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Synthesis of porous graphene nanocomposite and its excellent adsorption behavior
for Erythromycin antibiotic
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The purpose of this study was to evaluate the efficiency of porous magnetic graphene (PMG) for removal of Erythromycin (ER) from aqueous
solutions. PMG was prepared from banana peel residue, which was considered as a discarded material. As-synthesized nanocomposite was
characterized by SEM, AFM, FTIR, RAMAN and BET analysis. The optimum conditions were obtained at pH of 3, contact time of 30 min,
initial antibiotic concentration of 200 mg/L, and adsorbent dose of 0.35 g/L. In equilibrium, the Langmuir isotherm model was the best fit to the
experimental data for the kinetics study, the adsorption process developed the pseudo-second-order model. According to the results, nanosheet had
high adsorption capacity (286 mg/g) and can be considered as an acceptable adsorbent for the removal of ER from aqueous solutions.
Keywords: Porous magnetic graphene, Erythromycin, adsorption, kinetic.
Received: 3 March 2020

1.

Introduction

Drugs, such as antibiotics are non-biodegradable. They can maintain their structure in the aquatic environment
for a long time Erythromycin is one of the common types of antibiotics used for many infections. This antibiotic, like
Erythromycin, is included in a macrolide antibiotic, so it can be used as a substitute for penicillin for patients who
are allergic to beta-lactam antibiotics. Some antibiotics can’t be removed through conventional wastewater treatment
and they will reach surface water, groundwater and drinking water. Due to the necessity of eliminating antibiotics
in the environment, there are various methods for removing them by researchers that each has its advantages and
disadvantages [1]. Physical operations such as liquid phase extraction, adsorption, and membrane removal have been
used to remove antibiotics. Biological processes, chemical processes such as electrochemistry, sound waves, chemical
oxidation, and advanced oxidation have also been reported to be useful for antibiotic treatment. In physical methods,
pollutants are generally separated from sewage or polluted by a physical mechanism and no change in the chemical structure of the contaminant. Therefore, these methods are more suitable for condensation as a pre-purification
process [2].
Methods that are mainly effective in removing hormone and antibiotic compounds and, according to some evidence, other antibiotic compounds can be advanced techniques such as adsorption by activated carbon, reverse osmosis
and oxidation by chlorine. The adsorption methods are simple and practical and have no toxic by-products and are
low cost. One of them is Activated carbon that has high porosity and specific surface area and very high adsorption
capacity that is widely used to remove organic pollutants from polluted waters and wastewater [3]. Graphene is another adsorbent that used to completely remove antibiotics from aqueous solutions. It is a new adsorbent in wastewater
treatment [4]. In theory, it is not new, as it is the Fundamental structural building block of graphite and has been believed to occur for almost 100 years. Graphene sheets are made up of carbon atoms. On a graphene plate, each carbon
atom is bonded to the other three carbon atoms. These three links are on one plate and the angles between them are
equal to 120◦ . In this case, the carbon atoms are positioned to form a network of regular hexagons. The carbon-carbon
bond length in graphene is about 0.142 nm [5].
Graphene is differed from other conventional 2D materials and has different structural properties. It is a terrific
pure material that has unique and remarkable features due to it’s simple and orderly structure (rising from the tight
arrangement of carbon atoms), which can each make a significant revolution in the various fields of science and
industry. Graphene is known as a transparent and flexible material [6]. Among the adsorbents, because of their easily
of separation, magnetic adsorbents are more common. Therefore, the combination of nanotechnology and magnetic
separation together has helped dramatically the complete elimination of antibiotics [7].
There are various methods of producing graphene. Such as reduction of graphene oxide [8, 9], thermal decomposition of 6HSiC single crystal [10], chemical exfoliation, chemical vapor deposition (CVD), and other chemical
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synthesis [11]. In this investigation, porous magnetic graphene (PMG) synthesized naturally by using lignocellulosic
biowastes such as banana peel, in addition to being a simple and cost-effective and straightforward, also introduces
a little pollution into the environment. Then, the adsorption efficiency of as synthesized graphene were evaluated by
removal of Erythromycin from synthetic wastewater. The parameters of solution pH, temperature, adsorbent dosage,
and primary concentration of Erythromycin which affect the omission process were explored.

2.
2.1.

Experimental
Materials

The Banana peel was used as a precursor for synthesis of graphene. Ferric chloride hexahydrate (FeCl3 .6H2 OMerck), Sodium acetate (C2 H3 NaO2 -Merck), Potassium hydroxide( KOH-Merck), Ethylene glycol (C2 H6 O2 -Merck),
and Ethanol (C2 H5 OH-Merck) were used in the synthesis of PMG. Erythromycin (C37 H67 NO13 ) used in the current
study was purchased from sigma.
2.2.

Synthesis of graphene

For the preparation of graphene, Banana peels were first crushed and then have been washed well to remove
pollutants. Then they were dried in an oven at 70 ◦ C. To obtain the uniform particle size, it has been milled and passed
from the sieve 10 g of the dried material was carbonated in a muffle furnace at a temperature of 600 ◦ C with a rate of
10 ◦ C min−1 with the attendance of argon gas for 1 hour. 5 g of carbonized sample was mixed with 25 g KOH (1:5
ratio) and stirred for 1 hour on a magnetic stirrer. Then it will dry for 24 hours (at 110 ◦ C). To get the graphene, the
activated sample was moved to the furnace and heated at 900 ◦ C for 2 hours at a temperature rate of 10 ◦ C min−1 .
Then, the sample will cool in the presence of argon gas flow. To remove extant potassium, sample was leach with
distilled water until the pH of the washed water became 6 to 7. Finally, the sample was dried in an oven at 110 ◦ C for
24 hours. The pictorial representation of the procurement of graphene is given in Fig. 1.

F IG . 1. Process of graphene preparation
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Synthesis of PMG

Graphene (0.5 g) was exfoliated in 70 ml ethyleneglycol (EG) for 3 h using ultrasonic. Ferric chloride hexahydrate
(1/5 g) and sodium acetate (3 g) was added to the above mixture and stirred at 500 rpm for 30 minutes. Next the
mixture was transferred into a 100 mL Teflon-lined stainless-steel autoclave and kept at 200 ◦ C for 10 h. The sample
was washed with distilled water and ethanol (4 to 6 steps), and finally were vacuumed at 60 ◦ C for 6 h until complete
drying [12].
3.

Characterization methods

G and PMG samples were defined by X-ray diffraction (XRD) measurements using a Philips X’PERT MPD. The
Fourier Transform Infrared spectroscopy (FTIR) of the samples was obtain using a Shimadzu FT-IR spectrophotometer
in the range of 400–4000 cm−1 . The measurement and preparation method is KBr Pellet Method. VSM measurements
were carried out by using a Vibrating Sample Magnetometer (Meghnatis Daghigh Kavir Co. Kashan, Iran). Raman
spectra were taken with Raman Spectrometer Teksan P50C0R. Raman spectrometers use LASER wavelengths of 533
and 633 nm during characterizing Graphene. Specific surface area values of samples were calculated by the BrunauerEmmett-Teller (BET) method. The morphology and microstructure of the samples were observed using a scanning
electron microscope (SEM) (LEO 1455 VP, Cambridge, U.K.). Atomic force microscope (AFM) image was taken by
AFM- Park Scientific CP-Research model (VEECO).
4.
4.1.

Result and discussion
Characterization of the adsorbent

AFM is a powerful tool for measuring sample thickness. The height profile of the synthesized G sheet from
banana peels is presented in AFM images of Fig. 2. From AFM cross-section analysis, it can be observed that the
synthesized graphene possesses thickness in the range of 1 to 2.8 nm [13].

F IG . 2. The AFM images of graphene and its cross-section analysis
Raman spectroscopy is one of the most potent experiments to identify carbon derivatives such as graphene. Raman
spectroscopy is an effective method to show the properties of single and multilayer graphene. Graphene structure can
be determined by examining the location and intensity of the peaks. The Raman spectrum obtained from the graphene
was shown in Fig. 3.
The Raman spectrum shows a fundamental vibrational band in the range between 1300–1700 cm−1 . The two
significant groups are introduced as G and 2D bands. Besides, a third band will also appear if there is a defect
in the carbon network in the graphene (D band). The 2D band of the Raman spectrum has been more sensitive to
graphene sheets accumulation [14]. The 2D band position of the graphene monolayer is 2670 cm−1 , whereas for
I2D
several graphene layers (containing 2-4 layers), the 2D band position shifts to larger numbers. The proportion of
IG
for single-layer graphene without defects will be 1/6-2. In this study, 2D band at 2619 cm−1 , indicating the presence
of two- and three-layer graphene sheets in the as-synthesized graphene [15, 16].
The outcomes of the FTIR spectrum of synthesized graphene and PMG nanocomposite are shown in Fig. 4. The
functional groups -OH (at nearly 3436 cm−1 ), C-H (between 2848–2923cm−1 ) C=C (about 1535 cm−1 ), and C-O-C
groups (about 1050 cm−1 ) perceived on the surface for both graphene and magnetic graphene. FTIR spectrum of
Magnetic graphene gives new bands at 593 cm−1 , which can be attribute to Fe-O bond and provides the witness with
successful procurement of magnetic graphene [17, 18].
SEM is predominantly used to study the morphology of the synthesized sample and to interpret the results of the
synthesis on a micron or nanometer scale. Fig. 5(a) shows the synthesized graphene. The SEM image of graphene
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F IG . 3. Raman spectrum from the synthesized graphene

F IG . 4. The FTIR spectrum of synthesized graphene and magnetic graphene
illustrates the few layered structure. Fig. 5(b) shows spherical Fe3 O4 nanoparticles that are well located on graphene
layers and have relatively uniform sizes between 50 and 100 nm [19].

F IG . 5. SEM images of the graphene (a) and magnetic graphene(b)
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One of the most critical methods for accurately measuring the total area of porous samples is the BET method,
which is based on the adsorption of individual molecular species in the gas state on their surface. From Fig. 6, the
significant consequence of the activation parameters in the progression of the porosity by N2 isotherms shows a type
I isotherm for N2 adsorption on graphene according to the IUPAC classification. It indicates the characteristic of a
mainly microporous material. The BJH (Barrett, Joyner, and Halenda) and MP (Microporisity Plot) diagrams showed
that the graphene and PMG synthesized mostly contained micro-spherical structures (Fig.7). The percentage of microcavity structures in graphene was 96% and for magnetic graphene 87%. In previous studies, the theoretical specific
surface area of graphene has been expressed as approximately 2630 m2 g−1 . The specific surface area of synthesized
graphene is obtained at 2317.5 m2 g−1 and is very close to the theoretical value. In addition to the specific surface area
of synthesized graphene, other features such as micropore volume (Vmic ), mesopore volume (Vmes ), total volume
(Vtotal ) and cavity radius (R) are given in Table 1. The results show that both graphene and porous magnetic graphene
mainly comprise microporous structures [11].

F IG . 6. Nitrogen Adsorption-desorption isotherm of graphene and PMG

F IG . 7. Pore size distribution of graphene and PMG by using MP and BJH method
4.2.

Adsorption experiments

The ER adsorption virtues of PMG were studying at initial pH values between 3 and 9 (Fig. 8). When the pH
value is 3, the adsorption capacity of PMG is high. At pH higher than 3 the ER molecule has been negative charge
and its tendency to adsorb onto adsorbent has been decreased. The optimal pH value was considered to be 5. In
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TABLE 1. Structural properties of the graphene and PMG
Sample
Graphene
Magnetic Graphene

SBET , m2 g−1
2317.5
1905.5

Vmic , cm3 g−1
1.23
1.05

Vmes , cm3 g−1
0.05
0.14

Vtotal , cm3 g−1
1.28
1.19

R, nm
1.29
1.29

this pH range, the percentage of antibiotic removal was 55%, respective [20]. The effect of reaction time is shown
in Fig. 8(a). In the present study, as the contact time increased, the adsorption capacity was increased due to the
increased probability of the antibiotic molecule being used to adsorb surface. The adsorption of antibiotic was very
rapid in the early minutes and decreased rapidly over time, which may be due to the filling of the adsorbent pores or
the problematic access of the antibiotic molecules to the active sites on the adsorbent surface. The rapid adsorption
of antibiotics at the initial contact time can be assigned to the high surface area of PMG. The equilibrium contact
time of the antibiotic adsorption was 30 minutes, with the elimination rate at this time being approximately 83% for
Erythromycin (Fig. 8(b)). [21]. The results of adsorbent dosage on the removal percentage and equilibrium adsorption
capacity of the antibiotic molecules studied are presented in Fig. 8(c). As shown in the figure, the percentage of ER
removal increased from 32 to 85 as the adsorbent increased. The optimum dose of adsorbent was 35 mg/L. As shown
in Fig. 2(d), with increasing concentration, the equilibrium adsorption capacity for ER increased. The maximum
absorption capacity of Erythromycin was 286 mg/g at 200 mg/L ER concentration. The results show, as the initial
concentration of the contaminant increased, the adsorption efficiency decreased [22].

F IG . 8. (a) Effect of pH on the removal of ER by using adsorbent dosage =20 mg, initial concentration =50 mg/L, at 25◦ , (b) Effect of contact time on the removal of ER by using pH=3, adsorbent
dosage =30 mg, initial concentration 50 mg/L, at 25◦ , (c) Effect of adsorbent dosage of PMG on the
removal of ER by using pH=3, initial concentration 50 mg/L, at 25◦ , (d) Effect of the initial concentration of ER on removal efficiency and equilibrium adsorption capacity by using pH=3, adsorbent
dosage =30 mg, at 25◦
4.3.

Adsorption kinetics

To discern the dynamics of the adsorption reaction, data can be explained by the adsorption kinetics. In the
current study, to obtain these purposes, the Pseudo-first-order (Eq.1) and pseudo-second-order (Eq.2) kinetics model
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were investigated. According to the achieved results, the mean correlation coefficient (R2 ) in the 2-nd order kinetic
model was higher than that of the 1st-order kinetic model. Consequently, the experimental data demonstrate that the
adsorption of ER on PMG fitted well the 2nd-order kinetic model (Fig. 9(a,b)):
log(qe − qt ) = log qe −

k1
t
2.303

(1)

t
t
1
+
=
qt
k2 qe2
qe

(2)

F IG . 9. Adsorption kinetics of ER onto PMG: (a) pseudo-first-order, (b) pseudo-second-order model
The relevant kinetic parameters calculatedand are listed in Table 2. The results show that the calculated adsorption
capacity (qe2 ) of the pseudo-second order model for ER absorption is closer to the experimental adsorption capacity
[23, 24].
TABLE 2. Kinetic parameters for pseudo-first-order and pseudo-second-order
ER
Pseudo-first-order
−1
Concentration(mg/L) qexp
(mg/g)
k
(min
) qe1 (mg/g)
R2
1
e
25
77.24
0.109
15.98
0.8712
50
138.80
0.143
36.75
0.9394
75
187.01
0.065
42.74
0.9113
100
210.46
0.045
18.57
0.6571
150
272.44
0.059
26.41
0.7758
200
310.44
0.065
10.42
0.6785

4.4.

Pseudo-second-order
k2 (g mg−1 min−1 ) qe2 (mg/g)
0.031
77.52
0.001
129.87
0.005
188.67
0.011
212.77
0.010
270.27
0.034
312.52

R2
0.9999
0.9999
0.9999
0.9999
0.9999
0.9999

Adsorption isotherms

To study the adsorbate distribution over solid/liquid boundaries, the adsorption isotherm is the basic tool [25] In
the current study, commonadsorption isotherm models such as Langmuir, Freundlich and Sips were used to obtain
detailed information about the interactions between the surface of the PMG and ER. The equations of these models
are 3, 4 and 5 Equations:
qm + bCe
qe =
(3)
1 + bCe
qe = kf Ce1/n

(4)

QL KL Cens
qe =
1 + ks Cens

(5)

Synthesis of porous graphene nanocomposite and its excellent adsorption behavior...

221

where, Ce and qe represent the equilibrium concentration in the soluble (mg/l) and solid (mg/g), qm showed maximum adsorption capacity (mg/g) and b, n and k parameters are isotherms constants Fig. 10 demonstrates the plots of
adsorption isotherm models and isotherm parameters are shown in Table 3 [26].

F IG . 10. Adsorption isotherms of ER onto PMG
By comparing the correlation coefficients among isotherm models, it was found that the Langmuir isotherm could
describe the experimental data better than the other models. This result showed that the process is homogeneous and
monolayer adsorption [27].
TABLE 3. Langmuir, Freundlich and SIPS adsorption isotherm fitting parameters of ER on PMG
Adsorption isotherm Parameter Value
qm
534
Langmuir
b(l.mg)
0.0005
KF
13.03
Freundlich
n
1.65
qm
561
Sips
Ks
0.0062
n
1.03

4.5.

R2
0.9973
0.9798

0.7291

Conclusions

The primary objective of this study was to synthesize high-quality graphene from the banana peel with low chemical consumption For better separation from aqueous solution, porous magnetic graphene was synthesized. Then, it was
confirmed by AFM, Raman, FTIR, SEM, and BET analyses Based on the morphological results, the porous surface
was confirmedand it is demonstrated that suggested adsorbent has the ability to remove antibiotic. The optimum condition was provided at pH of 3, contact time of 30 min, and the adsorbent dose of 0.35 g/L. Also, the results exposed
that the Langmuir isotherm and pseudosecond-order kinetics model better describes the adsorption of Erythromycin.
According to the results, PMG nanoparticle adsorbent can be considered as an acceptable absorbent for the removal
of antibiotics from aqueous solutions.
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