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Copyright © 2020 Van Hao Nguyen et al. *is is an open access article distributed under the Creative Commons Attribution
License, which permits unrestricted use, distribution, and reproduction in any medium, provided the original work is
properly cited.

In this study, Fe3O4 nanoparticle-loaded biochar derived from the pomelo peel (FO-PPB) was synthesized and applied as an
affordable material for the adsorption of Reactive Red 21 (RR21) in an aqueous solution. *e characteristics of FO-PPB were
evaluated by scanning electron microscopy (SEM), energy dispersive X-ray spectrometry (EDX), X-ray diffraction (XRD), Raman
spectra, Fourier transform infrared spectra (FTIR), and Brunauer–Emmett–Teller (BET) surface area. *e adsorption process of
FO-PPB with RR21 was evaluated through batch experiments to examine various parameters including solution pH, contact time,
adsorbent dose, initial RR21 concentration, and solution temperature. Results show that FO-PPB produced by the impregnation
ratio between iron (Fe) and pomelo peel biochar (PPB) of 5 :1 (w/w) had the best adsorption performance. *e adsorption
capacities of PPB and FO-PPB at optimum experimental conditions (solution pH 3, contact time of 60min, solution temperature
of 40°C, initial RR21 concentration of 300mg/L, and adsorbent dose of 2 g/L) were 18.59 and 26.25mg/g, respectively. *e
adsorption isotherms of RR21 on PPB and FO5-PPB were described well by Langmuir and Sips models with high R2 values of
0.9826 and 0.9854 for FO5-PPB and 0.9701 and 0.9903 for PPB, respectively.*e obtained data also well matched the pseudo-first-
order and pseudo-second-order models with R2 values≥ 0.96. Chemisorption through sharing or electronic exchange was
determined as the main adsorption mechanism.

1. Introduction

Industrial activities such as the production of paint, textile,
printing, petrochemical, and cosmetics have positively af-
fected the socioeconomic development. However, the dis-
charge of organic compounds originating from industrial
activities greatly contributes to the contamination of the
receiving water body [1–7]. *e wastewater of textile pro-
duction has caused a severe pollution due to the toxic

characteristics and large volume [8]. Dyes are the main
pollutant in the textile wastewater due to its high toxicity and
color [9]. Textile industries also cause harm to the envi-
ronment and human health [10, 11]. Residual dyes in the
textile wastewater are difficult to decompose because of its
high resistance to light, heat, and oxidizing agents. Reactive
Red 21 (RR21) is one of the popular reactive azo dyes that has
harmful effects on human health and living organisms [12].
*erefore, RR21 has to be removed as to clean wastewater
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before it is discharged into the environment. Many methods
such as coagulation, oxidation, biological, and physi-
ochemical methods [13–19] have been developed to remove
RR21 as well as other dyes. Nevertheless, low-cost ways to
remove RR21 and other dyes from aqueous environments
might be developed and applied. Among these techniques,
adsorption shows many promises thanks to its easy oper-
ation, affordability, and nontoxicity. Activated carbon is a
commercial and frequently used adsorbent; however, it is of
high cost [14, 20–22]. Recently, biosorbents derived from
various kinds of biomass such as green coconut shell, clay, fly
ash, sugarcane bagasse, mango kernel, coffee, and rice husk
have been applied in many studies regarding the removal of
various pollutants from an aqueous solution [23]. Bio-
sorbents have been modified by various methods to enhance
the adsorption capacity. Magnetic nanoparticles have
emerged as a promising alternative in biosorbent modifi-
cation because of their large surface area and adsorption
efficiency [24, 25]. *ese adsorbents are also unique, fertile,
compatible, easy to synthesize, economical, and environ-
mentally friendly. *ey can also be easily extracted from
mixtures obtained from adsorption processes [26, 27].
However, the main challenge in applying these magnetic
nanoparticles is high cost when using these materials alone.
*is issue can be solved through combining these materials
with biochar.

A significant amount of peel waste is generated from
pomelo, a popular plant in the Indian Subcontinent and
Southeast Asia. Many studies reported that biochar derived
from pomelo peel waste could remove organic and inorganic
compounds from water and wastewater. Biochar from the
pomelo peel with and without modification via H3PO4 was
applied to discard hexavalent chromium (Cr(VI)) [28],
methyl orange dye [29], and Ag and Pb [30] in an aqueous
solution. Chen et al. used lanthanum-modified pomelo peel
biochar for fluoride removal. Carbamazepine in an aqueous
solution was also removed by KOH-modified biochar [31].
Recently, magnetic nanoparticles were used to prepare
magnetic biochar. Fe3O4 magnetic pomelo peel powder was
synthesized for the adsorption of Cu2+ [32] and oil-polluted
water [33] from an aqueous solution. Iron-doped pomelo
peel biochar was applied to adsorb Rhodamine B [34].
However, to the best of the research group’s knowledge, no
study on using Fe3O4 magnetic pomelo peel powder for
RR21 removal has been conducted. *at is why, this study
developed a new adsorbent by modifying pomelo peel
biochar and iron nanoparticles derived from Fe3O4 to treat
Reactive Red 21 from an aqueous solution. *e modification
of biochar and nanomaterial can enhance adsorption
properties. Characteristics regarding structures, morphol-
ogy, chemical connections, and the surface area were also
analyzed accordingly. *e results of adsorption isotherms
and kinetics were recorded in order to evaluate the per-
formance of the new adsorbent. *e effects of pH solution,
adsorption time, adsorbent dosage, initial concentrations of
RR21, and optimal impregnation ratios of Fe3O4 and PPB on
adsorption capacity were investigated in detail.

*e aim of this study, therefore, was to (i) develop a new
adsorbent from synthesizing magnetic Fe3O4 nanoparticle

pomelo peel biochar and (2) assess the adsorption capacity
of Reactive Red 21 (RR21) from an aqueous solutions. Batch
adsorption experiments were conducted under several op-
erational conditions (including various impregnation ratios
of magnetic Fe3O4 nanoparticle pomelo peel biochar, initial
pH values, contact times, adsorbent dosages, and initial
RR21 concentrations). Moreover, adsorption isotherms and
kinetics were also used in order to evaluate adsorption
processes.

2. Materials and Methods

2.1. Chemicals. Pomelo peel was collected from a local fruit
shop in *ai Nguyen city, Vietnam, before rinsing with tap
water two times and with distilled water three times. All
chemicals including FeCl3.6H2O, FeCl2.4H2O, and ammo-
nia solution (25%) were provided by Merck (Darmstadt,
Germany). RR21 (molecular formula C26H19N4Na3O15S4)
was supplied by Sisco Research Laboratories Pvt. Ltd., Delhi,
India. *e chemical structure of RR21 is demonstrated in
Figure 1.

2.2. Preparing Pomelo Peel Biochar. After washing, the
pomelo peel was carbonized at 400°C in an oven (Naber-
therm, model L3/11/B170, Germany) under inert gas for 2 h
with an increasing heating rate of 5 C/min. It was subse-
quently cooled, washed with dissolved water, and dried at
105 C to obtain pomelo peel biochar. It was then activated
with NaOH (ratio of PPC/NaOH was 3 :1 w/w) in 24 h. *e
wet particles were dried again for 2 h at 105C after un-
dergoing filtration. Finally, the dried solid was activated at
800°C for 3 h under an anaerobic condition to produce
activated pomelo peel biochar (PPB).

2.3. Preparation of Magnetic Fe3O4 Nanoparticle Pomelo Peel
Biochar. Fe3O4 magnetic pomelo peel biochar (FO-PPB) was
synthesized by the coprecipitation method of ferric, ferrous
salts, and PPB with the presence of Ar gas. Firstly, a solution
of FeCl3·6H2O, FeCl2·4H2O (molar proportion: 2 :1), and
PPB in mass ratios of 1 :1 was added into 150mL deionized
water before being agitated for 45min. Afterward, 30mLNH3
solution (25%) was supplemented into the above solution.
*en, the solution was processed by mechanical agitation at
800 rpm under the presence of Ar gas in a flask. *e reaction
system is kept at 80°C for 60min, and the solution pH was
maintained from 10 to 11 during the process. After the system
recovered to ambient condition, the black precipitates were
extracted by a permanent magnet and processed with de-
oxygenated distilled water to neutralize the pH. Finally, the
obtained FO-PPB nanoparticles were washed and dried in a
vacuum chamber at 60°C for 12 h.

2.4. Characterization. *e surface functional groups of PPB
and FO5-PPB were determined using a Fourier transform
infrared spectroscopy (FT/IR-6300) machine operated at
4000–500 cm−1 wavelength. Physicochemical properties of
the subject (PPB and FO5-PPB) were identified by an energy
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dispersive X-ray spectroscopy machine (model: Hitachi
S-4800) with scanning electron spectroscopy (SEM) and
X-ray diffraction pattern (XRD-D8 ADVANCE). Raman
spectrum was measured by a Raman spectrometer (at
632.8 nm, Renishaw, UK). Ultraviolet-visible adsorption
spectral measurements were carried out by a UV-Vis ab-
sorption spectrometer (Jasco-V770, Japan). *e BETspecific
surface areas (SBET) of PPB and FO5-PPB were examined by
nitrogen adsorption/desorption isotherms at −196°C (BET,
Builder, SSA-4300). *e PPB, FO, and FO5-PPB points of
zero charge (pHPZC) were clarified using the shift method
[35].

2.5. Batch Adsorption Experiments. Adsorption experiments
were implemented by the batch method to evaluate the
adsorption performance of PPB and FO-PPB against RR21.
In a typical experiment, the predetermined amount of FO-
PPBwas added into 50mL conical flasks containing 25mL of
RR21 solution. Different experimental parameters, including
FO/PPB ratio (1 :1÷ 6 :1 w/w), initial RR21 concentrations
(50–800mg/L), pH (2–11), contact time (5–120min), and
solution temperature (20–40°C), were investigated to eval-
uate their effects on RR21 adsorption. *e containing flasks
were agitated at 120 rpm by a shaker (model: PH-2A, China)
at the room condition (25± 2°C) and a shaker (model: MaxQ
4000 Benchtop, *ermo Scientific, USA) for temperature
control. Sodium hydroxide (0.1M) and hydrochloric acid
(0.1M) were utilized to control the solution pH. *e so-
lutions were then filtered byWhatmanNo. 1 filter paper with
a pore size of 0.22 µm. *e residual RR21 in the filtered
solutions was analyzed using UV-Vis spectroscopy (Jasco-
V770) at an optimal wavelength of 522 nm (corresponding
to the maximum adsorption capacity for RR21).

*e amount of RR21 adsorbed per mass unit of FO-PPB
was calculated using equation (1) to identify the adsorption
capacity. *e RR21 removal efficiency was determined via
the calculations using equation (2):

qe �
Co − Ce( V

m
, (1)

Re(%) �
Co − Ce

Co

· 100%, (2)

where qe is the amount of dye adsorbed by the adsorbent
(mg/g), C0 is the initial RR21 concentration (mg/L), Ce is the
residual RR21 concentration after adsorption (mg/L), m is
the mass of the FO5-PPB adsorbent (g), and V is the volume
of the RR21 solution (L).

3. Results and Discussion

3.1. Characteristics of Adsorbents. *e surface structure is
one of the properties that are influential on the adsorption
capacity of PPB and FO5-PPB materials. Figure 2 shows the
N2 adsorption-desorption isotherms of N2 at −196°C of PPB
and FO5-PPB. *e results indicated that at low relative
pressures, the adsorption isothermal increased relatively
than at relatively high pressures. *is suggests that the main
adsorption occurs at relatively low pressures and indicates
that the material is highly porous with a narrow size dis-
tribution [36]. *e specific surface area and total pore
volume of PPB obtained were, respectively, 889.8m2/g and
0.378 cm3/g, while FO5-PPB denatured by Fe3O4 has a larger
surface area and total pore volume, 1061.3m2/g and
0.413 cm3/g, respectively. *ese results illustrate that with a
large surface area and porosity, PPB offers a considerable
capacity of contaminant adsorption, while after modified
with Fe3O4, the presence of Fe3O4 between layers of PPB
increases the heterogeneity of the adsorbent, resulting in a
higher porosity [37]. Consequently, the adsorption capacity
of modified materials is enhanced. *is result was further
illustrated by the SEM images and EDX spectra. SEM/EDX
images of PPB, Fe3O4 nanoparticles, and FO5-PPB (before
and after adsorption) are presented in Figure 3.*ese results
illustrate that PPB had a porous structure (Figure 3(a)) with
a smooth surface. In contrast, the surface of Fe3O4 nano-
particles (Figure 3(b)) was rough and coarse because the
spherical-shaped particles of particle size less than 20 nm
were agglomerated and stuck to each other. *e SEM mi-
crographs of FO5-PPB (throughout the adsorption process)
are shown in Figures 3(e) and 3(f). It can be seen that the
distribution of Fe3O4 nanoparticles on the surface of PPB is
relatively uniform. *e surface of the FO5-PPB became
more smooth and shiny after adsorbing RR21 (Figure 3(f )).

*e EDX spectrum indicates the presence of carbon (C)
and oxygen (O) on the PPB structure with the atomic C and
O ratio of 74.01 and 25.99%, respectively (Figure 3(c)).
Similarly, the O and iron (Fe) ratio (ratio of 61.57 and
38.43%, respectively) was the primary element in the Fe3O4
structure (Figure 3(d)). Also, the analysis of EDX
(Figures 3(g) and 3(h)) indicates a decrease in the amount of
C and the presence of Fe in FO5-PPB in comparison with the
pristine PPB and Fe3O4 nanoparticles (Figures 3(c) and
3(d)).

In order to study the crystal phase of iron oxide particles,
the selected samples were analyzed by powder X-ray dif-
fraction (XRD) operated in 2θ in a range of 15–70°C at 25°C
via using Cu kα radiation (λ�1.54 Å). Figure 4(a) shows the
XRD patterns of PPB, Fe3O4 nanoparticles, and FO5-PPB
(throughout the adsorption process). *e XRD analysis
results of PPB in Figure 4(a) show the very broad diffraction
peaks at the angle of 2θ∼ 24.04° and ∼44.7° for PPB, cor-
responding to the diffraction of (002) and (101) planes,
which can be attributed to the characteristic reflection of the
amorphous structure [38]. Six diffraction peaks for Fe3O4 at
the angle of 2θ∼30.2°, 35.55°, 43.13°, 53.6°, 57.16°, and 62.78°
corresponding to (220), (311), (400), (422), (511), and (440)
planes were observed for both Fe3O4 and FO5-PPB patterns.
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Figure 1: Chemical formula of the RR21 dye.
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All of these diffraction peaks of Fe3O4 were relatively ho-
mogenous with the standard Fe3O4 diffraction data (JCPDS,
Card No. 19-0629) [39–41]. *is also illustrates the success
in composing Fe3O4 and PPB.

Figure 4(b) presents the recorded FTIR spectrum of PPB,
Fe3O4 nanoparticles, and FO5-PPB (before and after ad-
sorption). In all materials, O–H stretch bonded groups were
present at a peak of 3416 cm−1. *e results of Hu et al. [42]
reported a similar result that the presence of O–H groups
was recorded at a peak of 3417 cm−1. Peaks at 2922 cm−1 and
2854 cm−1 of PPB and FO5-PPB show the C–H stretching
vibration [43]. Results that are almost identical have been
documented elsewhere in [9]. *e peaks at 2358 cm−1 and
2337 cm−1 in all materials are corresponding to the
stretching vibration of the –C�C group [44], while peaks at
1686 cm−1 and 1620 cm−1 suggested the vibration of the
C�O group [45, 46]. Peaks at 1051 cm−1 and 1028 cm−1 of
PPB and FO5-PPB suggested the C–C stretching vibrations
[47–50]. *e characteristic bands at 582 cm−1 of FO and
FO5-PPB illustrated the Fe–O stretching vibrations [51].
*is is another proof of the success of Fe3O4 bonding to the
FO5-PPB surface.

*e adsorption region at the characteristic wavenumbers
for Fe–O and OH bonds shows a slight change of the ad-
sorption peaks of Fe3O4 (∼582 cm−11 and ∼3397 cm−1)
compared to that of the FO5-PPB sample (∼585 cm−1 and
3431 cm−1).*is can be explained by the interaction between
Fe ions (from Fe3O4) and the oxygen groups of PPB, af-
fecting the binding state of ferromagnetic particles. *e
results of FTIR analysis are important evidence for the
interaction between ferromagnetic particles and PPB in the
formation of FO5-PPB.

In order to determine more details of the vibrational
modes and to confirm the composite formation between
Fe3O4 and PPB, Raman spectra was measured at an exci-
tation wavelength of 635 nm using a Renishaw spectrometer.
Figure 4(c) shows Raman spectra of PPB, Fe3O4

nanoparticles, and FO5-PPB before and after adsorption.
*e Raman spectra of PPB displayed two peaks positioned at
1343 and 1575 cm−1 that can be denoted, respectively, as D
and G bands (Figure 4(c)-A). Out of which, the D band (E2g
mode) represents the relative vibration of the atoms that is
perpendicular to the aromatic layers (disorder band),
whereas, the G band (graphite band) (E2g mode) is the
indication of the stretching vibration in the aromatic layers
[52–55]. *e peaks at 218, 276, and 394 cm−1 correspond to
the Eg mode, the peak at 485 cm−1 corresponds to the T2g
mode, and the peak at 594 cm−1 corresponds to the A1g
mode (Figure 4(c)-B) of iron oxide [56, 57], while the peak at
1298 cm−1 corresponds to the second-order scattering of
iron oxide.

*e two Raman spectra of the synthetic FO5-PPB in the
adsorption process of RR21 are presented in Figures 4(c)-C
and -D, respectively. *e whole spectra displayed almost all
the peaks that are characteristic to the Fe3O4 magnetite
structure and graphite of carbon materials. Peaks at lower
Raman shift values (218, 276, 393, 687, and 698 cm−1) (in
Figure 4(c)-C and -D) may indicate the vibration modes of
Fe–O bonds within each Fe3O4 nanoparticle and the Fe–C
bonds on the surface of the PPB [58, 59]. *e small shifting
of some vibration peaks of Fe3O4 and D and G bands of PPB
in the Raman spectrum of FO5-PPB (Figure 4(c)-C) strongly
suggests the good incorporation of Fe3O4 nanoparticles into
PPB.*e influence of adsorbing RR21 was recognized by the
shifts of some peaks. In fact, the main peak at around
485 cm−1 was recorded via the spectra of the synthesized
magnetite before being assigned to the T2g vibrational mode.
*ere was also a peak which appeared at around 687 cm−1 in
examining spectra (Figure 4(c)-C) and was then classified to
be the A1g mode, which is a typical property of the magnetite
structure [60]. However, for FO5-PPB after adsorption
(Figure 4(c)-D), this peak altered from 687 cm−1 to 698 cm−1

while the D peak changed from 1361 cm−1 to 1379 cm−1 and
the G peak slightly increased from 1584 cm−1 to 1590 cm−1.

3.2. Reactive Red 21 Adsorption

3.2.1. Effect of Impregnation Ratio of Fe3O4/PPB on RR21
Adsorption. *e necessary experiments were carried out to
compare the adsorption efficiency of PPB and six FO-PPBs
produced at 6 different ratios (w/w) between Fe ions
(Fe3+ + Fe2+) and PPB, namely, FO1-PPB, FO2-PPB, FO3-
PPB, FO4-PPB, FO5-PPB, and FO6-PPB, corresponding to
ratios of 1 :1, 2 :1, 3 : 1, 4 :1, 5 : 1, and 6 :1, respectively. All
experiments were set at an initial RR21 concentration of
50mg/L, solution pH of 3, and ambient temperature
(25± 2°C). *e obtained results are illustrated in Figure 5.

Results from Figure 5 show that the adsorption capacity
of RR21 increased significantly corresponded by an increase
in the Fe/PPB ratio from 1 :1 to 4 :1. It increased slightly
when the ratio was 5 :1 and 6 :1. *e maximum adsorption
capacity of RR21 was 24.79mg/g at the Fe/PPB ratio of 5 :1.
*e new adsorbent generated by combining Fe and PPB has
much higher adsorption capacity than that of pristine PPB.
*e presence of Fe on FO-PPB could be the main cause of
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this enhancement. *e adsorption capacity was almost
unchanged when the impregnation ratio was increased from
5 :1 to 6 :1. From these results, the suitable impregnation
ratio for generation of FO-PPB was 5 :1 (w/w). *erefore,
this impregnation ratio of 5 :1 for producing Fe3O4magnetic
pomelo peel biochar (FO5-PPB) was used for further
experiments.

3.2.2. Effect of Initial pH. Solution pH was one of the factors
that had an influence on the adsorption process due to its
impacts on the surface charge and solubility of the adsorbent
[61]. Required experiments were conditioned at various
solution pH from 3 to 11 to determine the effects of various
solution pH on RR21 adsorption by PPB and FO5-PPB. *e
results show that the adsorption capacity of RR21 decreased

(a) (b)

(c) (d)

(e) (f)

(g) (h)

Figure 3: SEM and EDX spectra of PPB (a, c), Fe3O4 nanoparticles (b, d), FO5-PPB before adsorption (e, g), and after adsorption (f, h).
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sharply while increasing solution pH from 3 to 11
(Figure 6(a)). *e maximum adsorption capacity of RR21 by
PPB and FO5-PPB reached 13.18 and 24.40mg/g, respec-
tively, at solution pH 3.0.*e adsorption capacity of RR21 by
FO5-PPB was also higher than that of pristine biochar
(PPB). *is was due to the successful composite of Fe3O4
onto PPB, leading to an increase in surface area, porosity,
and heterogeneity of FO5-PPB compared to pristine PPB.
*e preference of Fe3O4 also enhances the adsorption ca-
pacity of R21 onto FO5-PPB.

In acidic conditions, the adsorbent has a positive charge
while RR21, an anionic dye, has a negative charge. *erefore,
their interaction could become more intensive in acidic
conditions. *is led to higher adsorption capacity at low pH.
In a low pH, the electrostatic attraction between the positive
charges on the surface of PPB and FO5-PPB with the sulfate
groups (D-SO3Na) in RP21 occurred. However, in a high pH,
there was a competition for the adsorption sites between the
hydroxide ions (OH−) and anionic RR21. *erefore, the ad-
sorption capacity of the adsorbent decreased when the solu-
tion pH was high, especially in alkaline conditions. Yang et al.
[62] reported that if the equilibriumpHwas lower than pHPZC,
electrostatic attraction would emerge between the negative
charge of the anionic dye and the protonated hydroxide and
carboxyl groups (COOH−) on the surface of biochar.

From Figure 6(b), the pHPZC values of PPB and FO5-PPB
before adsorption were 5.6 and 8.2. *ese values increased to
6.4 and 9.1 after adsorption, respectively. When the solution
pH was higher than pHPZC, the electric charge on the surface
of adsorbents turned negative and the electrostatic attraction
would be weakened as a result. Hence, the RR21 adsorption
capacity of PPB and FO5-PPB decreased with increasing
solution pH. *e pHPZC of PPB and FO5-PPB increased after
adsorption processes illustrated that anionic RR21 was suc-
cessful to adsorb onto PPB and FO5-PPB.

Reactive dyes are anionic dyes due to the negative
electrical structure of the chromophore group. When in-
creasing the solution pH, the content of OH− ions also
increases. Consequently, it will compete with dye anions for
biosorption sites. *erefore, there was a decrease in RR21
adsorption capacity as the solution pH increased. By con-
trast, the number of positively charged sites on the bio-
sorbent surface available is higher at low pH values, leading
to an enhancement of electrostatic attraction between
negatively charged dye anions and adsorbents [63]. *ere-
fore, solution pH of 3.0 was the best adsorption condition of
RR21 by PPB and FO5-PPB, and this pH value was used for
further experiments. *e similar tendency was recorded in
previous works. To be specific, Munagapati et al. [61] re-
ported the decrease in Reactive Red 120 adsorption when the
solution pH rose from 2 to 9. Aksakal et al. [63] also
remarked that the adsorption capacity of Reactive Red 195
by the Pinus sylvestris Linnaeus adsorbent was declined
corresponding to the increase in solution pH from 1 to 6.

3.2.3. Effect of Contact Time. *e influences of contact time
on adsorption capacity by PPB and FO5-PPB were studied
with experimental conditions set at pH of 3, initial RR21

concentration of 50mg/L, adsorbent dose of 2 g/L, and
contact time lasting from 5 to 120min. Figure 7 presents the
results of RR21 adsorption capacity by PPB and FO5-PPB.
*e results showed that RR21 adsorption capacity increased
significantly from 3.46 to 13.76mg/g for PPB and from 10.73
to 23.90mg/g for FO5-PPB while increasing the adsorption
time from 5 to 50min. However, the adsorption capacity
almost remained constant when increasing the adsorption
time from 60min to 120min. After 50min of reaction, the
maximum adsorption capacity of FO5-PPB reached
23.90mg/g, much higher than that of PPB (10.73mg/g). It
can be due to a high number of vacant active sites on PPB
and the FO5-PPB surface in the beginning stage. *erefore,
the adsorption process occurred faster in the initial 30
minutes. However, the active sites of PPB and FO5-PPB
decrease during the time of adsorption.*us, the adsorption
process increased slowly during the next contact periods.
After 50min of contact time, the active sites were almost
fully occupied. It might be due to the adsorption and de-
sorption processes that tend to be equal, leading to a de-
crease in the extent of adsorption. As a result, adsorption
and desorption were at a balanced state, which led to a nearly
constant equilibrium adsorption processes. *is tendency
was similar to many previous studies which investigated the
adsorption of dyes from aqueous solutions by the Pinus
sylvestris Linnaeus biosorbent [63] and biochar derived
walnut shell and hazelnut shell [64]. Based on these results,
the contact time of 50min would be used for further ex-
periments of RR21 adsorption.

3.2.4. Effect of Temperatures. Temperature is also an im-
portant factor that influences endothermic or exothermic
process of adsorption. *e effects of temperature on RR21
adsorption by PPB and FO5-PPB were examined by varying
the temperature in a range of 20–40°C while keeping other
parameters of needed experiments (solution pH of 3, initial
concentration of 50mg/L, contact time of 60min, and ad-
sorbent dose of 2 g/L). *e results are illustrated in Figure 8.
It is clear that the RR21 adsorption capacity by PPB and
FO5-PPB increased from 12.05mg/g to 15.42mg/g and
22.12mg/g to 26.20mg/g, respectively, when increasing the
solution temperature from 20°C to 40°C. *is may be due to
the increased porosity and the total pore volume of the
adsorbent, leading to the higher number of available active
sites on the adsorbent when the temperature rises [65, 66].
Simultaneously, the mobility of RR21 molecules also in-
creases leading to a high potential of the interaction between
RR21 and PPB and FO5-PPB. Furthermore, the high tem-
perature could create a swell effect in the internal structure of
activated carbon to allow more dye molecule diffusion into
adsorbents [67]. *e temperature increase resulted in an
increase in the exchange rate between RR21 and functional
groups available on the PPB and FO5-PPB surfaces.
*erefore, the RR21 adsorption capacity was enhanced with
the increase in solution temperature. *ese results indicate
that RR21 adsorption onto PPB and FO5-PPB is an endo-
thermic process. *e similar tendency was also recorded in
several studies [68].
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3.2.5. Effect of Initial Concentration of Red 21. Initial RR21
concentration (varying from 50 to 800mg/L), which is also a
factor causing certain influences on the adsorption process
by PPB and FO5-PPB, was also investigated. All experiments
were conducted in 60min of contact time and at solution pH
3, adsorbent dose of 2 g/L, and temperature of 40°C. Figure 9
presents the RR21 adsorption capacity onto PPB and FO5-
PPB. *e obtained results indicated that the adsorption
capacity by PPB and FO5-PPB increased from 4.35 to
21.36mg/g and 8.06 to 30.3mg/g, respectively, at 40°C with
the increasing initial RR21 concentrations from 50 to

300mg/L. It can be explained that as the initial concen-
tration increased, the driving force for the mass transfer
between RR21 and PPB as well as FO5-PPB also increased
which led to an enhancement of adsorption capacity.
However, the adsorption capacity did not increase signifi-
cantly when the initial RR21 concentration continuously
increased tomore than 300mg/L. It was due to the limitation
of the self-binding sites of adsorbents and the saturation of
adsorption positions on the adsorbent surface. It can be
explained that RR21 (dye anions) almost interacted with
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active sites on the PPB or FO5-PPB at a low initial RR21
concentration. By contrast, there was a decrease in active
sites, leading to insufficient sites for dye anions to interact in
case of a higher RR21 concentration. Results with resem-
blances have also been apprehended in other studies. Re-
markably, Değermenci et al. reported that there was a
decrease in the removal efficiency of Reactive blue 19 when
there was an increase in the initial concentration of the
employed contaminant [69].

3.2.6. Adsorption Isotherm. To study the equilibrium rela-
tionship between the adsorbent and the adsorbate, several
common adsorption isotherm models were utilized to de-
scribe the RR21 adsorption processes onto PPB and FO5-
PPB. Figure 10 presents a typical adsorption isothermal
graph of qe against Ce. *e determination of the adsorption
capacity of PPB and FO5-PPB was performed using the
Langmuir (equation (3)) and Sips (equation (4)) isotherms.
*e respective parameters of those models are presented in
Table 1:

qe �
Qo

maxKLCe

1 + KLCe

, (3)

qe �
QmC

ns
e

b + C
ns
e

, (4)

where qe and Ce are the results obtained from equation (1),
Qo

max (mg/g) is the maximum saturated adsorption capacity
of the biosorbent, and KL (L/mg) is the Langmuir constant
related to the affinity between an adsorbent and an adsor-
bate; for the Sips model, qe is denoted for the adsorbed
amount at equilibrium (mg/g), Ce is the equilibrium con-
centration of the adsorbate (mg/L), Qm is the denotation of
the Sips maximum adsorption capacity (mg/g), KS is the Sips
equilibrium constant (L/mg), and nS is for the Sips model

exponent describing heterogeneity, with b � (1/KS)nS . Fig-
ure 10 exhibits a typical isothermal graph of qe against Ce
regarding the adsorption process.

From Figure 10 and Table 1, it can be seen that Langmuir
and Sips models were well appropriate for the adsorption
data of RR21 onto PPB and FO5-PPB with high R2 values
that equal 0.9826 and 0.9854, respectively. *e maximum
adsorption capacity (qm) of PPB and FO5-PPB calculated
from the Langmuir model was approximately 17.23 and
26.82mg/g, respectively. Meanwhile, the maximum calcu-
lated adsorption capacity (qm) of PPB and FO5-PPB from
the Sips model was 15.26 and 25.91mg/g, respectively. *ese
above calculated results were close to the experimental
values (qmexp of 14.36 and 24.47mg/g for PPB and FO5-PPB,
respectively). *ese results indicated that the RR21 ad-
sorption process by PPB and FO5-PPB mainly occurs in
monolayers or through a certain number of identical active
sites on the surface of adsorbents [70]. In addition, all RL
values of the Langmuir model and other values of the Sips
model were 0-1, showing that the adsorption of RR21 onto
PPB and FO5-PPB is desirable. Similar reports were shown
in some studies about reactive dye adsorption on magnetic
adsorbents [21, 37].

3.2.7. Adsorption Kinetic of RR21 onto PPB and FO5-PPB.
*e pseudo-first-order (equation (5)) and pseudo-second-
order (equation (6)) models were used to describe the ki-
netics of RR21 adsorption onto PPB and FO5-PPB:

qt � qe 1 − e
− k1t

 , (5)

qt �
q2ek2t

1 + qek2t
, (6)

where qe and qt are the adsorption capacity at equilibrium
and at time t (mg/g); k1 is the first-order rate constant
(min−1); k2 is the second-order rate constant, g/mg. min; α is
the initial adsorption rate (mg/g min); and β is the ad-
sorption constant (g/mg) [71–76].

Figure 11 and Table 2 express the comparison of ad-
sorption kinetic data for the pseudo-first-order and pseudo-
second-order models. *e calculated results show that the
dynamics of RR21 adsorption onto PPB and FO5-PPB well
fits both pseudo-first-order and pseudo-second-order
models with high R2 values (more than 0.95) at various
solution temperatures from 20 to 40°C. *e maximum
calculated adsorption capacity (qm) from the pseudo-first-
order model was 18.72, 20.29, and 21.89mg/g for PPB and
26.79, 29.18, and 30.39mg/g for FO5-PPB at 20, 30, and
40°C, respectively (Table 2). *e maximum adsorption ca-
pacity derived from the pseudo-second-order model was
higher with 24.73, 26.64, and 28.41mg/g for PPB and 33.98,
37.07, and 38.02 for FO5-PPB at 20, 30, and 40°C, respec-
tively (Table 2). Both the pseudo-first-order and pseudo-
second-order models are suitable to the obtained results
from the experiments of this study. It suggests that valence
forces through sharing or exchange of electrons between
RR21 adsorption and PPB and FO5-PPB was the main
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Table 1: Adsorption isothermal parameters and correlation coefficients of Langmuir and Sips models for RR21 adsorption onto PPB and
FO5-PPB at different temperatures.

Model Unit PPB FO5-PPB
Langmuir
Qo

max mg/g 17.23 26.82
KL L/mg 0.062 0.134
R2 — 0.9701 0.9826
Sips model
Qo

max mg/g 15.26 25.91
b — 0.022 0.097
n — 0.679 0.854
R2 — 0.9903 0.9854
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different temperatures.
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mechanism [77].*is trend was similar with other reports of
reactive dye adsorption onto biochar [31, 63]. *ey illus-
trated that reactive dye adsorption also fitted the pseudo-
first-order and pseudo-second-order models.

4. Conclusion

In this study, the adsorption capacity of RR21 onto the Fe3O4-
modified biochar derived from the pomelo peel was investi-
gated. Pomelo peel biochar (PPB) and magnetic biochar
composites from the pomelo peel with Fe3O4 (FO5-PPB) are
positively capable of being an efficient adsorbent for eliminating
RR21 from aqueous environments. *is study has clarified that
solution pH 3 was suitable for RR21 adsorption onto PPB and
FO5-PPB. *e maximum adsorption capacity of RR21 by PPB
and FO5-PPB was 18.59 and 26.25mg/g at 60min of contact
time, adsorbent dose of 2 g/L, solution temperature of 40C, and
initial RR21 concentration of 300mg/L. Experimental results
indicated that biochar-loaded Fe3O4 at a ratio of 5 :1 (FO5-PPB)
had a higher adsorption capacity for RR21 compared to the
pristine biochar from the pomelo peel. Freundlich and Sips
isotherm models and pseudo-first-order and pseudo-second-
order kinetic models were used to describe the adsorption
equilibrium data. *e Langmuir and Sips models were the best
models for the description of the adsorption isothermal equi-
librium. In addition, experimental results show that kinetic data
are fitted by the pseudo-first-order kinetic model with high
correlation coefficients. *e success of this study provides an
effective method to remove organic contaminants from water
based on the agricultural waste-derived adsorbent. Fe3O4-
modified biochar from the pomelo peel is a promising material
for the removal of reactive dyes from wastewater.
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