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Abstract: Rapid industrial development has led to the use of numerous dyes responsible for signif-
icant water pollution worldwide. Adsorbents have been developed to treat these waters, mainly
in the form of activated biochar, which has several advantages, one of which is its good surface
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ok characteristics, such as high surface area and pore volume. The objective of the investigation was
updates

to analyze the efficiency of removing the methylene blue model dye in aqueous solutions through
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the adsorption process using biochar chemically activated from the leaf and stem of water hyacinth
(Eichhornio crassipes) as a bioadsorbent. This study carbonized the stem and leaf containing zinc
chloride at 600 °C. The materials were characterized by different techniques and were tested for
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their ability to adsorb methylene blue. The activated stem and leaf biochars removed approximately
285.71 and 322.58 mg g~ ! of the dye, respectively, indicating that the adsorption is more significant
in the leaf. Pseudo-second-order kinetics was the most suitable model to describe dye adsorption
on biochars, and the experimental isotherm data fit the Langmuir model. It is concluded that
the application of activated water hyacinth biochar is a renewable resource with the potential for
effluent treatment.
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1. Introduction

Drinking water resources worldwide are minimal, and climate change increasingly
affects available supplies [1], in addition to the rapid industrial development employing
numerous dyes responsible for the significant pollution of rivers and other bodies of
water [2,3]. These two factors have led the world to various environmental problems,
which can destroy plant life [4] and harm aquatic organisms and humans [5].

Dyes are used in various industries, such as textiles, paper, leather dyeing, cosmetics,
food, and other industries. They are known to be toxic and persistent in the environment
and require physicochemical techniques to degrade them [6]. Most dyes have carcinogenic,
teratogenic, and mutagenic effects. Therefore, managing dyes in wastewater is a complex
but crucial issue [7,8].

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/).

Sustainability 2023, 15, 14578. https:/ /doi.org/10.3390/su151914578 https:/ /www.mdpi.com/journal/sustainability


https://doi.org/10.3390/su151914578
https://creativecommons.org/
https://creativecommons.org/licenses/by/4.0/
https://creativecommons.org/licenses/by/4.0/
https://www.mdpi.com/journal/sustainability
https://www.mdpi.com
https://orcid.org/0000-0002-6974-6455
https://orcid.org/0000-0003-1387-579X
https://orcid.org/0000-0002-1496-1625
https://orcid.org/0000-0002-5207-4269
https://orcid.org/0000-0001-7089-3244
https://orcid.org/0000-0001-6659-1518
https://orcid.org/0000-0002-4945-1297
https://orcid.org/0000-0002-7141-5620
https://orcid.org/0000-0003-0988-2970
https://doi.org/10.3390/su151914578
https://www.mdpi.com/journal/sustainability
https://www.mdpi.com/article/10.3390/su151914578?type=check_update&version=1

Sustainability 2023, 15, 14578

2 of 24

Methylene blue is among the most common contaminant dyes in wastewater [9] as it
is widely used as a synthetic dye for textiles [10], in the coloring of silk, wool, and cotton,
among other fabrics [11], as well as in the pharmaceutical industry [12]. Therefore, it is
necessary to remove it from industrial discharge [3]. Developing appropriate techniques
to remove methylene blue from effluents is essential to preserve the natural environment
and human health [13]. Adsorption is an effective process for removing dyes from con-
taminated water [14]. It has many advantages, such as high adaptability [15], simplicity of
design, economic viability, high efficiency, and an environmentally benign nature [16]. In
recent years, much attention has been paid to the design and synthesis of new-generation
adsorbents to improve adsorption capacity, cost-effectiveness, and recyclability and reduce
energy consumption for practical applications [7].

Attempts to use natural biomass as an organic substitute in hybrid assemblies (instead
of synthetic polymers) are still incipient. Research must be developed to expand the
advancement of science in this field [17]. Several naturally available supports, especially
vegetable bioadsorbents, still have much potential for developing investigations [18]. Due
to the characteristics of renewability, economy, and natural porous structure, in addition to
considering solid waste [19], various bioadsorbents have been used, including straw [7],
fruit peel [16], pseudostem fibers [20], and sugarcane bagasse of sugarcane [21], among
others, showing promise for their application in the treatment of polluted effluents.

Bioadsorbents have been used extensively in activated biochar and have good surface
characteristics, such as a high surface area and pore volume. Furthermore, activated
biochar may contain functional groups that interact with contaminating molecules. These
characteristics make it a good material for adsorption operations with a high capacity for
removing contaminants.

Regarding the production of activated biochar, there is great interest in research focus-
ing on alternatives and low-cost precursor materials [22]. Among these materials that can
be used to produce bioadsorbents in the form of activated biochar, water hyacinth (Scien-
tific name: Eichhornia crassipes) stands out, which is suitable for removing contaminants
in aquatic environments. Furthermore, it is crucial to highlight that this plant presents
a significant proliferation in eutrophic aquatic environments. It is widely recognized
on a global scale as an invasive species that threatens the survival of aquatic organisms
as it obstructs the entry of sunlight, thereby depriving aquatic life of essential environ-
mental resources, including atmospheric oxygen [23]. However, it is considered one of
the most complex invasive species in aquatic ecosystems [24], whose dense mat makes
water navigation, irrigation, fishing with power generation, and recreational activities
complex [25]. Furthermore, the large dimensions of the water hyacinth, which can reach
up to a meter, block sunlight, depriving aquatic life of environmental resources such as
atmospheric oxygen [26].

The methods of removing these plants in aquatic environments include mechanical
extraction and disposal on land, which is also a problem [23]. However, it becomes more
advantageous than herbicide control, which introduces secondary water pollution into
water bodies through chemical contamination [26]. Disposing of its biomass is still chal-
lenging due to the cost incurred in its removal and disposal. Furthermore, the spread
of this floating perennial plant in different countries on all continents has generated
global concern [23].

The water hyacinth residue can be considered for synthesizing new adsorbents to re-
move environmental contaminants and add commercial value to the product [26]. Although
previous studies have shown the use of activated biochar produced from water hyacinth,
most have focused on waste from the pharmaceutical industry, such as naproxen [27],
fluoroquinolones [28], 2,4,6-trichlorophenol [27,29], and nuclear engineering—Uranium
VI [30]. Another study involved the evaluation of this biochar for the adsorption of Rema-
zol Brilliant Red 3BS (RBR 3BS) [31]. However, the literature has not identified reports on
using water hyacinth as activated carbon with zinc chloride (ZnCl,) to remove methylene
blue dye.
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Considering that water hyacinth is an aquatic plant of growing interest in wastewater
management [32], as it is a renewable, cheap, and widely available material in nature, with
the potential to adsorb pollutants with mutagenic and carcinogenic properties, including
synthetic dyes [33], the development of this study is justified. The novelty of this work
is the use of water hyacinth in producing biochar activated with ZnCl, and its use as a
bioadsorbent. Therefore, this study aimed to analyze the removal of the methylene blue
model dye in aqueous solutions through the adsorption process using chemically activated
water hyacinth (Eichhornia crassipes) biochar as a bioadsorbent.

2. Materials and Methods
2.1. Materials and Reagents

The water hyacinths (Scientific name: Eichhornia crassipes) were collected from the
Matias de Augusto Oliveira Matos environment park in Teresina (PI). The water hyacinths
are registered in SisGen number ABD61DA. Reagents used in the adsorption experiments
were methylene blue (C16H138SN3Cl, Dinamica—Cabedelo, Brazil), hydrochloric acid (HCI,
Dinamica, 38%—Brazil), sodium hydroxide (NaOH, Dindmica, 98%, Brazil), sodium chlo-
ride sodium (NaCl, Dindmica, 99%, Brazil), zinc chloride (ZnCl,, Dindmica, 97%, Brazil),
and distilled water. All reagents were of analytical grade, and no prior purification
was required.

2.2. Preparation of Activated Biochars

After collecting the water hyacinth, the roots were removed and discarded, and the
rest of the plants were washed in running water and left in the sun to dry for three days in
an open place to reduce humidity. Then, the stems and leaves were separated and placed
in an oven at 50 °C for 24 h [34]. After drying, the stem and leaf were crushed and passed
through a 425 um granulometric sieve.

To produce activated stem and leaf biochars, ZnCl, was introduced into the biomasses
in a 1:2 ratio (adsorbent mass per zinc chloride mass) in aqueous solution for 24 h on a
shaker table with rotation 120 rpm at a temperature of 25 °C [35]. Subsequently, the materi-
als were filtered and placed in an oven at 100 °C to remove the remaining moisture [36].
The hyacinth water from the stem and leaf samples containing ZnCl, was then subjected
to carbonization at 600 °C for 1 h in the muffle, model CE-800/5-4, to remove volatile
materials [37,38]. After removing from the mulffle, the activated biochars were washed with
hydrochloric acid (2%) to eliminate excess zinc chloride and distilled water until the pH
was neutral [39]. Finally, the samples were dried again at 100 °C. The materials obtained
are now called activated biochar from the leaf of the water hyacinth (LAB) and activated
biochar from the stem of the water hyacinth (SAB).

2.3. Biochars Characterization

XRD measurements were used from activated biochars. Analysis was carried out on an
X-ray diffractometer (Labx-XRD 600, Shimadzu, Kyoto, Japan), using Ka-Cu radiation = 1.5418,
in a range of 2 8 (3-75°), a voltage of 40 kV, and the current of 30 mA.

Fourier transform infrared spectroscopy was used to obtain the functional groups in
the activated biochars. The spectra were determined using a Bruker (Billerica, MA, USA)
spectrophotometer, model Vertex 70, in the ATR (attenuated total reflectance) configuration.
The spectra were found with 60 scans in the 600 to 4000 cm ! range.

Scanning electron microscopy (SEM) was performed using SEM Tescan® Vega3®
LMU® equipment (Mannedorf, Switzerland). A voltage acceleration of 30 kV was used,
using the images to define the shape and surface properties of the adsorbents.

Thermogravimetric curves were obtained using a thermal analyzer (Shimadzu, DT-60).
A 25 to 1000 °C temperature range was established at a heating rate of 10 °C/min in an
inert nitrogen atmosphere.

Raman analysis was performed on activated biochar samples using a Raman spec-
trometer (Horiba-Jobin-Yvon, LabRam HR Evolution, Bensheim, Germany). Raman spectra
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were obtained using an excitation wavelength of 785 nm, a laser beam power of 1%, an ex-
posure time of 30 s at ten different points, and a lens magnification of 50x. The curve fitting
program obtained parameters including peak position, peak intensity, and peak FWHM
(full width at half maximum) with the Lorentz and Gauss function. Raman spectroscopy
was performed to assess better the structure and degree of graphitization of the biochars.

The surface area of the biochars was determined using the Brunauer-Emmett-Teller
(BET) adsorption method [40]. The analysis was performed using ANOVA 1000e model
equipment from Quantachrome Autosorb-iQ Instruments (Boynton Beach, FL, USA). Ini-
tially, the sample was weighed in a specific sample container (200 mg). The sample was
subjected to degassing treatment (removing impurities and/or adsorbing water at 80 °C
for 6 h). Finally, the texture properties of the materials were determined from the result
of nitrogen (N;) adsorption/desorption isotherms at 77 K. Thus, the surface area, pore
volume, and average pore diameter were calculated.

2.4. Zero Charge Point (pHpc)

The point of zero charge (pHpzc) methodology refers to a point at which the surface
charge of the adsorbent is neutral [41]. Samples of 20.00 mg of LAB or SAB were added to
20.00 mL of NaCl (0.1 mol L), where the pH of the solution was adjusted in the range of
2 to 11 [42].

The pH was adjusted using NaOH solutions (1.0 mol L~! and 0.1 mol L~!) and HCl
solutions (1.0 mol L~! and 0.1 mol L™1). The pH reading was performed on a pH meter
(pH meter model PHS-3E—EVEN) [43]. The mixtures were stirred at 140 rpm for 24 h at
25 °C, followed by pH measurement. The pH before and after stirring was marked as pHy
and pHy, respectively. The delta pH was determined from Equation (1) [44].

ApH = pHy — pH; ey

2.5. Influence of pH

Dye solutions were prepared at pH 4, 7, and 10, where the pH was adjusted with
HC1/NaOH solutions (0.1 mol L) to verify the influence of pH on the adsorption process.
The concentration of 700.00 mg L~! of the dye was kept, and the study was carried out in
triplicate at a temperature of 25 °C [43,45]. Then, 50.00 mg samples of activated biochars
were placed in contact with 20.00 mL of methylene blue dye solution (MB) under constant
agitation for 24 h at a concentration of 700.00 mg L. After, the solutions were centrifuged
and diluted. Concentrations were determined in a UV-Vis spectrophotometer (Agilent
Technologies—Cary 60, Santa Clara, CA, USA) using a pre-established calibration curve at
a wavelength of 663 nm, referring to the MB dye. The result of the adsorbed amount was
calculated using Equation (2) [43].

Gl - )y @

where C; and Cy represent the initial and final concentrations (mg L) of the dye, respec-
tively; m corresponds to the mass of the adsorbent in grams; and V equals the volume in
liters of the dye solution used.

2.6. Adsorption Kinetics

Kinetics was used to describe the control steps of the adsorption process and the
equilibrium time [46]. Kinetic studies of SAB and LAB were developed at optimal pH
(where the best adsorption occurred). The procedures used were similar to the results
obtained in the previous section. Initially, 50.00 mg of activated stem and leaf biochars
were placed in contact with 20.00 mL of MB solutions with constant stirring at 140 rpm for
4 h. The tests were conducted in triplicate at 25 °C [43].
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The aliquots were centrifuged and determined on a UV-vis spectrophotometer using
the pre-established calibration curve. The pseudo-first and second orders represented the
kinetics obtained, expressed in Equations (3) and (4), respectively [47,48].

In (g, —q¢) =Ing, — kq-t 3)
t 1 t
e T 4
q k2 g qe @

where g, and g; are the amounts of adsorbed dye (mg g~!) at equilibrium and at time ¢,
respectively; k; represents the adsorption constant of the pseudo-first-order model (min~1),
and k; is the pseudo-second-order kinetic model (mg g~! min~1).

2.7. Adsorption Isotherms

The isotherms were evaluated from the equilibrium adsorption constants, which
mathematical models can determine. Furthermore, isothermal models indicate an idea
of the adsorption capacity of an adsorbent [49]. The test was carried out in triplicate at
25 °C, with an optimal pH (where the best adsorption occurred). Then, 50.00 mg of SAB
and LAB were weighed and placed in Erlenmeyer with 20.00 mL of MB solution, varying
the concentrations between 550.00 and 1450.00 mg L}, stirred at the best equilibrium time
found in the kinetic experiment [50].

The adsorption data in the present study were modeled by Freundlich and Langmuir
models, which are widely used to describe the amount of relationship between adsorbed
and the equilibrium concentration [23,51]. The Freundlich isotherm is used to study the
multilayer coverage of adsorbate on a heterogeneous surface [52]. The Langmuir isotherm
is used to characterize the monolayer cover [53]. These models are presented in the
following equations:

Equation (5) has the linearized form of the Freundlich equation:

Inge = InKg + %m Ce (5)

where Kr is the Freundlich adsorption constant related to the adsorption capacity, 1/n
is the constant related to the surface heterogeneity, which represents the amount of ad-
sorbed species per mass of the bioadsorbent (mg g~!), and C, represents the equilibrium
concentration of the adsorbate (mg L~1) [54].

Equation (6) expresses the linearized form of the Langmuir equation:

Ce 1 1

= .Ce + 6
e Gmax ‘ KL Gax ©

where g, is the amount of adsorbed species per mass of the bioadsorbent (mg g~ 1), gyax
is the maximum amount of adsorbed species per mass of the bioadsorbent (mg g~ 1), C,
represents the equilibrium concentration of the adsorbate (mg L™1), and K| is the Langmuir
adsorption constant related to the chemical equilibrium between the adsorbate and the
adsorbent (mg L1 [55].

3. Results and Discussion
3.1. Characterization of Adsorbents

Figure 1 shows the results of the XRD and FTIR of the activated biochars under study.
Figure 1a presents the XRD of the LAB (1al) and SAB (1a2). It is possible to observe the
absence of sharp diffraction peaks [56], showing only broad peaks in the 2 8 region between
20 and 30° for both biochars, suggesting the existence of a graphitic carbon stain, which
can be formed during the decomposition of the material [57], confirming an amorphous
structure [58], typical of activated biochars [59]. XRD showed that the structures of the
biochars are compatible with other biochars already described, which were favorable for
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use as adsorbents [60]. Corroborating these results, Cao et al. [61] observed by XRD, in
multiporous activated biochars derived from recyclable long-rooted water hyacinths, only
one broad peak with a maximum at 24.4°, also indicating a graphitic carbon stain and the
formation of carbons with low crystallinity.

Intensity (a.u.)

29T83 -
M 3417{;" -

—SAB —SAB
LAB

2 (b2) \367 cm’”
] 1593 cm™
2
£ 4
k=1 . 2981 cm
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Figure 1. (a) X-ray diffractogram patterns of activated biochars: (al) LAB and (a2) SAB; (b) FTIR
spectra: (b1) LAB and (b2) SAB.

The FTIR spectra of LAB and SAB are found in Figure 1b, where it is possible to observe
a few bands, suggesting the existence of a limited variety of surface groups. Figure 1(b1,b2)
shows that the materials have similar spectra in the 3400 ecm~1, 3000 em™1, 1600 cm ™1,
and 1400 cm~! ranges. In the 3400 cm~! range, the bands refer to stretching vibrations
(OH), data that confirm the existence of hydroxylated groups on the surface [28]. The
bands observed between 3000 and 2900 cm ! can be attributed to methylene groups (CH)
and (CH,) [62]. Between 1620 and 1590 cm ™! refers to the bond stretch (C=C) of aromatic
groups of the biochar structure [31]. In the 1357 cm~! bands, the presence of C=O groups
was verified [63].

In Figure 2, the morphological structures of the LAB (Figure 2a,b) and SAB (Figure 2c,d)
are also presented under different magnifications, explaining the shape and surface proper-
ties of the adsorbent. The LAB and SAB have structures with many irregular, rough, and
porous cavities [64]. These cavities were generated during the carbonization process due
to chemical activation with ZnCl, [65], which may facilitate the dye penetration into the
biochar pores of the product [66]. The micrograph confirms that the LAB and SAB have a
porous nature and fundamental and desired characteristics in an adsorbent [67], making
them potent biochar in adsorption applications [65]. Although the LAB and SAB have the
same structure, they are separate studies since morphology and porosity can influence
adsorption capacity [67].

TG and DTG analyses of the LAB and SAB are shown in Figure 3(al-a4). The TG and
DTG data from the LAB (Figure 3(al,a3)) show three stages. The first stage occurs around
41 °C; the second, between temperatures of 600 and 750 °C; and the third stage is above
900 °C, with results that indicate similarity to the SAB.

In the TG and DTG (Figure 3(a2,a4)), it is possible to verify that the thermal profile of
the SAB can be divided into three stages, similar to the LAB material. The first stage reaches
a maximum temperature of approximately 52 °C and is related to water evaporation [59].
The second stage occurs at a temperature of 684 °C and is due to the opening of new pores
through cell wall degradation [68]. The third and final step occurs above 900 °C and is
associated with the combustion of fixed carbon in the sample [1].
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Figure 2. SEM—activated biochar micrograph of the part of the leaf of the water hyacinth (LAB) and
the part of the stem of the water hyacinth (SAB): (a,b) LAB, (c,d) SAB.

Observing the residual mass of the LAB and SAB above 900 °C (Figure 3(al,a2)), the
LAB had a higher residual content than the SAB, with 64% and 70%, respectively. It is
therefore evident that the mass loss was slight, which indicates the activation of the biochar,
approximately, at this temperature [69].

This higher amount of residues produced after SAB pyrolysis in the LAB is because
water hyacinth has a higher proportion of lignin (10.88%) compared to leaf (8.36%), as well
as cellulose (27.79% for the stem and 20.81% for the leaf) and hemicellulose (30.24% for the
stem and 29.71% for the leaf) [70]. Such characteristics indicate that the leaf can biodegrade
faster than the stem [70].

Figure 3b shows the ApH values of the activated biochars, where the points that
intersect ApH = 0 correspond to pHpzc. The pHp,c values found were approximately
5.1 and 6.4 for the LAB (Figure 3(b1)) and SAB (Figure 3(b2)), respectively. The surface
charge is positive for pH values below pHp,c, suggesting favored anionic species ad-
sorption [71]. On the contrary, for values above pHp,c, the activated biochar surface is
negatively charged, showing favorable cationic dye adsorption [72]. The electrostatic
attraction between MB molecules and activated biochar will be stronger at a higher pH [73].

Such results are close to the estimated pHp,c values of the leaf and stem samples of
natural water hyacinth, identified as 7.6 and 7.4, respectively. As mentioned for biochars,
for pH values below pHp,, the surface charge is positive, indicating the adsorption of
anionic species, while values above pHp, favor the adsorption of cationic species [70].

The Raman spectra of the LAB and SAB can be found in Figure 3¢,d. Biochars show
two typical carbon bands for both [74]. The D; band at 1350 cm~! represents stretching
vibrations of sp3 carbons (i.e., related to defects in the carbon structure) [75]. The G band at
1580 cm ! shows sp carbon stretching vibrations (associated with less defective and more
ordered graphitic carbon atoms) [76].
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Figure 3. (a) Thermogravimetric curves: (al) LAB and (a2) SAB; DTG: (a3) LAB and (a4) SAB;
(b) pHpc: (b1) LAB and (b2) SAB; Raman spectrum of biochar: (c) LAB and (d) SAB; (e) nitrogen
adsorption-desorption curves: (e1l) LAB and (e2) SAB.

The ratio between the intensities of the D; and G peaks (Ip; /1) is applied to calculate
the degree of imperfections (D; peaks) and the graphitic arrangements (G peaks) of the
adsorbents before and after dye adsorption [77]. The ratio (Ip1/Gy) is shown in Table 1.
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Table 1. Band intensity ratio (Ip; /Ig) for the SAB and LAB biochars.

LAB SAB
Band
Amplitude Center FWHM Amplitude Center FWHM
Dy 49.76 1329.19 160.25 185.79 1327.66 157.22
G 19.48 1585.40 81.73 94.31 1571.73 80.07
Ip1/Ig 2.55 1.96

The ratio of the intensity of the D; band to G (Ip; /Ig) was observed to be 2.55 for the
LAB and 1.96 for the SAB, indicating that the degree of imperfections (D peaks) is superior
to graphitic arrangements [78]. From these data, it is possible to suggest the presence of
a more significant disorder of the carbon structure resulting from the activation process
by ZnCl, [74].

The Ip; /Ig ratio shows that the carbon in biochars is partially graphitized and exists
mainly in the form of amorphous carbon with a large pore structure [79], corroborating the
XRD analysis. The Ip; /Ig value of the LAB (2.55) was higher than that of the SAB (1.96).
It shows that the leaf biochar has more defective structures than the stem. In summary,
the LAB presents a lower degree of graphitization, which generates more defect structures
and increases porosity, which favors adsorption [80]. This result is confirmed in the BET
analysis (Table 2), which indicated a slightly higher amount of pore volume in the LAB
(1.072) compared to the SAB (0.939).

Table 2. Texture characteristics of the SAB and LAB adsorbents.

Samples  Surface Area (m? g—1)  Pore Volume (cm3 g~1)  Average Pore Diameter (nm)
LAB 1195.00 1.072 1.614
SAB 1121.00 0.939 1.688

The nitrogen (N;) adsorption/desorption isotherms for the LAB and SAB are shown
in Figure 3e. The two isotherms can be classified as Type IV, which indicates monolayer-
multilayer adsorption on both adsorbents [81] with a hysteresis loop at high relative
pressure [82]. These reports indicate microporous structures [63] and mesoporous struc-
tures for both the SAB and LAB [83]. In the lower pressure range (0 < P/Py < 0.2), the
volume adsorption of nitrogen increased smoothly, showing monolayer adsorption. The
gas adsorption gradually increased in the range of 0.2 < P/P0 < 0.8, indicating that the
monolayer adsorption was shifted to a multilayer. Finally, in the range of 0.8 < P/Py < 1.0,
gas adsorption increased rapidly, suggesting that the phenomenon of capillary condensa-
tion occurs in adsorption [84]. The values of the texture characteristics of the LAB and SAB
adsorbents are shown in Table 2.

The surface area calculated by the BET method, the pore volume, and the average
diameter were close. Therefore, it is evident that the biochars are similar, and the adsorbent
particles smaller than 2 nm indicate a microporous material [83], as was also confirmed in
the morphology analysis [85].

Despite the similarity, discreet differences can be verified in each biochar. The XRD
patterns of the LAB and SAB exhibit a broad peak between 20 and 30° for both. The SAB
peaks at 25.3° while the LAB peaks at 25.0°, demonstrating that the degree of graphitization
of the SAB is slightly more substantial than the LAB. It is inferred that, under the same
synthesis conditions, the textural discrepancy of the water hyacinth stem and leaf should
be responsible for the difference in the degree of graphitization because different plant
parts have developed different microscopic structures due to different functions, which is
a classic example of the perfect integration of function and structure. Therefore, biochar
prepared from different biomasses must inherit the fine structure of its raw material and
exhibit different adsorption and catalytic properties [86].
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Furthermore, in the thermogravimetric analysis, the residual content of the SAB is
relatively higher than the LAB’s due to the higher amount of lignin in the first biochar [70].
Finally, by analyzing the distribution of the surface area and pore volume, it can be con-
cluded that the two materials include micropores (pore size < 2 nm) and mesopores
(2 nm < pore size < 50 nm). However, the LAB presents a slight increase in these structures
compared to the SAB [86]. The surface area, the pore volume, and size distribution depend
on the biochar preparation and the thermal conversion technique [87].

The analysis of fresh leaves of water hyacinth in a previous study determined that
this part of the plant has a relatively large surface area with many evenly distributed
in the epidermis [88]. The presence of this structure in the leaf is likely responsible for
slightly increasing the surface area and pore volume after the carbonization process. A
study aiming to build a biochar based on used tea leaves (FCU) for efficient adsorption and
removal of low-level antibiotics in water analyzed the morphologies of FCU before and
after heat treatment, characterized by SEM. The authors found that the FCU exhibited a
rough surface with many obvious cracks and open stomata. With pyrolysis, they found that
the stomata of the leaves opened more, and many pores formed entirely due to dehydration
after heat treatment [89].

A review study carried out recently to analyze previous reports on the use of water
hyacinth (in natural and carbonized form) as an adsorbent of heavy metal cations and textile
dyes showed that the carbon derived from the water hyacinth leaf is a better adsorbent
than the in the natural biomass of this plant [33]. Raw leaves have an irregular structure
with rough pores, while leaf-derived biochar has more micropores with a well-defined
structure. The available pores contribute to the adsorption of the dyes [90].

When the results consider the degree of graphitization, surface area, and pore volume,
it is assumed that the excellent balance in the developed biochars is responsible for the
equivalence of the adsorptive capacity between the LAB and SAB since both presented
approximately the same amount of dye removed. The results obtained for the biochars can
be compared with those of other adsorbents found in the literature (Table 3).

Table 3. Characteristics of the activated biochars used in the adsorption of dyes.

Surface Area Pore Volume Average Pore

Samples (m2g-1) (cm® g1) Diameter (nm) References

Pterospermum 64.79 1.190 3.235 [84]
acerifolium

(Tef‘ririf;i;‘?;f;;’;dh) 816.00 0.360 2.000 [90]
Rice 27.32 - 9.369 [91]
Phragmites karka 659.20 0.169 0.500 [92]
Pine 159.42 0.114 2.880 [93]
Eichhornia crassipes 124.67 0.065 4.150 [63]
Eichhornia crassipes 192.50 0.380 - [23]
Livistona chinensis 43.25 0.054 5.057 [28]

LAB 1195.00 1.072 1.614 This study

SAB 1121.00 0.939 1.688 This study

The surface area and pore volumes differed slightly between the biochars analyzed.
However, the LAB and SAB characteristics were relatively superior in most studies. Notably,
pore formation is mainly due to the loss of volatile matter from the biochar surface during
pyrolysis, and untreated biochar (without activation) has fewer pores. On the contrary,
porosity increases in the case of biochar treated with reagents [87]. Such issues need to be
considered in this correlation.
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3.2. Adsorption Experiments

The initial pH of a solution is a parameter that influences the ionization balance of
the species, as well as the surface charges of the adsorbent, generating changes in the
adsorption capacity [24]. Therefore, the initial pH’s effects on the MB dye adsorption on
the LAB and SAB surface were investigated on a scale of pH values 4, 7, and 10 (Figure 4).
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Figure 4. Effect of pH on MB adsorption capacity in LAB (al) and SAB (a2).

Figure 4 indicates that the adsorption of the MB dye is lower for acidic pH (pH 4),
217.00 mg g~ ! for the LAB, and 214.00 mg g~ for the SAB. This low adsorption of MB can
be explained by low pH values, which indicate the gradual formation of a positive charge
on the surface, which weakens interactions and increases the affinity with the solvent,
preventing the dye’s adsorption [31]. Furthermore, the effectiveness of the dye may be
lower at low pH values due to competition between H* ions and the protonated ions of the
dye at adsorption sites [94].

At the same time, it is noted that the amount of MB removal for the LAB increases
as the pH of the solution increases, from pH 4 to pH 7, with no significant changes
being observed in the adsorption capacity of the MB above pH 7 [95]. The maximum
amount of removal for the LAB was at pH 7 with 246.00 mg g~ !. In the higher pH range
(pH > 7), the amount of removal remained practically the same due to the abundant
availability of hydroxyl ions and encounter with the dye molecules for the active sites of the
activated biochars [96].

For the SAB, the MB removal is maximum at pH 10, reaching 243.00 mg g_l, which
means that the MB adsorption rate increased with increasing pH [97]. This increase in
adsorption capacity between the adsorbent and the dye is due to the groups present
on the surface of activated biochars, which are negatively charged, in addition to the
pHpzc values, which favor the removal of the MB, mainly through electrostatic interactions
between activated biochars and adsorbate ions that make it significant [98]. It indicates that
pH > pHp;c is favorable for the adsorption of MB and other dyes with similar charges and
structures from textile industrial effluents [99].

It can be observed that the adsorption mechanism in adsorbent materials (LAB and
SAB) is mainly based on electrostatic interactions, which are influenced by the pH of the
solution. Electrostatic interactions occur due to electrical charges on the adsorbent surface
and the MB dye ions, as presented above. Furthermore, hydrogen, hydrophobic, and 7t-7t
interactions may also occur between the adsorbents (LAB and SAB) and the MB dye, as
shown in Figure 5.
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Hakami [100] found that with increasing pH value, the adsorbent surfaces became
negatively charged, resulting in a greater adsorption capacity of the sample due to the
formation of an electrostatic interaction between the negatively charged activated biochar
surfaces and the positively charged MB dye (Figure 6).

NEUTRAL SOLUTION

/]\
45@‘
[+

bovor000

pH< pszc pH > pHpzc
/]\ ADSORPTION OF ANIONIC DYES 1\ ADSORPTION OF CATIONIC DYES

Figure 6. Relationship between pH and pHpzc. Source: own authorship.

The efficiency of MB adsorption by the LAB and SAB, as a function of contact time
with an initial concentration of 700.00 mg L~! at a temperature of 25 °C, is shown in
Figure 7. It is possible to observe the fastest adsorption in the first 55 min. The LAB and
SAB removed approximately 255 mg g~ ! and 248 mg g~ ! of MB, respectively, indicating
that the adsorption is very close for both. Then, the velocity gradually decreases until



Sustainability 2023, 15, 14578

13 of 24

equilibrium is reached, where there is no change in concentration for the LAB and SAB.
These results signal a fast and highly favorable interaction.
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Figure 7. Time isotherm for the removal of MB by the LAB (al) and SAB (a2).
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From the data presented in Figure 7, it was possible to evaluate the fit of the points
to the pseudo-first-order and pseudo-second-order models to verify the most appropriate
mechanism to describe the adsorption of MB by the LAB and SAB. The results are shown
in Figure 8, and the kinetic parameters are in Table 4.
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Figure 8. Adsorption kinetics for the LAB: (a) pseudo-first-order and (b) pseudo-second-order at
25 °C. For the SAB: (c) pseudo-first-order and (d) pseudo-second-order at 25 °C.
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Table 4. Kinetic parameters of the LAB and SAB.
Pseudo-First-Order Pseudo-Second-Order
AdS qe K1 RZ qe KZ R2
(mgg1) (min—1) (mgg1) (mg g 1 min—1)
LAB 20.44 0.0068 0.104 254.453 0.000788 0.9898
SAB 26.13 0.0066 0.0165 253.807 0.000338 0.9971

g amount of dye adsorbed in equilibrium (mg g~'); adsorption constant K; of the first-order model (min~');
second-order model constant K, (mg g~ min~!) and linearity coefficient R?.

In the study of adsorption kinetics, the data shown in Figure 8 better fit the pseudo-
second-order model for the LAB and SAB, obtaining correlation coefficients of 0.9898 and
0.9971, respectively [25]. Thus, it is determined that the adsorption phenomenon may be
chemisorption [101]. Furthermore, it implies that the pseudo-second-order kinetic model
best describes the adsorption kinetics of the MB dye by the developed biochars [45].

Another analysis can be interpreted by comparing the fit parameters in Table 4. From
these fits obtained and the correlation coefficient, it was established that the pseudo-
second-order model describes the behavior of the adsorption process [63]. Therefore,
it was established that both biochars could adsorb MB and that chemisorption occurs
due to the formation of chemical interactions between the adsorbent and adsorbate on
the surface [102].

Isothermal analyses are relevant in studying the adsorption data instrument [103].
Many adsorption isotherms have been used to fit experimental equilibrium adsorption
data [104]. In the present study, the Langmuir and Freundlich models were used because
they can predict the experimental data’s behavior. The experimental isotherms of the MB
were obtained by plotting the results found, as shown in Figure 9.

400 :
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350 = SAB
300
250

200

q,(mgg™)
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T T T T T T T
0 100 200 300 400 500 600 700 800

Ce (mg L™
Figure 9. MB adsorption isotherm for the LAB (al) and SAB (a2).

The plotted values indicate that the adsorption for the LAB and SAB is favorable,
outlining that the adsorptive process will occur even at low concentrations.

It was possible to adjust the experimental data to the Freundlich and Langmuir models
for the LAB (Figure 10a,b) and SAB (Figure 10c,d), both in linearized form. The isotherm
parameters are shown in Table 5, and the linear models were compared using the R? value
as a reference.
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Figure 10. Linearized isotherm of (a) Freundlich and (b) Langmuir for the LAB adsorption; linearized
isotherm of (c) Freundlich and (d) Langmuir for the SAB adsorption.

Table 5. Constant of the LAB and SAB isothermal models.

Freundlich Langmuir
Ads Kr 2 Jmax Ky 2
" (mg L-1) R (mgg™1) (mgg—1) R
LAB 7.45 117.19 0.7426 322.58 0.0139 0.9585
SAB 6.88 104.17 0.9170 285.71 0.0208 0.9918

Gmax maximum amount of adsorbed species per mass of bioadsorbent (mg g’l),' constant 1/n related to surface
heterogeneity; K; Langmuir adsorption constant in the chemical equilibrium between the adsorbate and the
adsorbent (mg L™1); adsorption constant related to adsorption capacity and linearity coefficient R2.

Figure 10 determines a better fit of the adsorption data to the Langmuir model with
higher linearity values than the Freundlich model for the LAB and SAB [105]. This model
assumes MB adsorption by activated biochars occurs in monolayers and homogeneous
sites with the same binding energy [106]. This hypothesis is supported by the FTIR results
found in Figure 1b, in which the signals indicate the presence of hydroxyl and carbonyl
groups, reducing the number of active sites on the surface [69]. The Langmuir model was
observed in other adsorption studies using activated biochars, highlighted below.

Durrani et al. [107] performed isothermal tests using date palm-activated biochar
for the adsorption of MB in water, whose values described the best result for Langmuir,
where the maximum MB adsorption capacity was 666.00 mg g~!. Similarly, the study by
Trung Hiep et al. [108] presented isotherm tests using biochar from the Sesbania sesban plant
for the removal of MB in water. The results were best fitted to the Langmuir model, and
its maximum adsorption capacity was 6.60 mg g~!. As well as the system of Sulaiman
et al. [109], who verified the isotherms of activated cassava stem biochar, in which the
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equilibrium data were better adjusted to the Langmuir, with a maximum amount of
384.61 mg g~ 1.

3.3. Characterization of Activated Biochars after Adsorption

Characterizations of activated biochars after adsorption were performed to understand
better how this process would affect the studied materials; the same acronyms were used,
with A at the end of the acronyms of the material. Thus, the materials after adsorption are
called biochar activated from leaf-activated biochar after adsorption (LABA) and stem after
adsorption (SABA).

After adsorption, in the XRD results in Figure 11(al,a2), it is observed that there were
no changes in the structure of the materials compared to Figure 1(al,a2) and that the typical
peak of the adsorption characteristic of the structure of the graphite remains in the same
region 2 6 = 20-30° [97].

Figure 11(b1,b2) shows FTIR spectra to characterize the surface functional groups
after adsorption. It is observed that after MB adsorption, the number of bands around
2980 cm~! disappeared, while some new bands were identified in the range of 1130 and
890 cm~!, both for the SABA and LABA [73]. After MB adsorption, the band at 3400 cm™!
is attributed to the stretching vibration (OH) [97]. The band of around 1600 cm ! reflects
the stretching (C=C) of aromatic groups [110]. In bands between the 1400-1300 cm !
(C=0) and 1130-890 cm ! groups, asymmetric stretching vibrations of the C-O-C bond are
found on the surface of the material [111], which are responsible for the adsorption of the
MB dye [112].

The Raman spectra of the SABA and LABA found in Figure 11c,d, respectively, after
adsorption, consisted mainly of D1 = 1350 cm~! (non-graphitic carbon) and G = 1580 cm !
(graphitic carbon) [57]. The band intensity ratio (Ip; /1g) for the SABA and LABA biochars
is found in Table 6.

Table 6. Intensity ratio of the Ip; /Ig bands for the SABA and LABA biochars.

SABA LABA
Band
Amplitude Center FWHM Amplitude Center FWHM
Dy 225.18 1344.61 178.98 183.54 1320.66 179.65
G 107.74 1577.12 61.15 68.77 1575.32 93.31
Ip1/Ig 2.09 2.66

The results of the intensity ratio of the D; to G band (Ip; /Ig) of the LAB and SAB
before adsorption were 2.55 and 1.96, respectively (Table 1). It confirms a disorder in the
structure of biochars [113], which is suitable for the adsorption process of the AM dye [77].
After the adsorption of dye molecules, the ID1/IG intensity ratio increased further to
2.66 (LABA) and 2.09 (SABA) (Table 6), suggesting the interaction between the MB dye
and biochar [76].

After the adsorption process, a BET analysis was performed to examine the change
in surface area and the adsorption/desorption curve. Figure 11(el,e2) represents the
adsorption/desorption curve of the biochars with the MB dye. It is noticed that both
adsorbents after MB adsorption follow a type IV isotherm with a hysteresis loop at high
relative pressure. The texture characteristic values of the LABA and SABA adsorbents after
adsorption are shown in Table 7.

Table 7. Texture characteristics of the LABA and SABA adsorbents.

Samples  Surface Area (m? g~1)  Pore Volume (cm3 g=1)  Average Pore Diameter (nm)
LABA 713.00 0.926 2.769
SABA 615.90 0.728 2.769
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Figure 11. (a) X-ray diffraction patterns of activated biochar from the leaf of the water hy-acinth after
adsorption of the dye MB (LABA) and activated biochar from the stem of the water hy-acinth after
adsorption of the dye MB (SABA): (al) LABA and (a2) SABA. FTIR spectrum of biochars activated
after MB adsorption: (b1) LABA and (b2) SABA; Result of Raman characterization for activated
biochars after adsorption: (c¢) LABA and (d) SABA; (e) BET surface area analysis, Adsorption-
desorption isotherms of biochars activated after adsorption: (e1l) LABA and (e2) SABA.

The results in Table 7, compared with Table 2, show that pore volumes decreased from
0.939 to 0.728 cm® g~! (SABA) and from 1.072 to 0.926 cm® g~ (LABA), suggesting that the
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MB dye partially filled the pores. Therefore, the surface area of the biochars was reduced
from 1121.00 to 615.90 m? g~! (SABA) and from 1195.00 to 713.00 m? g~! (LABA) [84].

3.4. Comparison of the Adsorption Capacity of LAB e SAB with Other Adsorbents

Several studies have studied MB dye adsorption using different types of adsorbents.
Table 8 compares the maximum adsorption capacities of this dye by the LAB and SAB
with other adsorbents from previous studies. The LAB and SAB have adequate adsorption
capacity for MB.

Table 8. Comparison of MB adsorption capacity by the LAB and SAB to other adsorbents found in
the recent literature.

Adsorbent Gmax (mg g~1) References
Biochar activated—P. juliflora pods 54.73 [114]
Biochar activated—Coriandrum sativum 94.90 [59]
Biochar activated mesoporous via microwave process 186.40 [112]
Biochar activated—Pterospermum acerifolium 166.65 [84]
Biochar activated—FEucalyptus 49.61 [115]
Biochar activated—Cassava (Manihot esculenta Crantz) 194.58 [116]
Biochar activated—Arjun Bark Powder 68.30 [117]
Biochar activated—pine needles 277.78 [118]
Biochar activated—Juglans regia 102.28 [119]
Biochar activated—sugar cane bagasse 163.93 [120]

LAB 322.58 This study

SAB 285.71 This study

4. Conclusions

The LAB and SAB biochars showed a predominantly amorphous structure, indi-
cating the existence of graphitic carbon that can be formed during the decomposition
of the material. In the analysis of the FTIR spectra of the parts of the biochars, it was
possible to observe a few peaks, warning of the existence of a small variety of surface
groups. The morphological structures of the LAB and SAB showed numerous irregular and
porous cavities.

The TG data confirms that the mass loss was slight in the temperature range
100-800 °C. Below this temperature, the event refers to the physisorption of water molecules
and the environment. The process above the temperature used for activation occurs, con-
firming the activation process. Raman confirmed the disorder in the structure of the
biochars. The surface area, the pore volume, and average pore diameter were 1195.00 m? g1,
1.072 cm® g1, and 1.614 nm for the LAB and 1121.00 m? g~!, 0.939 cm?® g}, and
1.688 nm for the SAB.

The adsorbents LAB and SAB demonstrated efficiency in removing methylene blue
over time (with adsorption of 255 mg g~ ! and 248 mg g~ ! of MB, for the LAB and SAB,
respectively) following the pseudo-second-order model. Equilibrium studies revealed
that both adsorbents favor adsorption, with a better correspondence to the Langmuir
model (R? = 0.9585 and 0.9918 for LAB and SAB, respectively) compared to the Freundlich
model. These results suggest that activated biochar produced from water hyacinth can be
successfully used in wastewater treatment, offering a viable solution for pollutant removal.
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