-first order and the pseudo-second
order models. The linear forms of the equations can be represented as Equations (3) and (4),
respectively,

1n(Qe - Qt) = ane - klt (3)
t 1 1
B Tl 4
Q@ Q. @

where Q; (mg/g) was the amount of adsorbed dye at adsorption time t (min), k; (min~1) and
k; (g/mg.min) were the rate constants of the pseudo-first-order and the pseudo-second-
order, respectively [53]. The activation energy for dye adsorption onto the GDH was
calculated by using the Arrhenius equation, which is indicated as Equation (5) [49,54].

Eq

ky = k. exp(~®t) (5)

The above equation can be linearized by taking logarithms as indicated in Equation (6),
11’11(2 = 11’11(0 - == (6)

where k, (g/mg.min) is the frequency factor, R (8.314 J-K~!-mol ') is the universal gas
constant, E, (k] mol~!) is the activation energy of the adsorption, and T (K) is the absolute
temperature [51,54]. Adsorption experiments were conducted at 298, 308, 318, 328, and
338 K to determine the effect of temperature.

The thermodynamic parameters concerning the adsorption of MB dye, which include
the standard free energy change (AG®), standard enthalpy change (AH®), and standard
entropy change (AS°), were computed using the following method. Equation (7) provides
the Gibbs free energy changes of the adsorption process, which are linked to the equilibrium
constant [53].

AG™ = —RTInK, 7)

K. can be calculated using Equation (8).

_ CAe

K
C C.

®)

The values of AH® and AS°® were obtained by analyzing the slope and intercept of the
linear Van’t Hoff plot (Equation (9)).

ke = 185, 85 o
where K. is the equilibrium constant (also called adsorption distribution coefficient), Cae
(mmol) is the amount of adsorbate adsorbed at equilibrium, and C, is the equilibrium
concentration (mmol L~!) of MB dye in the solution. Different initial concentrations of MB
dye solutions were adsorbed by GDH at 3 different temperatures (298, 318, and 338 K) while
keeping other parameters constant to draw the plot [In (Cae/Ce) versus Ce] to estimate K.
From the slope, K. can be determined [K = eslope) where “e” is the mathematical constant
approximately equal to 2.718]. The values of AH® and AS°® for adsorption are assumed to be
temperature independent and can be calculated from the slope and intercept, respectively,

of the plots of InK. against 1/T [50,53,55].

2.8. Adsorption Isotherm Models

The interaction between adsorbate molecules and the adsorbent surface was ana-
lyzed using two established models, namely the Freundlich and Langmuir isotherms.
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Experiments were conducted with different concentrations of MB dyes (5, 10, 20, 30, and
50 ppm). The Langmuir isotherm model and its linearized form were represented by
Equations (10) and (11), respectively [49,56].

B K1 Ce
Qe - Qmax m (10)
Ce 1 Ce (1)

< — +
Qe QmaxKL Qmax

where Qmax (mmol g~!) was the maximum adsorption capacity of dye, and K (g mmol =),
was the Langmuir constant.

Equations (12) and (13) indicate the Freundlich isotherm model and its logarithmic
form, respectively,

Qe = KpCer (12)

1
InQ, = InK + — InCe (13)

where Kg (mmol g~!) was an indicative constant related to the adsorption capacity of
the adsorbent, and 1/n (0~1) was the adsorption intensity or surface heterogeneity of the
adsorbent (GDH) [56].

The adsorbent’s appropriateness for the dye was assessed by means of the separation
factor constant (Ry), derived from the equation Equation (14) as follows. Here, K, represents
the Langmuir equilibrium constant (expressed in I/mmol). A value of R, greater than
1.0 indicates unsuitability, Ry, equal to 1 indicates a linear relationship, an Ry, value between
0 and 1 suggests suitability, while Ry, equal to 0 signifies irreversibility [50,52].

1

Rp=———
LTI 1+ CoKy)

(14)

2.9. Response Surface Methodology

Response surface methodology (RSM) is a technique that establishes a regression model
and leverages quantitative data obtained from designed experiments. It is an empirical statis-
tical approach aimed at identifying the most favorable combination of process operational
variables. By employing a statistically based experimental design for an adsorption process,
RSM can reduce process variability, experimentation time, and costs, all while improving
process efficiency. The RSM methodology has found extensive application in chemical
engineering and the optimization of sorption processes [57,58].

In this experimental section, we employed the 3-level, 3-factor Box—Behnken design
(BBD) to ascertain and validate the parameters affecting the efficiencies of MB dye removal.
These parameters, referred to as factors, included time (minutes) (A), initial MB dye
concentration (ppm) (B), and GDH weight (g) (C), while keeping other input parameters
such as the initial pH of the medium, sample temperature (K), and agitation speed (rpm)
constant. The response variable (Y) measured in this study was the MB dye removal rate.
The three levels of each factor were coded as —1 (low), 0 (central point), and 1 (high). For
a clear representation of the variables and their respective levels, please refer to Table 1,
which illustrates the BBD model’s setup. To determine the total number of experimental
runs required for this design, the following Equation (15) can be used,

N =2k(k — 1) + C, (15)

where N is the total number of experimental runs, k is the number of independent variables,
and C, is the number of central points [59]. In this research endeavor, a total of 18 exper-
iments were conducted to optimize the impact of three key independent parameters on
the efficiencies of MB removal. The experimental error was evaluated using the center
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points. Prior to conducting the experiments, these parameters and their corresponding
ranges were carefully chosen based on insights from previous investigations and pilot
studies. For statistical analysis, the Design-Expert software (version 13.0.5.0, Stat-Ease, Inc.,
Minneapolis, MN, USA) was employed. The obtained results were analyzed using the
coefficient of determination (R?), Pareto analysis of variance (ANOVA), as well as statistical
and response plots. These analytical tools allowed for a comprehensive examination of the
data and the extraction of meaningful insights from the experimental outcomes [59-61].

Table 1. Independent variables and their coded levels of Box-Behnken design for MB dye removal
by GDH.

Coded Variables Levels
Variables Code Units
—1 0 +1
Time A minutes 30 315 600
Concentration B ppm 5 27.5 50
Weight C g 0.05 0.1 0.15

2.10. Regeneration and Reuse

After MB dye adsorption, the spent GDH was collected using centrifugation at 10,000 rpm
for 10 min. Next, 0.5 g of GDH was placed into a 50 mL centrifuge tube, and 40 mL of
deionized water (DI water) was added to it. The mixture was then subjected to shaking
using a digital orbital shaker TS-500D (Yude Technology Co., Ltd., Xinbei City 23558,
Taiwan) at 110 rpm for 30 min to wash the GDH and remove any unbound dye. After
washing, the GDH was collected again using centrifugation. For desorption, the adsorbent
was treated with 30 mL of methanol (MeOH-99.9%) and placed in an an ultrasonic bath
(Elma-Ultrasonic Cleaners-Elmasonic, P 30 H, Elma Schmidbauer GmbH, Gottlieb-Daimler-
Strafle 17, 78,224 Singen, Germany) for 30 min at a frequency of 37 kHz, maintaining the
temperature between 313 and 323 K (40-50 °C), and applying a nominal power of 320 W.
Following desorption, the adsorbent was collected once more through centrifugation. The
desorption step with MeOH was repeated 3-5 times until the color of the MeOH solvent
became colorless, indicating successful desorption of the dye.

Next, the collected GDH underwent an additional cleaning step with 40 mL of DI
water and was collected using centrifugation. Subsequently, the GDH was dried overnight
at 378 K (105 °C), and the regenerated adsorbent was used in the dye adsorption process to
determine the adsorption efficiencies with each repeated use.

3. Results and Discussion
3.1. Characterization of GDH

Humin is believed to be produced through the condensation of intermediate forms
during the dehydration process of sugars. Moreover, all stages of the reaction sequence can
be encapsulated within the humin matrix. According to Baccile et al. (2009), approximately
15% of the carbon takes the form of levulinic acid entrapped in hydrothermal carbon
spheres [62]. Consequently, it should be feasible to extract these encapsulated compounds
using solvents such as water or acetone [62,63]. Additionally, humin is composed of an
organic matrix that proves to be unstable during carbonization, leading to anticipated
changes. The morphology may vary after carbonization from its original state as GDH. This
carbonization step can result in increased surface area and pore volume, the creation of ac-
tivated carbon, and the decomposition of some organic matter [29]. Hence, comprehending
the alterations that occur during this process is crucial [12].

Furthermore, Sayjumpa et al. (2019) found that soil-derived humin carbonized at
773 K (500 °C) exhibited the highest dye removal capacity compared to other carbonized
temperatures (300, 700, and 900 °C). For this study, a carbonization temperature of 773 K
(500 °C) was selected based on this finding [29].
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The FI-IR spectrum, as shown in Figure 1 and data presented in Table 2, illustrates the
distinct bands that indicate the presence of functional groups in GDH. Even though the
assignment of the different bands varies across the literature, most authors reported similar
spectra. The broad band around 3405/3420 cm ! occurred due to both moistures trapped
inside the humin and -OH stretching vibrations of hydroxyl groups in the humin structure.
Although this peak was very broad and tall in the pristine GDH, after carbonization, the
peak’s broadness and intensity decreased due to the vaporization of moisture. The peaks
at2925 cm ! and 1700 cm ! were assigned to the C-H stretching vibration of methyl and
methylene structures (alkyl groups), and C=0 stretching vibration of carbonyl groups,
respectively. However, these peaks have disappeared from the carbonized GDH due
to the decomposition of organic matter at high temperatures. The peaks at 2216 cm ™!
and 1943 cm~! were due to the O-H stretching vibrations of phenolic groups. The FT-IR
spectrum clearly shows the presence of a furanyl structure in humin. For example, the
peaks at 1621 cm~! and 1633 cm ™! corresponded to C=C stretching vibrations of the furan
ring, while the peak at 1417 cm~! was assigned to C-H bending vibrations of the methyl
group, respectively. Bands at 1266 cm~!, 1213 cm ™!, and 1041 cm~! were attributed to
the C-O stretching vibrations of aliphatic alcohols and ethers. The broad peak in the
800-500 cm ! range revealed the C-H bending vibration of the furan ring [3,8,17,18,49].

—— GDH (500°C)
Pristine GDH (120°C)

200 —_\r/_‘&’\/\r_-—_\{_

Transmitance %

3405

T T T T T T
4000 3500 3000 2500 2000 1500 1000 500

Wavenumber (cm'ﬂ)

Figure 1. The FT-IR spectra of pristine and carbonized GDH.

Table 2. Peak assignments of the FTIR spectra of glucose-derived humin.

Wave Number/cm—1 Infrared Adsorption Functional Groups and Structures
3405, 3420 O-H stretching Hydroxyl group
2927 C-H stretching Methyl and methylene structures
2216, 1943 O-H stretching Phenolic group
1709 C=0 stretching Carbonyl group
1621, 1633 C=C stretching Furan ring
1417 C-H bending Methyl group
1266, 1213, 1041 C-O stretching Aromatic ethers and aliphatic alcohols
800-500 range C-H bending Furan ring

Figure 2 presents the SEM images of the GDH samples utilized in this study, magnified
at 1000x, 2000x, and 5000x. Figure 2a—c display the SEM images of the pristine GDH
synthesized at 120 °C. It is evident that the pristine GDH exhibits sphere-shaped, solid
agglomerate structures with smooth surfaces, measuring around 50 um in size. This size is
broader than what has been reported in many previous studies. For instance, Hoang et al.
(2015) synthesized humin from D-glucose using the HySOy4 catalyst at 180 °C for 6 h with
a stirring rate of 500 rpm, observing sphere-shaped agglomerate particles sized between
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1 and 20 pm. Smaller particles (<3 um) demonstrated a more defined spherical shape,
while larger ones resembled smaller spheres aggregated together [12]. Similarly, Girisuta
et al. (2013) and Van Zandvoort et al. (2013) synthesized humin from HMF, glucose, or
cellulose using HySOy as the catalyst, yielding particle sizes of around 5-10 pm. According
to Van Zandvoort et al. (2013), reaction conditions such as the type of sugar (glucose,
fructose, HMF, xylose, etc.), retention time, and agitation speed significantly influenced the
morphology of the synthesized humin [3,64].

Figure 2. SEM images of the GDH. (a) Pristine GDH, 1000, (b) Pristine GDH, 2000 x (c) Pristine GDH,
5000x (d) carbonized GDH, at 500 °C 1000, (e) carbonized GDH at 500 °C 2000, (f) carbonized
GDH at 500 °C, 5000, (d) carbonized GDH, at 500 °C 1000, (g) carbonized GDH* at 500 °C 500,
(h) carbonized GDH* at 500 °C, 2000, (i) carbonized GDH at 500 °C, 5000 x.

Figure 2d-f,g,i display the SEM images of carbonized GDH initially synthesized
at 120 °C and 160 °C (GDH?¥), respectively. Following carbonization at 500 °C for 2 h,
the GDH’s morphology transforms into a porous structure with pore diameters ranging
between 10 and 80 um. The carbonization process eliminates the spherical shape and
results in a high density of pores. In contrast, many previous studies did not clearly
indicate changes in particle size and shape after carbonization, even up to 700 °C [3,62,64].
Moreover, only a few studies have shown spheres with cores after carbonization [63].

The BET analysis in this study confirmed the presence of high porosity after carboniza-
tion. The specific surface area of the pristine GDH was found to be negligible compared
to the carbonized GDH, as depicted in Table 3. The nitrogen adsorption and desorption
isotherms of the pristine GDH adsorbent exhibited characteristics of the Type Il isotherm,
indicating its macroporous structure [Figure 3a]. The flatter region in the middle of the
isotherm represented the formation of a monolayer. This is the most common isotherm
observation when using the BET technique. Nitrogen gas filled the pores at very low pres-
sures, and monolayer formation commenced at the knee, followed by multilayer formation
at medium pressure, and capillary condensation at higher pressures. The nitrogen ad-
sorption and desorption isotherms of the carbonized GDH sample exhibit Type I isotherm
characteristics [Figure 3b], which result from the interaction between the adsorbent and
the adsorbate in micropores of molecular dimensions. Type I is categorized as a pseudo-
Langmuir isotherm, as it represents monolayer adsorption. Similar findings were observed
in biochar activation processes. For instance, Ghani et al. (2017) synthesized activated
carbon utilizing nypa biomass and reported the presence of Type I isotherm characteristics
in their results [65].
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Table 3. Analysis of specific surface area and porosity of GDH.

Temperature/°C BET Surface Area/(m?/g)  Pore Volume/(cm3/g)  Pore Size/(nm)

80 2.7672 0.0177 64.11
100 0.1513 0.0012 69.13
120 0.8065 0.0093 56.63
140 0.5126 0.0136 71.58
160 0.6953 0.0148 75.84
After Carbonization 331.9938 0.0949 36.33
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Figure 3. Characterization of GDH. (a) BET analysis of pristine GDH- N, adsorption and desorption
isotherms, (b) BET analysis of carbonized GDH- N, adsorption and desorption isotherms, (¢) XRD
pattern of pristine GDH.

Table 3 presents the specific surface area, pore size, and pore volume of the pristine GDH
synthesized at 120 °C, which were measured as 0.8065 m2/ g, 56.63 nm, and 0.0093 cm3/ g,
respectively. In addition, Table 3 presents how these values significantly increased to
331.9938 m?/g, 36.3267 nm, and 0.094887 cm? /g, respectively following the carbonization
step. The results clearly show an increase in specific surface area and pore volume in the
carbonized GDH. Similar findings have been reported in previous studies as well [19].
For instance, Hoang et al. (2015) observed that at 600 °C and 700 °C, the GDH exhibited
significant porosity with specific areas of 463 and 447 m? /g, respectively, while the specific
area of pristine GDH remained negligible [64]. The surface morphology of GDH underwent
slight changes when synthesized at different reaction temperatures. As illustrated in Table 3,
increasing the reaction temperature generally led to a slight decrease in the surface area
while overall increasing pore size and volume.

XRD patterns of the pristine GDH were obtained within the range of 5° to 80° and are
displayed in Figure 3b. Typically, amorphous patterns lack distinct peaks, while crystalline
patterns exhibit numerous sharp peaks. The appearance of a broad peak between 18 and
22 degrees in the XRD of the GDH indicates the presence of carbon, likely attributable to
the presence of graphite crystallites in the sample. The absence of additional peaks in this
diagram confirms the lack of any other X-ray traceable compounds in the GDH sample,
reaffirming its amorphous nature. Notably, the XRD patterns do not reveal any traces of
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humic acid or fulvic acid, suggesting that these compounds have been entirely eliminated
from the sample [66—68].

3.2. Effects of Different Parameters on MB Dye Adsorption

During the initial phase, the reaction parameters and their respective ranges were
determined through previous investigations and pilot studies. The efficiency of MB dye
removal was found to be 52% for pristine GDH and significantly improved to 97% for
carbonized GDH, as shown in Figure 4a.
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Figure 4. Effects of different parameters towards removal efficiencies of MB dye by the GDH.
(a) Pristine humin and carbonized humin, (b) amount of adsorbent (g), (¢) Amax of MB dye at different
pH, (d) pH.

3.2.1. Effect of Adsorbent Amount

As depicted in Figure 4b, increasing the dosage of GDH adsorbent resulted in a
corresponding rise in MB dye removal efficiency. This can be attributed to the increased
number of adsorption sites and surface area available for adsorption. When the adsorbent
dosage was varied at 0.025, 0.050, 0.075, 0.10, and 0.15 g, the respective removal efficiencies
for MB dye were found to be 67.02%, 72.05%, 75.70%, 96.88%, and 97.33%, respectively.
However, it is important to note that the MB removal efficiencies gradually approached
equilibrium due to the limitation of available MB dye in the reaction medium. Additionally,
it should be considered that the adsorption capacity is inversely proportional to the amount
of adsorbent used, as an increased amount leads to more activation sites. Therefore, for the
subsequent experiment, an adsorbent dosage of 0.1 g was selected.

3.2.2. Effect of PH

The adsorption efficiency of MB is directly affected by the pH of the reaction medium,
as pH influences the ionization of MB dye molecules and the charge intensity of the GDH
adsorbent [28,65]. Investigation of Amax values of MB dye at different pH levels revealed
that Amax remained constant, irrespective of the pH of the medium [Figure 4c]. Furthermore,
experimental results presented in Figure 4d showed a gradual increase in MB removal by
GDH as the solution pH was raised from 2.00 to 6.00. Notably, at initial solution pH levels
of 1.00, 2.00, 4.00, 6.00, 8.00, and 10.00, the corresponding MB removal efficiencies by GDH
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were 76.56%, 73.26%, 97.00%, 97.37%, 96.19%, and 88.02%, respectively. Humin contains
abundant -OH and -COOH functional groups. As the pH of the reaction medium increases,
the amount of un-ionized -COOH functional groups in humic substances decreases. This
decrease shows a slow trend between pH 1.00 and 4.00, followed by a rapid increase
between pH 4.00 and 5.00, and then a return to a gradual increase above pH 5.00. By
pH 6.00, nearly all -COOH groups have been ionized [47,69,70]. Since MB dye is a cationic
dye with pK, > 14 across the studied pH range, it is attracted to the negatively charged
sites on the GDH adsorbent due to electrostatic forces [47,65]. Consequently, when the pH
of the medium increases, the number of negatively charged sites on the adsorbent surface
also increases, leading to greater adsorption of the positively charged MB dye. The rapid
increase in MB dye sorption from pH 2.00 to 6.00 can be attributed to the strong attraction
between the positively charged MB dye and the more negatively charged GDH at higher
pH values.

However, beyond pH 6.00, the adsorption of MB dye onto GDH experienced a slight
decrease with further increase in the pH of the medium. This can be explained by the fact
that while the proportion of negatively charged sites on the adsorbent continues to increase
with higher pH, the proportion of OH" in the solution also becomes more dominant than
H* at pH values higher than 7.00. As a result, there is a competition for the positively
charged MB dye between OH™ and the negatively charged sites on GDH. This competition
leads to a slight reduction in the adsorption of MB dye on GDH with increasing pH of the
reaction medium from 6.00 to 10.00 [47].

3.2.3. Effect of Temperature

The effect of temperature on the adsorption equilibrium time for the removal of MB
dye by GDH is illustrated in Figure 5a. The results show that the adsorption was decreased
with an increase in the temperature of the reaction medium from 293 K to 338 K (25 °C to
65 °C). The time taken to reach equilibrium was roughly 360, 480, and 600 min at 298 K
(25°C), 308 K (35 °C), and 318 K (45 °C), respectively, while it had not reached equilibrium
even after 600 min at 328 K (55 °C) and 338 K (65 °C). The reason behind this scenario was
that the adsorption of MB dye onto GDH is exothermic in nature (heat is released whenever
adsorbates are adsorbed on the surface of the adsorbent) [71]. Physisorption involves weak
van der Waals’ forces and these forces become weaker when increasing the temperature of
the medium. Hence, the adsorption rate decreases whenever the temperature increases.
This is also explained by the fact that as the temperature rises, the kinetic energy of adsorbed
molecules also rises, allowing them to overcome the electrostatic force of attraction by the
adsorbent surface [50].

3.2.4. Comparison of Adsorption of MB and MO Dyes

According to the FI-IR spectrum results and the literature, humin has phenolic -OH
and -COOH groups in its structure, and many studies have consistently presented that
the -COOH group is considerably more reactive than the -OH group in binding different
types of adsorbates [47]. In addition, many biomass-derived activated carbons (biochar)
have electronegative surface, and GDH can also be considered a biochar. MB dye is a
cationic dye since it would spontaneously interact with the negatively charged parts of
the adsorbent through electrostatic interactions. However, since MO dye is an anionic dye,
the repulsion forces between anionic MO dye molecules and the negatively charged part
of the adsorbent surface of the GDH would occur [28,71]. Therefore, the MB dye has a
higher interaction with the GDH surface than the MO dye, since the removal efficiency of
MB (97%) is higher than MO’s (33%) removal efficiency. Plots of removal efficiencies of
MB and MO dyes vs. reaction time and full wavelength scan UV-visible spectra drawn for
absorbance vs. the reaction time are shown in Figure 5b—d, respectively.
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Figure 5. Effects of different parameters towards removal efficiencies of dyes by the GDH. (a) MB
dye removal plot of different temperatures vs. time, (b) MB and MO dyes removal efficiencies vs.
time, (c) full wavelength scan spectra for MB dye removal at different time, (d) full wavelength scan
spectra for MO dye removal at different time.

3.3. Adsorption Kinetics and Thermodynamics

Figure 5b,c illustrate the effect of contact time on dye removal efficiency. It is observed
that the removal efficiency increases with time, eventually reaching equilibrium after
600 min of contact time, at which point no further MB dye molecules are adsorbed from the
solution. These findings suggest that the adsorption process occurs in three stages: (1) rapid
adsorption of MB dye during the initial minutes of interaction, where the abundance of
active sites on the GDH surface allows for significant adsorption; (2) with longer contact
times, the dye molecules require more time to diffuse into the pores of the adsorbent; and
(3) after reaching equilibrium, no further dye adsorption occurs due to saturation of the
adsorbent sites on GDH [72].

To gain a deeper understanding of the adsorption kinetics, various models have been
developed, with the two most common ones being the pseudo-first-order and pseudo-
second-order models. The pseudo-first-order model describes a rate of adsorbate removal
over time, which is proportional to the variance in saturation and the number of active sites
on the adsorbent. This model is suitable for describing the adsorption process and follows
a first-order reaction. On the other hand, the pseudo-second-order model explains how
the reaction rate is influenced by both the amount of solute adsorbed on the adsorbent’s
surface and the amount adsorbed at equilibrium. This model follows a second-order
reaction [49,72]. The correlation coefficients (R?) of the pseudo-first-order model and the
pseudo-second-order model for this experiment were 0.97413 and 0.97543, respectively,
indicating that both models have similar R? values [as depicted in Figure 6a,b]. However,
when comparing the Q. values obtained from the models with the experimental values
(2.42808), the pseudo-first-order model proved to be the most fitting in describing the
kinetic mechanism involved in MB dye adsorption by GDH (Table 4). Nevertheless, as
shown in Figure 4b, Q. was 6.70 mg/g when the GDH amount was 0.025 g, while other
parameters remained constant.
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Figure 6. Adsorption kinetic model’s and isotherm model’s fitting results for the removal MB dye
by GDH. (a) pseudo-first-order model, (b) pseudo-second-order, (c¢) Langmuir isotherm model,
(d) Freundlich isotherm model.

Table 4. Kinetic parameters for the pseudo-first order model and pseudo-second order Model.

Pseudo-First Order Model

k; (min—1) Q. (mg/g) R2
0.00757 2.42245 0.97413
Pseudo-Second Order Model
ko x 1074 »
(g/mg min) Qe (mg/g) R
418.145 0.02568 0.97543

The calculated values of activation energy and the frequency factor for MB dye ad-
sorption were determined to be —94.41 k] /mol and 8.858 x 10~1® g/mg min, respectively.
Typically, a low E, value (<42 kJ/mol) indicates a diffusion-controlled process (physical
adsorption), while a high E, value (>42 k] /mol) indicates a chemically controlled process.
In this experiment, the E, value was found to be —94.4 k] /mol (R? = 0.9695), indicating that
the rate-determining step is a diffusion-controlled process. The negative activation energy
value suggests that increasing the temperature of the reaction medium does not favor MB
dye adsorption onto GDH, leading to a decreased probability of colliding particles being
captured by the relevant adsorbent. This negative value also indicates the absence of energy
barriers in the process [73,74]. In other words, the adsorption process with a negative E,
value is exothermic in nature and facilitated by lower temperatures.

The calculated values of thermodynamic parameters AG®, AH®, and AS° are presented
in Table 5. The Gibbs free energy of change is used to evaluate the spontaneity and fea-
sibility of adsorption processes. The negative vindicates AG® at 298 K (25 °C) and 318 K
(45 °C) indicate the spontaneous nature of MB dye adsorption onto the adsorbent, while
the positive value at 338 K (65 °C) indicates the non-spontaneous nature of adsorption. The
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enthalpy change in adsorption experiments provides insights into the nature and mecha-
nism of adsorption processes. A negative AH® value indicates an exothermic adsorption
process, whereas a positive AH® value indicates an endothermic process. The negative
value of AH® in this experiment suggests that the MB dye adsorption process is exothermic,
and the negative value of AS° indicates a decrease in randomness at the solid /solution
interfaces during adsorption [53,55,75].

Table 5. Thermodynamic parameters for MB dye adsorption onto GDH.

Temperature/K AG?® (kJ/mol) AH? (kJ/mol) AS° (kJ/mol K)
298 —94.3118
318 —37.8638 —1670.28 —5.23782
338 105.5307

3.4. Adsorption Isotherm Models

Adsorption isotherm models play a crucial role in understanding the interaction
between the adsorbate and the adsorbent used for the removal of organic pollutants.
These models describe the relationship between the amount of adsorbate adsorbed by the
adsorbent and the amount of adsorbate remaining in the medium. By analyzing these
model parameters, we can gain insights into the adsorption mechanism, surface properties,
and adsorbent affinity for the adsorbate.

The Langmuir model suggests that monolayer adsorption occurs on a homogeneous
adsorbent surface, with the adsorption energy of active sites on the adsorbent being consis-
tently similar. On the other hand, the Freundlich model describes multilayer adsorption
on a heterogeneous adsorbent surface, where the adsorption sites of the adsorbent exhibit
varying affinities toward the adsorbate. Figure 6¢,d present the fitted curves for the Lang-
muir and Freundlich models in this experiment, and their respective parameters are listed
in Table 6. Based on the plotted values and R? values, it is evident that the Langmuir
model provides a better fit to the experimental data compared to the Freundlich model. The
calculated Qmax value of MB dye removal, obtained from the Langmuir plots, was found to
be 5.93 mg~!, indicating that the adsorption of MB dye onto the adsorbent occurred via
monolayer adsorption.

Table 6. Parameters for Langmuir Isotherm and Freundlich Isotherm Models.

Langmuir Isotherm Model

Qmax Kp R?
5.93275 0.68219 0.94306
Freundlich Isotherm Model
n Kg R?
1.555932 2.0804 0.9416

The separation factor (Ry ) is a dimensionless constant used to assess the viability of
an adsorption system at various initial dye concentrations. The calculated Ry, values in
this study ranged from 0.028 to 0.185. These Ry, values exhibited a decreasing trend with
increasing initial MB dye concentration and fell within the range of 0 < Ry, < 1, suggesting a
favorable adsorption process [74].

3.5. Response Surface Methodology

To optimize the significant variables in this experiment, the Box-Behnken design
(BBD) approach was employed. The primary input variables that exert a major influence on
the MB dye removal rate are reaction time, initial dye concentration, and adsorbent dose.
Statistically designed experiments were conducted to assess the individual and combined
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effects of these three variables on the removal rate of MB dye by GDH. The complete design
matrix and outcomes of the 18 experiments investigated by BBD for MB dye removal are
presented in Table 7. The software suggested employing a quadratic model to describe and
predict the adsorption process. The final perceived model, expressed in terms of coded
factors, is given by Equation (16).

Y = 495.63 + 16.99A — 10.96B + 17.41C 4 10.68AB — 11.90AC + 0.1925BC — 4.65A% — 11.36B% — 15.67C> (16)

Table 7. Experimental design matrix for MB dye removal by GDH adsorbent and comparison of
actual and predicted values using Box-Behnken design.

VARIABLES RESPONSE
Run Time (A) Concentration (B) Weight (C) MB Removal Rate%
Actual Value  Predicted Value
1 600 27.5 0.05 88.26 86.78
2 315 27.5 0.1 95.23 95.63
3 600 5 0.1 98.63 96.89
4 30 5 0.1 88.24 84.27
5 315 27.5 0.1 94.21 95.63
6 600 50 0.1 92.36 96.33
7 600 27.5 0.15 98.56 97.81
8 315 5 0.15 94.28 96.77
9 315 50 0.15 78.46 75.24
10 315 27.5 0.1 97.25 95.63
11 315 50 0.05 42.53 40.04
12 315 27.5 0.1 95.19 95.63
13 30 27.5 0.15 86.15 87.63
14 315 27.5 0.1 96.48 95.63
15 30 27.5 0.05 28.26 29.01
16 315 27.5 0.1 95.42 95.63
17 315 5 0.05 59.12 62.34
18 30 50 0.1 39.25 40.99

The expressions in the above equation are accompanied by positive and negative signs,
indicating their synergistic and antagonistic effects on the response, respectively [59,74].
Reaction time (A), GDH weight (C), and interaction parameters (AB) and (BC) with positive
coefficients exhibit a synergistic effect on MB dye removal rate%, while initial MB dye
concentration (B), interaction parameter (AC), and quadratic parameters (A?), (B?), and
(C?) with negative coefficients have an inhibitory effect on MB dye removal rate%.

Multiple regression analysis was employed to evaluate the response coefficient for the
model, and the analysis of variance (ANOVA) technique was used to assess the model’s
adequacy and the correlation between input variables and responses. The ANOVA results for
MB dye removal rate by GDH are summarized in Table 8. The model F-value of 94.83 indicates
its significance. There is only a 0.01% probability that such a large F-value could result from
noise. P-values less than 0.0500 suggest significant model terms, and in this case, A, B, C, AB,
AC, A%, B2, and C? are all significant model terms. P-values greater than 0.1000 indicate that
the model terms are not significant.

The R? value for Equation (16) was found to be 0.9907, indicating that the model can
explain 99.07% of the total deviation in response, with only 0.93% unexplained. Moreover,
the predicted R? value (0.8609) closely aligns with the adjusted R? value (0.9803). Typically,
a well-fitted model should have an R? value of at least 0.8000. The close proximity of the
R? value to 1 and the lower standard deviation (SD) (Table 8) indicate that the developed
quadratic model can accurately predict the response within the range of input variables.
The predicted R? value of 0.8609 is reasonably consistent with the adjusted R? value of
0.9803 (the difference is less than 0.2).
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Table 8. Statistical technique ANOVA and model summary statistics for response surface quadratic
model for MB dye removal rate by GDH.

Source Sum of Squares Degree of Freedom  Mean Square F-Value p-Value Comment
Model 8748.48 9 972.05 94.83 <0.0001 significant
A-time 2308.94 1 2308.94 225.26 <0.0001
B . 960.75 1 960.75 93.73 <0.0001
Concentration
C-Weight 2424.86 1 2424.86 236.57 <0.0001
AB 456.25 1 456.25 4451 0.0002
AC 566.20 1 566.20 55.24 <0.0001
BC 0.1482 1 0.1482 0.0145 0.9072
A? 94.35 1 94.35 9.21 0.0162
B2 563.13 1 563.13 54.94 <0.0001
C? 1071.83 1 1071.83 104.57 <0.0001
Residual 82.00 8 10.25
Lack of Fit 76.24 3 2541 22.06 0.0026 significant
Pure Error 5.76 5 1.15
Cor Total 8830.48 17
Response (Y) SD Ccv R? Adj. R? Pred. R? AP
MBrI:ferf,Z"’al 3.20 3.93 0.9907 0.9803 0.8609 28.8300

Diagnostic plots, such as predicted vs. actual, residual vs. run, and normal plot
vs. residuals, shown in Figure 7a—c, respectively, were also used to assess the model’s
fitness [59]. The comparison of model-predicted values based on Equation (16) to ex-
perimental values [Figure 7a] demonstrates that the chosen quadratic model effectively
investigates the relationship between the input variables (A-reaction time, B-initial concen-
tration of MB dye, and C-GDH weight) and the response (MB dye removal rate %). The
normal probability plot in Figure 7b shows that all data points are linearly distributed and
closely align with a straight regression line, indicating a good fit of the selected model. The
acceptance of this model is further supported by Figure 7c, where the residuals are evenly
distributed around the zero line of the graph. The coefficient of variation (CV) value for
MB dye removal (Table 7) was calculated to be 3.93%, which is less than 10%, indicating
that the model is reproducible and reliable.

The Design-Expert software was utilized to create three-dimensional (3D) surface and
contour plots for the model, where two parameters/variables were varied at a time while
the other remained constant at the center level (zero level). Figure 8a—c display the 3D sur-
face and contour plots, illustrating the interaction effects of process parameters/variables
on the removal rate.

Figure 8a demonstrates the interaction effect of reaction time (A) and MB dye initial
concentration (B) while maintaining GDH weight (C) at the zero level. It shows that the
removal rate decreased with increasing initial dye concentrations, despite an increase in MB
adsorption capacity. The higher adsorption capacity of MB at higher initial concentrations
can be attributed to increased contact of adsorbent sites with MB. However, the reduction in
dye removal rate with increasing initial MB concentration is primarily due to the limitation
of the adsorbent in the medium. The removal rate of MB by GDH increases over time,
reaching equilibrium after 600 min of reaction time. The rapid adsorption of MB during
the initial minutes of interaction is a result of the higher number of available adsorption
sites on the surface of the adsorbent compared to the occupied sites. As the reaction time is
extended, the MB molecules require more time to diffuse into the pores of the adsorbent.
The optimal reaction time for MB dye removal was found to be 410 min. Figure 8b illustrates
the interaction effect of reaction time (A) and GDH weight (C) while maintaining the initial
MB dye concentration (B) at the zero level. Increasing both the adsorbent dosage of GDH
and the reaction time led to an increase in MB removal rate%. This can be attributed to
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the higher number of adsorption sites and increased surface area of the GDH adsorbent,
as well as the extended duration for adsorption. Figure 8c demonstrates the interaction
effect of GDH weight (C) and MB dye concentration while keeping the reaction time (A)
at the zero level. At higher MB dye concentrations, the MB removal rate decreased due
to the limitation of the GDH adsorbent in the medium. It is evident that the interaction
effect between GDH weight and MB dye concentration significantly influences the MB dye
removal rate.
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Figure 7. Model validation diagnostic plots for MB dye removal by GDH. (a) the plot of predicted
values vs. actual values, (b) the normal probability plot of studentized residuals, (c) studentized
residual vs. the run number.

The desirability function, ranging from 0.00 (undesirable) to 1.00 (highly desirable),
was employed to optimize the process parameters/variables and achieve maximum MB dye
removal [59]. Numerical optimization was conducted to determine the best combination of
input variables that would result in the highest MB dye removal rate. Reaction time and
GDH weight were set as “in range,” the initial MB dye concentration was set to “maximum,”
and the target was set to “maximum” in order to obtain the most favorable response for
MB dye removal, as depicted in Figure 9. The experimental parameters were then verified
using the conditions predicted by the BBD model. The optimal parameters predicted by
the BBD model were a reaction time (A) of 600 min, an initial concentration of MB dye (B)
of 49.99 ppm, and a GDH weight (C) of 0.11 g. The desirability of these predicted values
was 98.7% (0.987). The optimized MB dye removal rate projected by the BBD model was
96.85%, which closely matched the experimentally measured value of 92.49%.
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Figure 9. Desirability ramp for numerical optimization of MB dye removal rate.
3.6. Regeneration and Reuse

Apart from having excellent adsorption efficiency for dyes, a good adsorbent should
also possess the ability to be regenerated and reused. If the adsorbent cannot be effectively
reused or if its adsorption efficiency significantly decreases after repeated use, it can
lead to secondary environmental pollution and impose additional costs for industrial
applications [49]. Methanol, a polar organic solvent commonly used to dissolve various
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organic compounds, including dyes such as MB, has the capability to effectively solubilize
MB molecules, ensuring their uniform dispersion in the solution. Following two dye
adsorption-desorption cycles, spent GDH adsorbent was regenerated using MeOH, and
the regenerated GDH underwent characterization through BET analysis and SEM analysis
to assess any alterations compared to the original carbonized GDH. Figure 10a,b displays
SEM images of the regenerated GDH samples, magnified at 1000x and 2000x. As seen
in Figure 10a,b, the presence of porous structure in the GDH is evident, and some GDH
particles appear to be damaged on the surface. This damage can be attributed to the
agitation of the magnet during the MB dye adsorption and during the sonication in the
regeneration process. As illustrated in Table 9, the specific surface area, pore size, and pore
volume of the regenerated GDH were measured and recorded as 131.01 m2/ g, 4.80 nm,
and 0.05 cm®/g, respectively. These results indicate a reduction in surface area, pore
size, and pore volume due to the reuse of the adsorbent, which lead to a decrease in
its adsorption capability over repeated cycles. Moreover, the nitrogen adsorption and
desorption isotherms of the regenerated GDH sample exhibit Type Il isotherm characteristics,
similar to the initial carbonized GDH, confirming the presence of micropores with molecular
dimensions in the regenerated GDH [Figure 10c].
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Figure 10. Characteristics of regenerated carbonized GDH, (a) SEM image of regenerated GDH
1000, (b) SEM image of regenerated GDH 2000, (c) BET analysis of GDH- N, adsorption and
desorption isotherms.

Table 9. Analysis of specific surface area and porosity of regenerated carbonized GDH.

BET Surface Pore .
Sample Name Area/(m?/g) Volume/(cm®/g) Pore Size/(nm)
Regenerated carbonized GDH 113.01 0.05 4.80

As shown in Figure 11, the MB dye removal rate by GDH experienced a slight reduc-
tion after each regeneration and reuse cycle. However, even after multiple cycles, it still
maintained a remarkably high removal rate compared to the initial use. The MB removal
rate remained above 80% even after the tenth cycle. This demonstrates the reusability of
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the GDH adsorbent after regeneration, resulting in reduced waste generation and offering
a cost-effective solution for wastewater treatment.

MB dye removal rate%
Y

100

80

60

40 4

Removal Rate%

Reuse Cycles

Figure 11. Reuse cycles of regenerated GDH.

3.7. Literature Comparison

Table 10 presents a comparative analysis of the results obtained in this study for MB
dye removal using the byproduct GDH and previously published data. It is noteworthy
that only three studies on dye adsorption by humin materials were identified, and all
of them utilized humin derived from soil. This research represents the first instance of
employing humin derived from the biorefinery process for dye removal from wastewater.

Table 10. Comparison of dye adsorption data by humin.

Name of the Dye and Adsorbent

No. Adsorbent Concentration Weight/(g) Time/(min)  Removal Efficiency Reference
1 Leonardite -humin MB-25 ppm 1 5 90% [29]
. . MB-10 ppm
2 Peat soil -humin p-NP-10 ppm 0.05 120 N/A [47]
. . RO 16-50 ppm RO 16-81.4%
3 Peat soil -humin RR 120-50 ppm 0.2 90 RR 120-66.8% [48]
4 Glucose -derived MB dye-25 ppm 0.1 600 97% This work

humin (GDH)

N/A = Not Available.

Sayjumpa et al. (2019) utilized humin obtained from Thai leonardite (derived from a
lignite mine) for MB dye removal. They achieved a 90% removal efficiency from 25 ppm
dye solutions using 1 g of humin after 5 min of contact time and centrifugation at 3000 rpm.
It is important to note that the contact time was shorter in their study, and the adsorbent
weight was 10% higher compared to our investigation. In our study, after conducting
experiments with the optimal parameters obtained from the BBD model, we achieved a
92% removal of MB dye using 0.11 g of GDH in 600 min from a 50-ppm solution. Santosa
et al. (2019) employed peat soil humin for MB and p-nitrophenol (p-NP) sorption, yielding
adsorption capacities of 70.6 and 36.6 mg/g, respectively. However, their investigation
did not provide data on removal efficiency, and the humin weight used was 0.05 g, with
dye concentrations at 10 ppm and a contact time of 120 min. Another study by Jesus et al.
(2010) involved the use of 0.2 g of peat soil humin to remove 50 ppm starting concentrations
of Reactive Orange 16 (RO-16) and Reactive Red 120 (RR-120) in 90 min. The removal
efficiencies achieved were 81.4% and 66.8% for RO 16 and RR 120, respectively [29,47,48].
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4. Conclusions

The isomerization of D-glucose into D-fructose is a crucial industrial conversion with
various applications in the food industry, such as in high fructose corn syrup, and as a
key intermediate step in producing platform chemicals such as 5-HMEF, FDCA, and LA.
However, this process leads to the formation of a significant byproduct called humin. In this
context, it would be advantageous to utilize GDH as an economical and environmentally
friendly adsorbent to remove organic dyes from aqueous solutions. GDH was obtained
through the reaction of D-glucose with an AA catalyst in a DES medium, followed by
carbonization at 500 °C for 2 h. Cationic MB dye and anionic MO dye were selected as
adsorbates in the aqueous medium. The morphology of pristine GDH was altered after the
carbonization step, resulting in increased surface area and pore volume, transforming it
into activated carbon. The experimental results revealed that the MB removal efficiency
of carbonized GDH was higher compared to pristine GDH. Various factors, including
the amount of adsorbent, initial MB concentration, reaction temperature, reaction time,
and pH of the medium, also influenced the dye removal efficiency. GDH exhibited better
removal efficiency for the cationic MB dye compared to the anionic MO dye. Temperature
measurements indicated that the MB dye adsorption process was exothermic. The process
followed a pseudo-first-order kinetic model, while the Langmuir isotherm provided a
comprehensive explanation of the adsorption behavior. The calculated E, value suggested
that the rate-determining step of adsorption was diffusion-controlled. To optimize the
process, response surface methodology and ANOVA approaches were employed. The
significant F-value obtained from the ANOVA technique indicated that the model was
meaningful, and P-values less than 0.0500 indicated the significance of model terms. Upon
implementing the optimal parameters suggested by the BBD model, the experimental MB
dye removal by GDH was found to be in excellent agreement with the predicted value.
Notably, GDH demonstrated enhanced removal effectiveness even after regeneration for
multiple cycles, particularly after the tenth adsorption cycle, affirming its potential as a
green adsorbent for cationic dye removal from wastewater. This highlights the economic
and environmental feasibility of utilizing GDH in the entire biomass conversion process.

Author Contributions: All authors contributed to the study conception and design. Methodology
and investigations were performed by T.N.D. and K.-L.C. The first draft of the manuscript was
written by T.N.D. and all authors commented on previous versions of the manuscript. Visualization
and formal analysis were performed by T.N.D. and P.-].H. Conceptualization and supervision were
performed by P.-J.H. All authors have read and agreed to the published version of the manuscript.

Funding: This work was supported by the National Science and Technology Council under Project
NSTC 110-2221-E-110-024 and 111-2221-E-008-111-MY3.

Institutional Review Board Statement: Not applicable.
Informed Consent Statement: Not applicable.

Data Availability Statement: The data presented in this study are available on request from the
corresponding author.

Acknowledgments: The authors are grateful to the Instrument Center (National Chen Gung University)
for providing Scanning Electron Microscopy (NSTC 112-2740-M-006-001) as well as all anonymous
reviewers for their valuable comments and constructive suggestions.

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

1. Yang,J.; Niu, X;; Wu, H.; Zhang, H.; Ao, Z.; Zhang, S. Valorization of humin as a glucose derivative to fabricate a porous carbon
catalyst for esterification and hydroxyalkylation/alkylation. Waste Manag. 2020, 103, 407—415. [CrossRef]

2. Dharmapriya, T.N.; Wu, S.-Y; Chang, K.-L.; Huang, P-J. Hydrogel-based heterogeneous-acid-catalysts for converting carbohy-
drates into the platform chemical: 5-hydroxymethylfurfural. J. Taiwan Inst. Chem. Eng. 2023, 149, 104997. [CrossRef]


https://doi.org/10.1016/j.wasman.2020.01.004
https://doi.org/10.1016/j.jtice.2023.104997

Polymers 2023, 15, 3268 23 of 25

10.

11.

12.

13.

14.

15.

16.

17.

18.

19.

20.

21.

22.

23.

24.

25.

26.

27.

28.

29.

van Zandvoort, I.; Wang, Y.; Rasrendra, C.B.; van Eck, E.R.; Bruijnincx, P.C.; Heeres, H.J.; Weckhuysen, B.M. Formation, molecular
structure, and morphology of humins in biomass conversion: Influence of feedstock and processing conditions. ChemSusChem
2013, 6, 1745-1758. [CrossRef]

Xu, Z.; Yang, Y,; Yan, P; Xia, Z.; Liu, X.; Zhang, Z.C. Mechanistic understanding of humin formation in the conversion of glucose
and fructose to 5-hydroxymethylfurfural in [BMIM] Cl ionic liquid. RSC Adv. 2020, 10, 34732-34737. [CrossRef]

Zakrzewska, M.E.; Bogel-Lukasik, E.; Bogel-Lukasik, R. Ionic liquid-mediated formation of 5-hydroxymethylfurfural A promising
biomass-derived building block. Chem. Rev. 2011, 111, 397-417. [CrossRef]

Zuo, M.; Wang, X.; Wang, Q.; Zeng, X.; Lin, L. Aqueous-Natural Deep Eutectic Solvent-Enhanced 5-Hydroxymethylfurfural
Production from Glucose, Starch, and Food Wastes. ChemSusChem 2022, 15, €202101889. [CrossRef]

Zuo, M,; Jia, W,; Feng, Y.; Zeng, X.; Tang, X.; Sun, Y.; Lin, L. Effective selectivity conversion of glucose to furan chemicals in the
aqueous deep eutectic solvent. Renew. Energy 2021, 164, 23-33. [CrossRef]

Wang, S.; Lin, H.; Zhao, Y.; Chen, ].; Zhou, ]. Structural characterization and pyrolysis behavior of humin by-products from the
acid-catalyzed conversion of C6 and C5 carbohydrates. J. Anal. Appl. Pyrolysis 2016, 118, 259-266. [CrossRef]

Thoresen, P.P,; Lange, H.; Rova, U.; Christakopoulos, P.; Matsakas, L. Covalently bound humin-lignin hybrids as important novel
substructures in organosolv spruce lignins. Int. J. Biol. Macromol. 2023, 233, 123471. [CrossRef]

Hu, X,; Lievens, C.; Larcher, A.; Li, C.-Z. Reaction pathways of glucose during esterification: Effects of reaction parameters on the
formation of humin type polymers. Bioresour. Technol. 2011, 102, 10104-10113. [CrossRef]

Kalusulingam, R.; Gajula, S.; Koilraj, P.; Shanthana Lakshmi, D.; Tayade, R.J.; Srinivasan, K. Biomass-derived humin-like furanic
polymers as an effective UV-shielding agent for optically transparent thin-film composites. ACS Appl. Polym. Mater. 2021, 3,
1932-1942. [CrossRef]

Hoang, TM.C,; van Eck, E.R.H.; Bula, W.P,; Gardeniers, ].G.E; Lefferts, L.; Seshan, K. Humin based by-products from biomass
processing as a potential carbonaceous source for synthesis gas production. Green Chem. 2015, 17, 959-972. [CrossRef]

Wang, Y.; Agarwal, S.; Kloekhorst, A.; Heeres, H.]. Catalytic hydrotreatment of humins in mixtures of formic acid /2-propanol
with supported ruthenium catalysts. ChemSusChem 2016, 9, 951-961. [CrossRef]

Pin, ].-M.; Guigo, N.; Mija, A.; Vincent, L.; Sbirrazzuoli, N.; van der Waal, J.C.; de Jong, E. Valorization of biorefinery side-stream
products: Combination of humins with polyfurfuryl alcohol for composite elaboration. ACS Sustain. Chem. Eng. 2014, 2,
2182-2190. [CrossRef]

Mija, A.; van der Waal, J.C.; Pin, J.-M.; Guigo, N.; de Jong, E. Humins as promising material for producing sustainable
carbohydrate-derived building materials. Constr. Build. Mater. 2017, 139, 594-601. [CrossRef]

Filiciotto, L.; Balu, A.M.; Romero, A.A.; Rodriguez-Castellén, E.; van der Waal, J.C.; Luque, R. Benign-by-design preparation of
humin-based iron oxide catalytic nanocomposites. Green Chem. 2017, 19, 4423-4434. [CrossRef]

Andreas, R.; Zhang, J. Characteristics of adsorption interactions of cadmium (II) onto humin from peat soil in freshwater and
seawater media. Bull. Environ. Contam. Toxicol. 2014, 92, 352-357. [CrossRef]

Wang, Y; Li, L.; Zou, X,; Shu, R; Ding, L.; Yao, K.; Lv, W.; Liu, G. Impact of humin on soil adsorption and remediation of Cd (II),
Pb (II), and Cu (II). Soil Sediment Contam. Int. J. 2016, 25, 700-715. [CrossRef]

Zhang, ].; Wang, S.; Wang, Q.; Wang, N.; Li, C.; Wang, L. First determination of Cu adsorption on soil humin. Environ. Chem. Lett.
2013, 11, 41-46. [CrossRef]

Rosa, LM.T.; Botero, W.G.; Santos, ].C.C.; Cacuro, T.A.; Waldman, W.R.; do Carmo, J.B.; de Oliveira, L.C. Natural organic matter
residue as a low cost adsorbent for aluminum. J. Environ. Manag. 2018, 215, 91-99. [CrossRef]

Chen, Y,; Yang, Z.; Zhang, Q.; Fu, D.; Chen, P;; Li, R;; Liu, H.; Wang, Y.; Liu, Y.; Lv, W. Effect of tartaric acid on the adsorption of
Pb (II) via humin: Kinetics and mechanism. J. Taiwan Inst. Chem. Eng. 2020, 107, 79-88. [CrossRef]

Chen, B.; Peng, Z.; Li, C.; Feng, Y.; Sun, Y.; Tang, X.; Zeng, X,; Lin, L. Catalytic conversion of biomass to furanic derivatives with
deep eutectic solvents. ChemSusChem 2021, 14, 1496-1506. [CrossRef]

Marianou, A.A.; Michailof, C.M.; Pineda, A.; lliopoulou, E.E; Triantafyllidis, K.S.; Lappas, A.A. Glucose to fructose isomerization
in aqueous media over homogeneous and heterogeneous catalysts. ChemCatChem 2016, 8, 1100-1110. [CrossRef]

Marullo, S.; Rizzo, C.; D’Anna, F. Activity of a heterogeneous catalyst in deep eutectic solvents: The case of carbohydrate
conversion into 5-hydroxymethylfurfural. ACS Sustain. Chem. Eng. 2019, 7, 13359-13368. [CrossRef]

Vigier, K.D.O.; Chatel, G.; Jéréme, F. Contribution of deep eutectic solvents for biomass processing: Opportunities, challenges,
and limitations. ChemCatChem 2015, 7, 1250-1260. [CrossRef]

Afonso, J.; Mezzetta, A.; Marrucho, I.; Guazzelli, L. History repeats itself again: Will the mistakes of the past for ILs be repeated
for DESs? From being considered ionic liquids to becoming their alternative: The unbalanced turn of deep eutectic solvents.
Green Chem. 2023, 25, 59-108. [CrossRef]

Hayyan, A.; Mjalli, ES.; AlNashef, L.M.; Al-Wahaibi, Y.M.; Al-Wahaibi, T.; Hashim, M.A. Glucose-based deep eutectic solvents:
Physical properties. . Mol. Lig. 2013, 178, 137-141. [CrossRef]

Chen, Y.-H.; Huang, P-J. Sono-assisted rapid dye removal by chromium-based metal organic frameworks derived from waste
PET bottles: Characterization, kinetics and adsorption isotherms. J. Environ. Chem. Eng. 2021, 9, 106766.

Sayjumpa, J.; Jomhataikool, B.; Faungnawakij, K.; Kuboon, S.; Kraithong, W.; Fuji, M.; Eiad-ua, A. Porous carbon adsorbent from
humin derived from thai leonardite for methylene blue dye adsorption. Curr. Appl. Sci. Technol. 2019, 19, 1-8.


https://doi.org/10.1002/cssc.201300332
https://doi.org/10.1039/D0RA05641C
https://doi.org/10.1021/cr100171a
https://doi.org/10.1002/cssc.202101889
https://doi.org/10.1016/j.renene.2020.09.019
https://doi.org/10.1016/j.jaap.2016.02.009
https://doi.org/10.1016/j.ijbiomac.2023.123471
https://doi.org/10.1016/j.biortech.2011.08.040
https://doi.org/10.1021/acsapm.0c01390
https://doi.org/10.1039/C4GC01324G
https://doi.org/10.1002/cssc.201501371
https://doi.org/10.1021/sc5003769
https://doi.org/10.1016/j.conbuildmat.2016.11.019
https://doi.org/10.1039/C7GC01405H
https://doi.org/10.1007/s00128-014-1205-x
https://doi.org/10.1080/15320383.2016.1191426
https://doi.org/10.1007/s10311-012-0375-1
https://doi.org/10.1016/j.jenvman.2018.03.048
https://doi.org/10.1016/j.jtice.2019.11.012
https://doi.org/10.1002/cssc.202100001
https://doi.org/10.1002/cctc.201501203
https://doi.org/10.1021/acssuschemeng.9b02605
https://doi.org/10.1002/cctc.201500134
https://doi.org/10.1039/D2GC03198A
https://doi.org/10.1016/j.molliq.2012.11.025

Polymers 2023, 15, 3268 24 of 25

30.

31.

32.

33.

34.

35.

36.

37.

38.

39.

40.

41.

42.

43.

44.

45.

46.

47.

48.

49.

50.

51.

52.

53.

54.

55.

56.

Rafatullah, M.; Sulaiman, O.; Hashim, R.; Ahmad, A. Adsorption of methylene blue on low-cost adsorbents: A review. J. Hazard.
Mater. 2010, 177, 70-80. [CrossRef]

Ajith, M.; Aswathi, M.; Priyadarshini, E.; Rajamani, P. Recent innovations of nanotechnology in water treatment: A comprehensive
review. Bioresour. Technol. 2021, 342, 126000. [CrossRef]

Amode, ].O.; Santos, ] H.; Md. Alam, Z.; Mirza, A.H.; Mei, C.C. Adsorption of methylene blue from aqueous solution using
untreated and treated (Metroxylon spp.) waste adsorbent: Equilibrium and kinetics studies. Int. J. Ind. Chem. 2016, 7, 333-345.
[CrossRef]

Khan, I.; Saeed, K.; Zekker, I.; Zhang, B.; Hendi, A.H.; Ahmad, A.; Ahmad, S.; Zada, N.; Ahmad, H.; Shah, L.A. Review on
methylene blue: Its properties, uses, toxicity and photodegradation. Water 2022, 14, 242. [CrossRef]

Cheng, J.; Zhan, C.; Wu, J.; Cui, Z,; Si, ].; Wang, Q.; Peng, X.; Turng, L.-S. Highly efficient removal of methylene blue dye from an
aqueous solution using cellulose acetate nanofibrous membranes modified by polydopamine. ACS Omega 2020, 5, 5389-5400.
[CrossRef]

Albayati, T.M.; Sabri, A.A.; Alazawi, R.A. Separation of methylene blue as pollutant of water by SBA-15 in a fixed-bed column.
Arab. ]. Sci. Eng. 2016, 41, 2409-2415. [CrossRef]

Saeed, M.; Jamal, M.A.; Haq, A.-U.; llyas, M.; Younas, M.; Shahzad, M.A. Oxidative degradation of methylene blue in aqueous
medium catalyzed by lab prepared nickel hydroxide. Int. ]. Chem. React. Eng. 2016, 14, 45-51. [CrossRef]

Kazemi, F; Mohamadnia, Z.; Kaboudin, B.; Karimi, Z. Photodegradation of methylene blue with a titanium diox-
ide/polyacrylamide photocatalyst under sunlight. J. Appl. Polym. Sci. 2016, 133, 43386. [CrossRef]

Sun, L.; Hu, D.; Zhang, Z.; Deng, X. Oxidative degradation of methylene blue via PDS-based advanced oxidation process using
natural pyrite. Int. J. Environ. Res. Public Health 2019, 16, 4773. [CrossRef]

Contreras, M.; Grande-Tovar, C.D.; Vallejo, W.; Chaves-Lépez, C. Bio-removal of methylene blue from aqueous solution by
Galactomyces geotrichum KL20A. Water 2019, 11, 282. [CrossRef]

Eljiedi, A.A.A.; Kamari, A. Removal of methyl orange and methylene blue dyes from aqueous solution using lala clam (Orbicularia
orbiculata) shell. In AIP Conference Proceedings; AIP Publishing: Melville, NY, USA, 2017.

Hanafi, M.E; Sapawe, N. A review on the water problem associate with organic pollutants derived from phenol, methyl orange,
and remazol brilliant blue dyes. Mater. Today Proc. 2020, 31, A141-A150. [CrossRef]

Porri, A.; Baroncelli, R.; Guglielminetti, L.; Sarrocco, S.; Guazzelli, L.; Forti, M.; Catelani, G.; Valentini, G.; Bazzichi, A.; Franceschi, M.
Fusarium oxysporum degradation and detoxification of a new textile-glycoconjugate azo dye (GAD). Fungal Biol. 2011, 115, 30-37.
[CrossRef]

Hossain, M.Y.; Liang, Y.; Pervez, M.N.; Ye, X.; Dong, X.; Hassan, M.M.; Cai, Y. Effluent-free deep dyeing of cotton fabric with
cacao husk extracts using the Taguchi optimization method. Cellulose 2021, 28, 517-532. [CrossRef]

Xu, X.; Gong, J.; Li, Z; Li, Q.; Zhang, J.; Wang, L.; Huang, ]. Mordant free dyeing and functionalization of wool fabrics with
biocolorants derived from Apocynum venetum L. Bast. ACS Sustain. Chem. Eng. 2020, 8, 12686-12695. [CrossRef]

Shafiq, F; Siddique, A.; Pervez, M.N.; Hassan, M.M.; Naddeo, V.; Cai, Y.; Hou, A.; Xie, K.; Khan, M.Q.; Kim, L.-S. Extraction of
natural dye from aerial parts of argy wormwood based on optimized taguchi approach and functional finishing of cotton fabric.
Materials 2021, 14, 5850. [CrossRef]

Lin, L; Jiang, T.; Xiao, L.; Pervez, M.N.; Cai, X.; Naddeo, V.; Cai, Y. Sustainable fashion: Eco-friendly dyeing of wool fiber with
novel mixtures of biodegradable natural dyes. Sci. Rep. 2022, 12, 21040. [CrossRef]

Santosa, S.J.; Kunarti, E.S.; Aprilita, N.H.; Wulandari, B.; Bawani, D.N. Sorption mechanism and performance of peat soil humin
for Methylene blue and p-Nitrophenol. Indones. J. Chem. 2019, 19, 198-210. [CrossRef]

Jesus, AM.D.; Romao, L.P.C.; Aradgjo, B.R.; Costa, A.S.; Marques, J.J. Use of humin as an alternative material for adsorp-
tion/desorption of reactive dyes. Desalination 2011, 274, 13-21. [CrossRef]

Dharmapriya, T.N.; Li, D.; Chung, Y.-C.; Huang, P.-J. Green synthesis of reusable adsorbents for the removal of heavy metal ions.
ACS Omega 2021, 6, 30478-30487. [CrossRef]

Dharmapriya, T.N.; Shih, H.-Y.; Huang, P-J. Facile synthesis of hydrogel-based ion-exchange resins for nitrite /nitrate removal
and studies of adsorption behavior. Polymers 2022, 14, 1442. [CrossRef]

Ajith, M.; Priyadarshini, E.; Rajamani, P. Effective and selective removal of heavy metals from industrial effluents using sustainable
Si-CD conjugate based column chromatography. Bioresour. Technol. 2020, 314, 123786. [CrossRef]

Dharmapriya, T.N.; Lee, D.-Y.; Huang, P-J. Novel reusable hydrogel adsorbents for precious metal recycle. Sci. Rep. 2021,
11, 19577. [CrossRef]

Wu, Z; Joo, H.; Lee, K. Kinetics and thermodynamics of the organic dye adsorption on the mesoporous hybrid xerogel. Cherm.
Eng. J. 2005, 112, 227-236. [CrossRef]

Zhang, D.; Zhang, C.-L.; Zhou, P. Preparation of porous nano-calcium titanate microspheres and its adsorption behavior for
heavy metal ion in water. J. Hazard. Mater. 2011, 186, 971-977. [CrossRef]

Rajeswari, A.; Amalraj, A.; Pius, A. Adsorption studies for the removal of nitrate using chitosan/PEG and chitosan/PVA polymer
composites. J. Water Process Eng. 2016, 9, 123-134. [CrossRef]

Meroufel, B.; Benali, O.; Benyahia, M.; Benmoussa, Y.; Zenasni, M. Adsorptive removal of anionic dye from aqueous solutions by
Algerian kaolin: Characteristics, isotherm, kinetic and thermodynamic studies. J. Mater. Environ. Sci 2013, 4, 482—-491.


https://doi.org/10.1016/j.jhazmat.2009.12.047
https://doi.org/10.1016/j.biortech.2021.126000
https://doi.org/10.1007/s40090-016-0085-9
https://doi.org/10.3390/w14020242
https://doi.org/10.1021/acsomega.9b04425
https://doi.org/10.1007/s13369-015-1867-7
https://doi.org/10.1515/ijcre-2015-0088
https://doi.org/10.1002/app.43386
https://doi.org/10.3390/ijerph16234773
https://doi.org/10.3390/w11020282
https://doi.org/10.1016/j.matpr.2021.01.258
https://doi.org/10.1016/j.funbio.2010.10.001
https://doi.org/10.1007/s10570-020-03525-8
https://doi.org/10.1021/acssuschemeng.0c04757
https://doi.org/10.3390/ma14195850
https://doi.org/10.1038/s41598-022-25495-6
https://doi.org/10.22146/ijc.33635
https://doi.org/10.1016/j.desal.2011.01.063
https://doi.org/10.1021/acsomega.1c03879
https://doi.org/10.3390/polym14071442
https://doi.org/10.1016/j.biortech.2020.123786
https://doi.org/10.1038/s41598-021-99021-5
https://doi.org/10.1016/j.cej.2005.07.011
https://doi.org/10.1016/j.jhazmat.2010.11.096
https://doi.org/10.1016/j.jwpe.2015.12.002

Polymers 2023, 15, 3268 25 of 25

57.

58.

59.

60.

61.

62.

63.

64.

65.

66.

67.

68.

69.

70.

71.

72.

73.

74.

75.

Singh, K.P; Gupta, S.; Singh, A.K.; Sinha, S. Optimizing adsorption of crystal violet dye from water by magnetic nanocomposite
using response surface modeling approach. J. Hazard. Mater. 2011, 186, 1462-1473. [CrossRef]

Gadekar, M.R.; Ahammed, M.M. Modelling dye removal by adsorption onto water treatment residuals using combined response
surface methodology-artificial neural network approach. J. Environ. Manag. 2019, 231, 241-248. [CrossRef]

Ali, R.; Mahmood, T.; Naeem, A ; Ullah, A.; Aslam, M.; Khan, S. Process optimization of Auramine O adsorption by surfactant-
modified activated carbon using Box—-Behnken design of response surface methodology. Desalin. Water Treat. 2021, 217, 367-390.
[CrossRef]

Tripathi, P,; Srivastava, V.C.; Kumar, A. Optimization of an azo dye batch adsorption parameters using Box-Behnken design.
Desalination 2009, 249, 1273-1279. [CrossRef]

Rosly, N.Z.; Abdullah, A.H.; Ahmad Kamarudin, M.; Ashari, S.E.; Alang Ahmad, S.A. Adsorption of methylene blue dye by calix
[6] arene-modified lead sulphide (Pbs): Optimisation using response surface methodology. Int. |. Environ. Res. Public Health 2021,
18, 397. [CrossRef]

Baccile, N.; Laurent, G.; Babonneau, F; Fayon, F.; Titirici, M.-M.; Antonietti, M. Structural characterization of hydrothermal
carbon spheres by advanced solid-state MAS 13C NMR investigations. J. Phys. Chem. C 2009, 113, 9644-9654. [CrossRef]
Hoang, TM.C.; Lefferts, L.; Seshan, K. Valorization of humin-based byproducts from biomass processing—A route to sustainable
hydrogen. ChemSusChem 2013, 6, 1651-1658. [CrossRef]

Girisuta, B.; Janssen, L.; Heeres, H. A kinetic study on the decomposition of 5-hydroxymethylfurfural into levulinic acid. Green
Chem. 2006, 8, 701-709. [CrossRef]

Ghani, N.ILA.; Yusuf, N.Y.M.; Isahak, W.IN.R.-W.; Masdar, M.S. Modification of Activated Carbon from Biomass Nypa and Amine
Functional Groups as Carbon Dioxide Adsorbent. J. Phys. Sci. 2017, 28, 227-240. [CrossRef]

Kalyani, P.; Anitha, A. Refuse derived energy-tea derived boric acid activated carbon as an electrode material for electrochemical
capacitors. Port. Electrochim. Acta 2013, 31, 165-174. [CrossRef]

Santos, A.M.; Bertoli, A.C.; Borges, A.C.C.; Gomes, R.A.; Garcia, ].S.; Trevisan, M.G. New organomineral complex from humic
substances extracted from poultry wastes: Synthesis, characterization and controlled release study. J. Braz. Chem. Soc. 2018, 29,
140-150.

Xie, Z.; Guan, W,; Ji, F; Song, Z.; Zhao, Y. Production of biologically activated carbon from orange peel and landfill leachate
subsequent treatment technology. J. Chem. 2014, 2014, 1-9. [CrossRef]

Santosa, S.J.; Sudiono, S.; Sujandi, S. Peat Soil Humic Acid Immobilization on Silica Gel and Its Application as an Adsorbent for
the Selective Adsorption of Copper. E-J. Surf. Sci. Nanotechnol. 2006, 4, 602-608. [CrossRef]

Santosa, S.J.; Siswanta, D.; Sudiono, S.; Utarianingrum, R. Chitin-humic acid hybrid as adsorbent for Cr (III) in effluent of tannery
wastewater treatment. Appl. Surf. Sci. 2008, 254, 7846-7850. [CrossRef]

Senthil Kumar, P.; Fernando, P.S.A.; Ahmed, R.T.; Srinath, R.; Priyadharshini, M.; Vignesh, A.; Thanjiappan, A. Effect of
temperature on the adsorption of methylene blue dye onto sulfuric acid—treated orange peel. Chem. Eng. Commun. 2014, 201,
1526-1547. [CrossRef]

Abbas, M. Removal of brilliant green (BG) by activated carbon derived from medlar nucleus (ACMN)-Kinetic, isotherms and
thermodynamic aspects of adsorption. Adsorpt. Sci. Technol. 2020, 38, 464-482. [CrossRef]

Al-Ghouti, M.; Khraisheh, M.; Ahmad, M.; Allen, S. Thermodynamic behaviour and the effect of temperature on the removal of
dyes from aqueous solution using modified diatomite: A kinetic study. J. Colloid Interface Sci. 2005, 287, 6-13. [CrossRef]
Potgieter, J.; Pardesi, C.; Pearson, S. A kinetic and thermodynamic investigation into the removal of methyl orange from
wastewater utilizing fly ash in different process configurations. Environ. Geochem. Health 2021, 43, 2539-2550. [CrossRef]
Ebelegi, A.N.; Ayawei, N.; Wankasi, D. Interpretation of adsorption thermodynamics and kinetics. Open J. Phys. Chem. 2020, 10,
166-182. [CrossRef]

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


https://doi.org/10.1016/j.jhazmat.2010.12.032
https://doi.org/10.1016/j.jenvman.2018.10.017
https://doi.org/10.5004/dwt.2021.26740
https://doi.org/10.1016/j.desal.2009.03.010
https://doi.org/10.3390/ijerph18020397
https://doi.org/10.1021/jp901582x
https://doi.org/10.1002/cssc.201300446
https://doi.org/10.1039/b518176c
https://doi.org/10.21315/jps2017.28.s1.15
https://doi.org/10.4152/pea.201303165
https://doi.org/10.1155/2014/491912
https://doi.org/10.1380/ejssnt.2006.602
https://doi.org/10.1016/j.apsusc.2008.02.102
https://doi.org/10.1080/00986445.2013.819352
https://doi.org/10.1177/0263617420957829
https://doi.org/10.1016/j.jcis.2005.02.002
https://doi.org/10.1007/s10653-020-00567-6
https://doi.org/10.4236/ojpc.2020.103010

	Introduction 
	Materials and Methods 
	Materials 
	Synthesis and Collection of GDH Byproduct 
	Characterization of GDH 
	Sample Reactor for Dye Adsorption and Analysis 
	Use GDH as a Dye Adsorbent 
	Effect of Parameters on Dye Adsorption 
	Adsorption Kinetics and Thermodynamics 
	Adsorption Isotherm Models 
	Response Surface Methodology 
	Regeneration and Reuse 

	Results and Discussion 
	Characterization of GDH 
	Effects of Different Parameters on MB Dye Adsorption 
	Effect of Adsorbent Amount 
	Effect of PH 
	Effect of Temperature 
	Comparison of Adsorption of MB and MO Dyes 

	Adsorption Kinetics and Thermodynamics 
	Adsorption Isotherm Models 
	Response Surface Methodology 
	Regeneration and Reuse 
	Literature Comparison 

	Conclusions 
	References

