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Abstract: Under the scope of this study, graphene sheets were produced with different graphite 

precursors by electrochemical exfoliation technique as an environmentally friendly approach. 

Pure graphite and pencil core with different grade were used as a precursor material (working 

electrode). A Pt wire and Ag/AgCl were used as counter and reference electrode, respectively. 

Electrodes were immersed into H2SO4 electrolyte solution. The resultant electrochemically 

exfoliated graphene sheets (EGS) were dispersed in N,N-dimethylformamide (DMF) by sonication 

at low power for 10 min. Structural analysis of as obtained EGS were performed by Fourier 

Transform Infrared (FTIR) spectroscopy, Raman spectroscopy, and X-Ray Diffraction (XRD) 

spectroscopy. Microscopic structure of the pre- and post-production of graphite and as obtained 

graphene sheets were investigated by Field Emission Scanning Electron Microscopy (FE-SEM). 

The purity of the graphene sheets was identified qualitatively by Electron Diffraction 

spectroscopy (EDS). 
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INTRODUCTION 

 

Nanostructured materials, as compared with bulk materials, are seen to exhibit improved 

performance (1). One of the most unique products of nanotechnology is graphene. Graphene is an 

emerging class of ultrathin carbon membrane materials with high electrical and thermal 

conductivity, specific surface area, elasticity, and chemical stability. 

 

Graphene is an only one atom-thick, mono-layered, and 2 dimensional sp2 carbon lattice. It has 

exceptional properties, such as elastic modulus of up to 1 TPa, electrical conductivity of up to 104 

S/cm and surface area of over 2500 m2/g. These superior physicochemical properties have inspired 

applications in electronics (2), conductive composites (3), catalysis (4), photovoltaics (5), energy 

storage (6), and biology (7,8). 

 

The number of the methods that can be used to obtain graphene is limited. These methods can be 

sorted as Chemical Vapor Deposition (CVD) (9), ultrasonic exfoliation of graphite (10), epitaxial 

growth on nonconductive surfaces (11), Hummers (12) and electrochemical exfoliation of graphite 

(13-15). Of these, the most widely used is Hummers method. In this method, primarily, graphite is 

oxidized to the graphene oxide then it is reduced to the graphene sheets. However, this method 

requires large volumes of chemicals, also intermediate processes take too much time. 

 

Electrochemical method is another approach for the exfoliation of graphite. Compared to the other 

methods, it is more controllable and causes less defect. In suitable electrolytes, graphite electrodes 

were intercalated to give graphene intercalation compounds by adjusting the driving potential, and 

then exfoliated by solvent decomposition directly during electrochemical treatment (16). This study 

will also contribute to the production of cheap graphene in the literature. 

 

MATERIALS AND METHODS 

 

Environmentally benign production of graphene was achieved through the electrochemical 

exfoliation by using different graphite sources. Pure graphite rods and pencil leads with different 

hardnesses were used as graphite sources and also the working electrode. Platinum wire and 

Ag/AgCl electrode were used as counter and reference electrode, respectively. All electrodes were 

immersed to the 0,1 M H2SO4 solution which was the electrolyte in this study. 5 V electrical potential 

was applied for 10 minutes to the electrolytic cell. Thus obtained graphene sheets were filtered and 

washed then ultrasonically dispersed in N,N-dimethylformamide. A few drops of the dispersion were 

dried on a glass substrate for characterization. 
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For the structural analysis of the synthesized graphene sheets, Fourier Transform Infrared (FTIR) 

Spectroscopy, Raman Spectroscopy and X-Ray Diffraction (XRD) Spectroscopy were utilized. FTIR 

measurement was performed using a Perkin Elmer Spectrum Two spectrometer. XRD spectrometer 

(Rigaku D/Max 2200) equipped with graphite monochromatized Cu Kα radiation (λ=1.5406 Å). The 

operation voltage and current were 40 kV and 40 mA, respectively. The diffracted intensities were 

recorded from 10° to 50°, 2θ angles. The morphological characterizations were performed by 

scanning electron microscopes (field emission FE-SEM: FEI Quanta FEG 450 and SEM: JEOL JSM-

6060 LV). 

 

RESULTS AND DISCUSSION 

 

Graphene sheets were primarily analyzed by XRD. Figure 1 shows XRD patterns of the as produced 

graphene powder and graphite rod. The peak at around 2θ=26,6° belongs to the (002) diffraction 

(17). This peak was derived from repetitive interlayer structure of graphite. However, it disappeared 

at graphene pattern due to the intercalation of graphite structure. Disappearance of this peak 

showed that graphite has decomposed to the graphene sheets. Also, similar XRD patterns obtained 

for the pencil core before and after the exfoliation.  

 

Figure 1: XRD patterns of graphite and graphene 
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Figure 2: FE-SEM images of the graphene sheets. 

 

FE-SEM images of the graphene sheets, produced from graphite rod and pencil core by 

electrochemical exfoliation, were shown in Figures 2, 3, and 4. Figure 2 A and B show the block 

type morphology of the graphite rod and pencil core, respectively, before electrochemical exfoliation.  

 

Interlayers of the graphene can be seen in Figure 3 very clearly. In addition, a few layered graphene 

sheet was shown in Figure 4. As seen on the figures, the production of a few layered graphene was 

proved to be successful. 

 

Figure 3: FE-SEM images of graphene interlayers (200000 x). 
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Figure 4: FE-SEM images of a few layered graphene sheet. 

 

Molecular structures of working electrodes and as produced graphene sheets were examined by 

attenuated total reflection (ATR-FTIR). Pencil core used as graphite source was compared with pure 

graphite rod. FTIR spectra of the both are very similar. However, there are some different bands in 

pencil core spectrum due to clay and wax, which are mixed and immersed into pencil during the 

production. 

 

Figure 5 shows the FTIR spectra of pencil core and pure graphene. The spectrum of the pencil core 

exhibits absorption bands at 2954, 2921, 2855 cm-1 representing the symmetric and asymmetric 

CH, CH2, CH3 stretching modes. 1376 and 1459 cm-1 bands corresponding to the CH2 and CH3 

deformations. The band at around 1640 cm-1 originates from the presence of C≡C bonds (18). Also 

the peak around 1700 cm-1 indicates the C-O derivatives and caused by the wax existing in pencil 

core content. Bands around 1100 cm-1 can be assigned to the Si-O derivatives in the clay which is 

a component of pencil core. We observed that the components of the pencil core, like clay and wax, 

have no negative effect on the production of graphene. 
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Figure 5: FTIR spectra of pencil core and pure graphene. 

 

The absence of C-O and –OH derivatives in the FTIR spectrum of graphene confirms the low 

oxidation degree of the graphene sheets. 

 

The presence of graphene, number of graphene layers, defects on graphene sheets and crystallinity 

can be determined influentially by Raman spectroscopy. There are three significant bands in the 

Raman spectrum: D (defect) band, G (vibrations of sp2 carbon atoms on graphene layer), and 2D 

(second harmonic of the D band) band. Also Dʹ band can be observed as a shoulder on G band. D 

and Dʹ bands are relevant with presence of structural defects on graphene and graphite. The ID/IG 

ratio is often used to determine the quality of the graphene. 

 

In the Raman spectrum of the electrochemically exfoliated graphene (Figure 6), ~2710 and ~1586 

cm-1 bands correspond to the 2D and G bands, respectively. Also defect D band was observed at 

~1348 cm-1. Intensity ratio of D and G bands (ID/IG) is 0,54. This value is much lower than that of 

thermally (1,5) and chemically (1,2) reduced graphene (19-20). 
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Figure 6: Raman spectra of graphite and graphene. 

 

CONCLUSIONS 

 

In this work, we evaluated the utilization of electrochemically exfoliated graphene from pencil core 

and pure graphite. A simple, greener, rapid, and cost-effective electrochemical method for the 

synthesis of GO and GNs from pencil is demonstrated at room temperature is achieved. The 

prepared graphene nanosheets was characterized by FE-SEM, XRD, FTIR, and Raman spectroscopy 

and these confirmed the formation of a few layered graphene nanosheets with fewer defects. 

Moreover, due to the simplicity of this method for the synthesis of graphene nanosheets, it may find 

promising applications in more areas. 
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Abstract: In this study, acetic acid adsorption equilibrium and kinetics of 13X synthetic zeolite 

from aqueous solutions at 25, 35 and 45 °C were investigated. 13X particles (particle diameter 

in the range of 75150 m) were contacted with different initial acetic acid cocentrations in 

aqueous phases (0.23 wt. %) at constant temperature in a batch reactor. Acetic acid 

concentrations of the liquid samples taken from the adsorption mixtures at specific time intervals 

were measured by titration with NaOH solution and the time required for the system to reach 

equilibrium and acetic acid amounts adsorbed at equilibrium were determined. The experimental 

adsorption kinetics data was best represented by the pseudo-second order model and the model 

parameters were calculated. The experimental equilibrium data was fitted to the Sips model and 

the model parameters were calculated. Adsorption thermodynamic parameters (standard Gibbs 

free energy change, enthalpy change, and entropy change of adsorption) were determined. The 

acetic acid-saturated adsorbent was regenerated by two methods in order to evaluate its 

reusability. Adsorption of acetic acid on 13X led to appearance of new bands in at 1390, 1472 

and 1593 cm-1 in the transmittance infrared spectrum which were assigned to the acetate ions. 

Regeneration of the acetic acid-saturated 13X in deionized water at 45 °C led to loss in intensities 

of these bands indicating dissolution of the weakly adsorbed species associated with these bands. 

After heating at 300 °C, the bands at 1472 and 1593 cm-1 disappeared whereas 1390 cm-1 band 

remained and a very weak shoulder band appeared at 1720 cm-1. 
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INTRODUCTION 

 

Acetic acid is one of the most important chemicals in the chemical industry and belongs to the 

top 50 chemicals in amount produced (1). Acetic acid is used in the manufacture of vinyl acetate, 

acetic anhydride, acetate esters, monochloroacetic acid, and as a solvent in the production of 

dimethyl terephthalate and terephthalic acid (2). Worldwide acetic acid production between 2009 

and 2014 had grown by an average of 3–4% per year, while world acetic acid capacity had grown 

by an average of 4% per year. In 2010 world capacity exceeded 12 million tons/year (2). On an 

industrial scale acetic acid is produced via the petrochemical route: Carbonylation of methanol, 

liquid-phase oxidation of hydrocarbons, and oxidation of acetaldehyde (3). By 2012 ca. 90% of 

acetic acid is manufactured by low-pressure methanol carbonylation technologies (2). In this 

process, methanol and carbon monoxide are reacted in the liquid phase, with some water to 

keep the catalyst in solution. After the reaction, a distillation column is employed to remove 

methanol, water and carbon monoxide (4). 

 

Gradual depletion of petroleum reserves, increasing prices of petrochemical feedstocks as well 

as environmental concerns have led to a search for alternative carboxylic acid production 

methods such as fermentation of biomass, forestry residues, municipal wastes, and other 

byproducts (5, 6). The acetic acid produced by fermentation is in dilute aqueous solutions, 

usually lower than 5 wt. % (7), so that its purification involves separation of acetic acid from a 

large quantity of water. The cost of such separation accounts more than half of the total 

production cost (8). 

 

The increasing demand for acetic acid has led to an increase in the acetic acid amount in the 

industrial wastewaters. Acids in wastewater are classified as priority pollutants and they must 

be recycled, diluted or treated chemically and then degraded biologically. European countries 

require neutralization or biological degradation of these waste streams (2).  

 

Acetic acid concentrations in the waste streams and fermentation broths are usually lower than 

5 wt. % (9-12). Separation of carboxylic acids from aqueous solution is necessary in 

petrochemical manufacture, fermentation, and the environmentally and economically important 

recovery from waste streams (13). The selection of an acetic acid separation method depends 

on the economics. The conventional industrial method of carboxylic acid separation from the 

fermentation broth is precipitation using calcium hydroxide. However this separation process 

requires large amounts of sulfuric acid and generates solid waste in the form of calcium sulfate. 

Conventional distillation is energy-intensive due to the small differences in the volatilities of 

water and acetic acid. This separation process is economically viable provided that the acetic 

acid is highly concentrated (1, 14, 15) at concentrations exceeding 70 wt. % (3). 
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For separation of acetic acid from the dilute solutions, various other methods have been 

investigated in recent years including solvent extraction (16), reactive extraction (10, 17-20), 

pervaporation (14, 21-34) and electrodialysis (35-38). However most of these methods have 

drawbacks such as high capital costs, low efficiency, complexity of operation, high chemical and 

energy consumption as well as adverse environmental impact (39, 40).  

 

Adsorptive separations can provide a viable option for separation of acetic acid from the dilute 

aqueous solutions (41). The adsorption process allows flexibility in terms of both design and 

operation. After adsorption, the adsorbent should be easily regenerated, thereby resulting in 

significant cost savings. Activated carbons (15, 41-48), basic polymeric adsorbents (42, 45, 49-

51), ion exchangers (17, 52), silica gel (53), clays (54, 55), and carbon nanotubes (56) were 

investigated as adsorbents for removal of acetic acid from the dilute aqueous solutions. Synthetic 

zeolites (55, 57-60) and metal organic frameworks (61) are other adsorbents tested recently for 

the adsorptive separation of acetic acid/water.  

  

Pervaporation has attracted increasing attention as an effective and energy-efficient technique 

for the separation of azeotrope or close-boiling liquid mixtures (62-65). Zeolite membranes have 

advantages over polymer membranes due to their better chemical and thermal stability. In 

general, hydrophilic zeolite membranes have been used for dehydration of organic solvents (66-

68), while hydrophobic zeolite membranes have been used for separation of organics from water 

(14, 27, 66, 69, 70). Zeolite membranes have examined for separation of acetic acid-water 

mixtures by pervaporation (14, 22, 26, 29, 34).  

 

An energy-efficient cyclic process has been patented for the simultaneous removal and recovery 

of acetic acid from water by concentration swing adsorption based on activated carbon 

adsorbent. In this process the more adsorbable component is acetic acid, the less adsorbable 

component is water, and the desorbent liquid is acetone (15). 

 

The design and optimization of such a cyclic adsorptive separation process require determination 

of the adsorption equilibrium and kinetic parameters. Furthermore, the ideal adsorbent should 

have high adsorption capacity and selectivity, and be low-cost, easy to handle, environmentally 

neutral, non-toxic, and easy to regenerate. 

 

In the present study equilibrium and kinetics of adsorption of acetic acid on 13X was studied. 

Several adsorption equilibrium and kinetic models were used to correlate the experimental data. 

From the adsorption equilibrium studies at 25, 35 and 45C, the thermodynamic parameters 

were determined. Two different regeneration methods were employed in order to test the 

reusability of the adsorbent.  
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MATERIALS AND METHODS 

 

Materials 

Commercial synthetic zeolite 13X (Sigma-Aldrich, 3.2 mm pellets, Si/Al=1.2) was used as the 

adsorbent in the present study. The extrudates were ground in a mortar and sieved to particle 

diameter of 75150 m. Prior to the adsorption of acetic acid, these particles were activated in 

a static oven at 320 °C for 24 hours. 

 

Experimental procedure 

The stock solution of acetic acid (Carlo Erba, glacial, %99.5100.5) was prepared by using 

distilled water. The solutions which were used in the adsorption kinetic and equilibrium 

experiments with the initial acetic acid concentrations in the range of 0.030.54 mol/L 

(0.173.25 wt. %) were prepared by diluting the stock solution. Two grams of 13X were 

contacted with 100 mL of acetic acid solutions of different initial concentrations in a thermostatic 

water bath at 25, 35 and 45C at a shaking speed of 150 rpm. The samples which were taken 

from the supernatant at specific times were titrated with 0.05 M aqueous NaOH solution in order 

to determine the acetic acid concentration in the solution. The amount of acetic acid adsorbed 

was calculated as follows:  

 

 
m
VCC

q to
t




      (Eq. 1) 

 

where qt is the amount of acetic acid adsorbed at the specified time, Co is the initial acetic acid 

concentration of the solution, Ct is the acetic acid concentration in the solution at the specified 

time, V is the volume of the solution, and m is the adsorbent mass. 

 

Regeneration of the adsorbent is a critical step as it influences the overall economy of the 

process. In order to test regenerability of the adsorbent, the 13X particles were saturated with 

acetic acid, then washed with distilled water and dried in a static oven at 60 °C overnight. One 

gram of these particles was then contacted with 50 mL of distilled water in the thermostatic 

water bath at 45 °C. The samples which were taken at specific time intervals were titrated with 

a NaOH solution in order to determine the amount of acetic acid desorbed. As another 

regeneration method, the acetic acid-saturated 13X particles were kept in a static oven at 300 

°C for 24 hours and were used in acetic acid adsorption at 25 °C again.  

 

Adsorption Kinetics  

During adsorption of acetic acid molecules in 13X, the acid molecules were first transferred from 

the bulk solution to the external film surrounding the adsorbent particle (through the interparticle 

pores), then through the external film and through the intraparticle pores. Then sorption occured 
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at the adsorption sites by chemisorption or ion exchange or physisorption. The rate of sorption 

might be controlled by the slowest mass transfer step.  

 

In order to investigate the mechanism of adsorption of acetic acid in the 13X particles, the 

pseudo-first-order (71), pseudo-second-order (72) and intraparticle diffusion (73) models were 

employed. The model equations are given in Table 1.  

 

Table 1: Adsorption kinetic models employed to the experimental kinetic data for acetic acid 

adsorption in 13X. 

Model Equation  
Eqn. 
number 

Pseudo first-order    tkqqq ete 303.2
loglog 1  (Eq. 2) 

Pseudo second-order  t
qqkq

t

eet

11
2

2

  (Eq. 3) 

Intraparticle diffusion  ctkq it   (Eq. 4) 

 

In these equations qt and qe are the amounts of acetic acid adsorbed at time t and equilibrium, 

respectively, k1 is the pseudo-first-order rate constant for the adsorption process, k2 is the 

pseudo-second-order rate constant for the adsorption process, ki is the intraparticle diffusion 

constant, and c is the thickness of the boundary layer formed between the adsorbate molecules 

and the adsorbent surface. 

 

The goodness of fit was evaluated based on the linearity of the log(qe-qt) versus t, t/qt versus t 

and qt versus t0.5 plots for the pseudo first-order, pseudo second-order and intraparticle diffusion 

models, respectively. 

 

Adsorption Equilibrium 

Adsorption equilibrium isotherm describes how the adsorbate molecules distribute between the 

liquid and the solid phases at equilibrium.  

 

Two-parameter (Langmuir, Freundlich, Temkin, Dubinin–Radushkevich models), and three-

parameter (Redlich–Peterson, Toth, Sips models) adsorption equilibrium models were employed 

to describe the acetic acid adsorption kinetics in 13X in the present study. The model equations 

are given in Table 2.  
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Table 2: Adsorption equilibrium models 

Model Equation Eq. no. 

Langmuir 

eL

eLm
e CK

CKqq



1

 (Eq. 5) 

Freundlich Fn
eFe CKq /1  (Eq. 6) 

Temkin  eTe CK
b
Tq lnR

  (Eq. 7) 

Dubinin-Radushkevich (D-R)  2exp DRDRme Kqq 
 (Eq. 8) 

Redlich-Peterson (R-P)  g
eRP

eRP
e Ca

CKq



1

 (Eq. 9) 

Sips (Langmuir–Freundlich) 
 
  s

s

n
es

n
esm

e
Ca
Caqq 1

1

1
  (Eq. 

101) 

Toth    TT
nn

eT

eTm
e

Ca

Caqq 1
1

  
(Eq. 11) 

 

In these equations, Ce is the concentration of acetic acid in solution at equilibrium, qm is the 

saturation adsorption capacity, qmDR is the D–R model constant related to the degree of 

adsorption by the adsorbent under the optimized experimental conditions, KL is the Langmuir 

model adsorption equilibrium constant related to the adsorption energy, KF is the Freundlich 

model constant related to the adsorption capacity, nF is the Freundlich model constant related 

to the adsorption intensity, b is the Temkin model constant related to heat of adsorption, KT is 

the Temkin model equilibrium binding constant corresponding to the maximum binding energy, 

KDR is the Dubinin-Radushkevich model adsorption equilibrium constant related to the adsorption 

energy,  is the Polanyi potential, KRP is the Redlich-Peterson model adsorption equilibrium 

constant, aRP is the Redlich-Peterson model affinity consant, g is the Redlich-Peterson model 

exponent (Redlich-Peterson model reduces to the Langmuir isotherm for g=1), as is the Sips 

model affinity consant, ns is the Sips model parameter characterizing the system heterogeneity, 

aT is the Toth model affinity consant, nT is the Toth model parameter characterizing the system 

heterogeneity, R is the gas constant, and T is the absolute temperature. 

 

The equations for the adsorption equilibrium models given in Table 2 were fitted to the 

experimental data using the Generalized Reduced Gradient (GRG) nonlinear regression 

algorithm of Excel Solver. The model parameters minimizing the sum of the squares of the errors 

(SSE) were calculated. The SSE values for the model fittings were calculated as follows: 

 

 2expe,modele,  qqSSE                         (Eq. 12) 
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where qe,model and qe,exp are the calculated and experimentally measured adsorbate 

concentrations at equilibrium, respectively. 

 

Fourier Transform Infrared Spectroscopy (FTIR) 

The 13X zeolite was characterized before and after activation, acetic acid adsorption, 

regeneration in deionized water at 45 °C and heating at 300 °C successive to the saturation with 

acetic acid by used transmittance FTIR spectroscopy. The samples were prepared using the 

standard KBr pellet method (sample/KBr weight ratio of 1/200). The sample-KBr mixtures were 

ground together in an agate mortar and pelletized under 10 tons pressure by a hydraulic press. 

The spectra were recorded in the region of 400–4000 cm-1 at room temperature after 128 scans 

at 2 cm-1 resolution using a spectrometer (Spectrum II, Perkin Elmer). For all the spectra, the 

baseline correction was performed. 

 

RESULTS and DISCUSSION  

 

Adsorption Kinetics 

From the experimental adsorption kinetics data shown in Figure 1, it was concluded that the 

equilibrium has been reached within the first 240 minutes. The acetic acid removal efficiency (%) 

is calculated by following equation: 

 

100efficiency removal % 



o

eo

C
CC                                (Eq. 13) 
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Figure 1: Variation of the amount of acetic acid adsorbed in 13X with time for different initial 

acetic acid concentratons at (a) 25C, (b) 35C and (c) 45C. 

 

The acetic acid removal efficiency of the 13X zeolite decreased with the initial acetic acid 

concentrations but was not affected remarkably by the adsorption temperature as seen in Figure 

2.  

 

The values of the kinetic parameters (qe, k1, k2, ki, and c) and the regression coefficients (r2) 

were determined from the intercepts and slopes of the linear plots using the corresponding 

kinetic model equations in Table 1.  

 

The regression coefficients (r2) calculated form the pseudo-first and pseudo-second order models 

are given in Table 3. The correlation coefficients calculated for the pseudo-second order kinetic 

model fitting are significantly higher than those obtained for the pseudo-first order kinetic model 

for the whole acetic acid concentrations and temperatures indicating that the experimental 

adsorption kinetic data can be represented by the pseudo-second-order kinetic model. This 

revealed that the adsorption rate is controlled by a chemical reaction between the 13X surface 

and acetic acid molecules involving valency forces through sharing or exchange of electrons 

between sorbent and sorbate (72). 
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Figure 2: Variation of the acetic acid removal efficiency with the initial acetic acid 

concentration at 25, 35 and 45C. 

 

Table 3: Comparison of the regression coefficients for linearized pseudo-first and pseudo-

second order kinetic models at various initial concentrations and temperatures. 

Co (mol/L) 

25C 35C 45C 

Pseudo-

first 

order 

Pseudo-

second 

order 

Pseudo-

first 

order 

Pseudo-

second 

order 

Pseudo-

first 

order 

Pseudo- 

second 

order 

0.54 0.875 1.000 0.830 1.000 0.754 0.993 

0.27 0.826 1.000 0.904 0.997 0.552 1.000 

0.14 0.954 1.000 0.885 0.999 0.956 1.000 

0.07 0.920 1.000 0.908 0.999 0.967 0.999 

0.03 0.507 1.000 0.878 1.000 0.925 1.000 

 

 

Figure 3: t/qt versus t plots for adsorption at (a) 25C, (b) 35C and (c) 45C. 

 

The values qe and k2 calculated from the linear plots of t/qt versus t shown in Figure 3 are 

presented in Table 4. The calculated qe values obtained from this model were in excellent 

agreement with the experimental ones. The model represented the experimental data fairly well 

in the whole concentration and temperature range of interest in the present study. 

 

The pseudo-second order kinetic rate constant (k2) values  were found to decrease while the 

equilibrium adsorption capacities (qe) increased with the increasing initial acetic acid 

concentration. The equilibrium sorption capacity (qe) did not change significantly with the 
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temperature at the low initial acetic acid concentrations while it decreased with the increasing 

temperature at the higher initial acetic acid concentrations. This suggested that the acetic acid 

adsorption in 13X zeolite is favored at low temperatures and high initial acetic acid 

concentrations. 

 

Table 4: Pseudo second-order model parameters. 
T (°C) Co (mol/L) k2 (g/mmolmin) qe (mmol/g) 

25 0.54 0.079 6.42 

 0.28 0.073 5.39 

 0.14 0.259 4.33 

 0.07 0.235 2.74 

 0.03 3.281 1.22 

35 0.54 0.066 5.99 

 0.27 0.023 5.27 

 0.14 0.112 4.25 

 0.07 0.145 2.63 

 0.03 0.577 1.11 

45 0.52 0.019 5.54 

 0.27 0.087 5.06 

 0.15 0.479 4.30 

 0.08 0.430 2.81 

 0.03 2.783 1.11 

 

From the qt versus t0.5 plots drawn according to the intraparticle diffusion model (for 35C shown 

in Figure 4), it was found that all the plots exhibited three linear regions involved in adsorption 

of acetic acid in 13X zeolite. The initial linear region where the adsorbed amount of acetic acid 

increased rapidly corresponds to the adsorption on the external surface of the 13X particles. The 

linear regions at later times where the adsorption occurs at a gradual rate represent adsorption 

of the adsorbate molecules in the adsorbent particles (in mesopores between the zeolite crystals 

and within the crystals) (73). 

 

None of these plots passed through the origin (c is not equal to zero) implying that the 

intraparticle diffusion was not the only rate-controlling step in the adsorption of acetic acid in 

13X (73). The ki and c values calculated respectively from the slopes and intercepts of the linear 

portions together with the regression coefficients (r2) for adsorption at 35C are given in Table 

5. The ki values (rate of adsorption) at the later period of the adsorption were lower than those 

at the beginning of the adsorption due to decrease in the mass transfer rate due to the low acetic 

acid concentration left in the solution, i.e. lower driving force. The values of c decreased with 

the decreasing initial acetic acid concentration.  
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Figure 4: qt versus t0.5 plots for the acetic acid adsorption at 35 °C. 

 

Table 5: Intraparticle diffusion control model parameters for the acetic acid adsorption at 

35°C. 
Co (mol/L) r2 ki (mmol/gmin0.5) c 

 1st linear region 

0.54 0.911 0.373 3.414 

0.27 0.997 0.573 2.570 

0.14 0.892 0.635 1.684 

0.07 0.952 0.541 0.554 

0.03 0.978 0.185 0.329 

 2nd linear region 

0.54 0.992 0.225 4.192 

0.27 0.878 0.102 3.530 

0.14 0.957 0.062 3.546 

0.07 0.971 0.035 2.182 

0.03 0.949 0.088 0.618 

 3rd linear region 

0.54 0.771 0.020 5.600 

0.27 0.989 0.015 4.937 

0.14 0.767 0.007 4.106 

0.07 0.109 0.001 2.602 

0.03 0.650 0.003 1.057 

 

Adsorption Equilibrium  

The values of the model parameters and SSE for the adsorption equilibrium models are given in 

Table 6. Considering these SSE values given in Table 6, it is evident that the experimental 

equilibrium data can be represented better by the three-parameter models (R-P, Sips and Toth 

models) than by the two-parameter models (Langmuir, Freundlich, Temkin and D-R models). 

The SSE values for the Sips model were the lowest among those for the equilibrium models 
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fitted. Thus it was concluded that the experimental adsorption equilibrium data can be 

represented best with the Sips model.  

 

Table 6: Adsorption equilibrium model parametres and SSE values for the fitted equilibrium 

models. 
Model Parameter 25°C 35°C 45°C 

Langmuir qm 6.319 5.916 5.402 

 KL 47.316 61.926 73.708 

 SSE 0.750 0.343 0.217 

Freundlich  KF 8.30 7.89 7.15 

 nF 3.82 3.99 4.33 

 SSE 0.43 0.77 0.93 

Temkin  b 2.567 2.723 3.157 

 KT 1533.3 1520.1 1999.5 

 SSE 0.201 0.071 0.179 

Dubinin-Radushkevich  qmDR 6.265   

 KDR 0.0069   

 SSE 0.334 0.031 0.291 

Redlich-Peterson  KRP 1154.7 702.6 654.6 

 aRP 150.6 102.7 108.8 

 g 0.811 0.876 0.912 

 SSE 0.106 0.042 0.093 

Sips qm 8.68 6.92 5.97 

 as 15.91 37.98 56.93 

 ns 1.90 1.53 1.41 

 SSE 0.061 0.012 0.022 

Toth qm 11.112 7.485 6.222 

 aT 507.0 186.3 175.1 

 nT 0.311 0.491 0.580 

 SSE 0.068 0.015 0.038 

 

Fitting of the Sips model to the experimental adsorption isotherms at 25, 35 and 45C are shown 

in Figure 5. It can also be seen that the amount of acetic acid adsorbed at equilibrium decreased 

with the increasing adsorption temperature.  
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Figure 5: Experimental adsorption equilibrium data and the Sips model fittings. 

 

The Sips model parameter characterizing the system’s heterogeneity (74) was found to decrease 

with the increasing temperature suggesting that the system is "apparently" less heterogeneous 

at higher temperatures. However, this does not point to what is the source of the heterogeneity, 

whether it is the adsorbent structural property, the adsorbent energetical property or the sorbate 

property (74). 

 

The temperature dependence of the Sips model adsorption affinity constant (as) has the following 

form (74): 

 

 TQaa ss Rexp                (Eq. 14) 

 

where as is the affinity constant at infinite temperature and Q is the adsorption heat. 

  

From the linear plot of lnas versus 1/T (Figure 6) (r2=0.965), the adsorption heat (Q) and aswere 

calculated as 50.40 kJ/mol and 1.161010 L/mol, respectively. The calculated Q corresponds to 

the isosteric heat at the fractional loading of 0.5 (74). 

 

Zhang and co-workers stated that the experimental acetic acid adsorption isotherms for 13X 

pellets (Si/Al<3) can be represented by the Freundlich model and determined the model 

parameters as KF=1.20 mmol/g and nF=2.66 at 25C. The amount of acetic acid adsorbed 

increased with the initial acetic acid concentration and temperature (endothermic adsorption). 

The monolayer acetic acid adsorption capacity of was calculated as 6.38, 6.75 and 7.11 mmol/g 

at 25, 35 and 45C, respectively, by the Langmuir model (60). The same research group had 

found that the adsorbed amount of acetic acid decreased with increasing temperature, indicating 

that acetic acid adsorption on UiO-66 was exothermic. The monolayer acetic acid adsorption 

capacity of the MOF was calculated as 4.50 and 4.73 at 25 and 45C, respectively (61). The 

monolayer acetic acid adsorption capacity of 13X used in the present study at 25C (6.32 
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mmol/g) was shown to be in good agreement with that reported for the 13X pellets (Si/Al<3) 

(6.38 mmol/g) (60), and higher than those of 330 resin (0.53 mmol/g) (75), activated carbon 

(0.92 mmol/g) (48), multiwall carbon nanotube (0.09 mmol/g) (56) and UiO-66 (4.50 mmol/g) 

(61). 

 

 

Figure 6: Temperature dependence of the Sips model parameter as. 

 

Langmuir model constant, KL, indicates the affinity for the binding of acetic acid. A dimensionless 

constant, commonly known as dimensionless separation factor (RL) can be represented as (76): 

 

oL
L CK
R



1

1
              (Eq. 15) 

 

The RL value indicates whether the adsorption is unfavorable (RL>1), linear (RL=1), favorable 

(0<RL<1) or irreversible (RL=0) (77). In the present study, the RL values were found to vary 

within the range of 0.026–0.434 indicating the favorable adsorption. The RL values decreased as 

the temperature and initial acetic acid concentration increased (Figure 7). 

 

Although it was found in the present study that the experimental adsorption equilibrium data 

can be represented by the Sips model better, the monolayer adsorption capacity (qm) calculated 

from the Langmuir model fitting was used to calculate the specific surface area (S) of the 13X 

as follows:  

 

mAa qNAS                                                     (Eq. 16) 

 

where NA is Avogadro’s number and Aa is the cross-sectional area of the adsorbate molecule. 

Assuming that the acid molecules are adsorbed vertically, with the alipatic chain up and the 

carboxyl group down attached to the adsorbent surface, the cross-sectional area of a straight-

chain acid was taken to be about 2110-20 m2 (78). From the monolayer adsorption capacities 
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were calculated from the Langmuir model fitting, the average specific surface area of the 13X 

was calculated as 745 m2/g. This value fell in the range of the reported BET surface areas (500–

800 m2/g) measured with N2 adsorption data at -196 C for X and Y type zeolites (79). 

 

 

Figure 7: Separation factor as a function of the initial acetic acid concentration and 

temperature. 

 

The Dubinin–Radushkevich (D-R) model, given in Table 2 by Eqn.(8), is a semi-empirical model 

which is originally developed for sub-critical vapors in microporous solids, where the adsorption 

process follows a pore filling mechanism onto an energetically non-uniform surface (80). D–R 

model is rarely applied to liquid-phase adsorption due to the complexities associated with other 

factors such as pH and ionic equilibria inherent in these systems. Additionally, the solute-solvent 

interactions often render the bulk solution non-ideal. However the model was applied to 

adsorption from liquid phase using 13X zeolite in the literature (81-84). In this model the Polanyi 

potential () is expressed by the equation below; 

 











eC
T 11lnR

               (Eq. 17) 

 

The experimental data and the D-R model fittings plotted using the model parameters given in 

Table 6 were shown in Figure 8. Even though only one value of the characteristic energy was 

used in the fitting of the experimental data at three temperatures, the fit is very good (r2=0.993) 

demonstrating the effectiveness of this model in describing the experimental data for acetic acid 

adsorption in 13X.  
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Figure 8: Experimental characteristic curve and the D-R model fitting. 

 

The D-R model adsorption equilibrium constant KDR is related to the mean free energy of transfer 

of one mole of solute from infinity in solution to the adsorbent surface as:  

 

DRK
E

2
1


                (Eq. 2) 

 

This parameter gives information about the adsorption mechanism: If the magnitude of E is 

between 8 and 16 kJ/mol the adsorption process follows by ion exchange, while the value below 

8 kJ/mol the adsorption process is of a physical nature (85). In the present study the calculated 

value of E  (8.51 kJ/mol) is slightly above 8 kJ/mol suggesting that the removal of acetic acid 

by 13X occurred by both physisorption and ion exchange mechanisms.  

 

The micropore volume of 13X pellets was calculated as 0.359 cm3/g using the saturation 

adsorption capacity corresponding to the D-R maximum pore volume (calculated from qmDR). 

This value is in good agreement with the pore volume of NaX (Si/Al=1.25) determined from the 

adsorption of different types of molecules including water, gases and hydrocarbon (0.25–0.36 

cm3/g) in the literature (86). 

 

Adsorption Thermodynamics 

The change in the standard Gibbs free energy of adsorption (G) can be expressed as: 

 

 KTKTGo  5.55lnRlnRΔ                    (Eq. 3) 

 

where K is the dimensionless equilibrium constant and 55.5 is the activity of water in solution. 

K was determined from Ce versus Ce/qe plots. Temperature dependence of the dimensionless 

adsorption equilibrium constant is given by the van’t Hoff equation,  
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T
HSK
oo

R
Δ

R
Δln                 (Eq. 4) 

 

where H is the standard enthalpy of adsorption and S is the standard entropy of adsorption. 

The values of H and S were calculated from the slope and intercept of the van’t Hoff plot 

shown in Figure 9, respectively. The values of G, H and S are given in Table 7. 

 

 

Figure 9: van’t Hoff plot(ln K versus 1/T) 

 

Table 7: Thermodynamic parameters. 

T (C) ΔG (kJ/mol) ΔH (kJ/mol) ΔS (J/mol/K) 

25 -19.52 
35 -20.86 

45 -22.00 

 

The negative G values indicated spontaneous adsorption of acetic acid on 13X zeolite. The 

values of G° decreased from -19.52 to -22.00 kJ/mol with increase in temperature from 25C 

to 45 °C indicating that the sorption of acetic acid was favorable at high temperatures. The 

positive ΔH° values designated that the sorption of acetic acid in 13X was endothermic. However, 

as previously stated and shown in Figure 5, the amount of acetic acid adsorbed at equilibrium 

decreased with the increasing temperature. The reason for this is that in the low acetic acid 

concentration range in which the dimensionless adsorption equilibrium constant (K’) was 

calculated the amount of acetic acid adsorbed at equilibrium increased with temperature. This 

indicates that the interaction between the acetic acid molecules and the 13X surface increased 

with temperature in the low acetic acid concentration range, while weaker interaction between 

the acetic acid and adsorbent than that between water and the adsorbent at high acetic acid 

concentration range (87). The positive values of entropy change (ΔS°) implied the increased 

randomness (degree of freedom of the system) at the solid-solute interface during adsorption, 

which may be caused by the restricted mobility of acetic acid on the surface of 13X particles 

compared with that of aqueous solution (88). 
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Regeneration of the Adsorbent  

In order to determine the reusability of the 13X adsorbent, a consecutive adsorption–desorption 

cycle was conducted. In the present study the 13X zeolite saturated with acetic acid (88) was 

regenerated using two different methods: shaking with distilled water at 45 °C (1 g of solid/100 

mL of water) and heating to 300 °C under static aereal atmosphere. The acetic acid-saturated 

13X did not desorb the acetic acid in distilled water at 45 °C as seen in Figure 10. From Figure 

11, it can be seen that the acetic acid adsorption capacity of the 13X particles at 25 °C after 

being regenerated at 300 °C has dropped to about half of that of the fresh 13X.  

 

 

Figure 10: Desorption kinetics of acetic acid at 45C in distilled water  

after the acetic acid adsorption at 25C. 

 

 

Figure 11: Acetic acid adsorption kinetics for the fresh and heated (at 300C) 13X  

after being saturated with acetic acid. 

 

For regeneration of the acetic acid loaded activated carbons and macroreticular styrene-

divinylbenzene adsorbents, methanol, methyl acetate, and acetone were suggested as suitable 

regeneration solvents (49). Lv and co-workers regenerated acetic acid-loaded ion exchange resin 

with 2 to 4 % NaOH solution efficiently without harming the resin (75). In another study, a 
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metal-organic framework (UiO-66) was washed with deionized water and ethanol, and reused in 

acetic acid adsorption. After three adsorption-desorption cycles, the adsorption capacity of UiO-

66 decreased by 7% without any deformation in the structure of UiO-66 (61). Ethanol was 

suggested as an adsorption-competitive solvent for the regeneration of the high-silica ZSM-5 

powder (58). In fixed-bed separation process by concentration swing adsorption where activated 

carbon was used as the adsorbent the bed was rinsed with acetone to displace acetic acid and 

water from the bed (15). However, these regeneration processes increase the operational cost 

and cause environmental pollution as they require use of chemicals. Acetic acid decomposes to 

form CO2 and methane or to form ketene and water above 440 °C (89, 90). However this 

temperature may harm the adsorbent concerning the regeneration temperature given by the 

producer (91). 

 

Fourier Transform Infrared Spectroscopy (FTIR) 

The strongest band in the spectrum of 13X was detected at 966 cm-1 with a shoulder at 1072 

cm-1. These bands are due to the asymmetric TO stretching vibrations (T: tetrahedral Si or Al 

atoms). The band at 467 cm-1 corresponds to the OTO angular deformation (T–O bending) 

vibrations. The bands at 697 and 746 cm-1 are due to symmetric OTO stretching vibrations 

and are attributed to internal tetrahedral stretch and external linkage symmetric stretch, 

respectively. 568 cm-1 band corresponds to the vibrations of the double rings (D6R rings). The 

bands at 966, 697 and 467 cm-1 are due to internal vibrations of the TO4 tetrahedron which is 

the primary unit of structure and which are not sensitive to structural variations. The bands at 

1072, 746 and 568 cm-1 are sensitive to the linkages between tetrahedra (external linkages) and 

the topology and mode of arrangement of the secondary units of structure. The band at 1656 

cm-1 is due to the angular deformation of HOH bonds (HOH bending mode of water molecule) 

(86). 

 

No significant changes neither in frequency nor in absorbance of the bands in the 400–1200 cm-

1 region was observed after the activation of 13X at 320 °C (Figure 12A, spectrum b). The 

changes in bands in the the O–H stretching region are discussed below.  

 

Upon adsorption of acetic acid from the solution with the initial acid concentration of 0.54 M at 

25 °C resulted in a shift of the 966 cm-1 band to 1059 cm-1 and 1072 cm-1 band to 1156 cm-1 

(Figure 12A, spectrum c). The frequency of 966 cm-1 band varies linearly with the number of 

aluminum atoms in the framework tetrahedral sites (86). Thus the shift of 966 cm-1 band to a 

higher frequency after the acetic acid adsorption indicated a decrease in the number of aluminum 

atoms in the framework tetrahedral sites. Dealumination of zeolites is partially due to action of 

proton. In acidic to neutral solutions, the protons in the solution can be adsorbed to the neutral 

and negative surface groups and thereby protonate them (proton binding). The formation of the 
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Al-OH2
+ surface complexes increases aluminum dissolution and consequently increases Al3+ 

hydrolysis (92). 

 

 

Figure 12: Absorbance IR spectra of 13X (A) 400–2000 cm-1 region and (B) 2000–4000 cm-1 

region. (a) before activation, (b) after activation, (c) after acetic acid adsorption at 25C 

(Co=0.54 M), (d) after desorption in deionized water at 45C and (e) after heating at 300C 

subsequent to the adsorption. 

 

Upon acetic acid adsorption, the bands at 467 cm-1 and 697 cm-1 lost intensity and the bands at 

568 and 746 cm-1 disappeared. As mentioned above, the bands at 997, 697 and 467 cm-1 are 

due to internal vibrations of the primary building units (TO4 tetrahedra) and are not sensitive to 

structural variations while the bands at 746 and 568 cm-1 are sensitive to the linkages between 

tetrahedra (external linkages). Thus it may be concluded that aluminum removal from the 

framework sites upon acid adsorption led to changes in the external vibrations (secondary 

structure, linkages between the tetrahedral units) but did not change the internal tetrahedral 

vibrations significantly. The perturbations observed can be associated to T–O bond length, T–O–

T and O–T–O angles (93, 94). The disappearance of the band at 568 cm-1 suggested that the 

external linkages were broken as a result of aluminum removal, i.e. that aluminum removal left 

“holes” in the framework. Moreover, the formation of holes or the replacement of Al atoms by H 

atoms involves changes in the frequencies and new bands or shoulders probably occur (95). 

These perturbations created a new shoulder band at 900 cm-1. 

 

Adsorption of acetic acid on 13X led to appearance of new bands in at 1390, 1472 and 1593 cm-

1. The intensities of these bands were low since the acetic acid adsorption was performed in a 

dilute acidic solution with low sorbent/solution ratio (2 g of sorbent/100 mL of solution). The 

bands in the region of 1550–1610 cm-1 and 1300–1420 cm-1 were assigned to carboxylate 

(carboxylic acid salt) while those in the 1700–1725 cm-1 region to carboxylic acid (96). The weak 

band at 1390 cm-1 can be attributed to asymmetric deformation vibration of CH3. The band at 
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1472 cm-1 and the shoulder at 1593 cm-1 may be assigned to the symmetric C–O stretching and 

asymmetric stretching vibrations of the COO- group, respectively (97, 98).  

 

Regeneration of the acetic acid-saturated 13X in deionized water at 45C was led to loss in 

intensities of the bands at 1390, 1472 and 1593 cm-1 (Figure 12A, spectrum d) indicating 

dissolution of the weakly adsorbed species were associated with these bands. Any significant 

change was observed in the intensity or frequency of the bands in the 400–1400 cm-1 spectral 

region.  

 

In the spectra which were taken after heating at 300 °C (Figure 12A, spectrum e), the intensities 

of the 467 and 697 cm-1 bands increased almost to their values in the spectrum for activated 

13X and the bands at 568 and 746 cm-1 reappeared in the spectrum. The main asymmetric 

stretching band at 1059 cm-1 was hifted back to 994 cm-1 and the asymmetric stretching band 

(detected as a shoulder in the spectrum of 13X at 1072 cm-1) disappeared. These indicated the 

reconstruction of the secondary building units. The bands at 1472 and 1593 cm-1 were 

disappeared whereas 1390 cm-1 band was remained and a very weak shoulder band was 

appeared at 1720 cm-1. In the literature the band at 1720 cm-1 was detected in the spectrum of 

acetic acid dissolved in CCl4 and assigned to the stretching vibrations of the C=O group (97, 99). 

 

Evacuation of acetic acid vapor adsorbed NaHY at 200 °C led to a decrease in the intensity of 

the typical bands of acetic acid (1690 and 1280 cm-1) and appearance of a doublet at 1580-1610 

cm-1 and a band at 1480 cm-1. These new bands were similar to those in the spectrum of sodium 

acetate. Evacuation at 300 °C resulted in a diminishing of the bands of unreacted acetic acid 

molecules, without any decrease of the intensity of acetate ion bands. This suggested that 

acetate ions formed in NaHY were stable until 300 °C (99). 

 

O-H stretching region 

In the O–H stretching region, a broad band in the 3000–3800 cm-1 region with maximum at 

3506 cm-1 and with a shoulder at 3288 cm-1 were detected in the spectra of 13X before activation 

(Figure 12B, spectrum a). The intensities of 3506 and 3288 cm-1 bands decreased slightly after 

the activation (Figure 12B, spectrum b). However after the activation since 13X was exposed to 

atmosphere during the preparation of the KBr pellets thereby adsorbed water vapor, it was not 

possible to resolve the peaks in the O–H stretching region due to presence of water clusters 

giving the broad band superimposing the O–H bands if present. 

 

The bands in this region are attributed to the OH bond stretching of the surface hydroxyl groups 

or OH stretching mode of the water molecules (100). Surface hydroxyl groups in zeolites 

originate from several sources: Acidic OH groups due to framework Al and other trivalent ions 

such as B, Ga, Fe, etc.; silanol groups (Si–OH) on the external surface and in the “nests” (defect 
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sites); OH groups attached to di- or tri-valent cations due to hydrolysis; OH groups from 

“dangling Al”; OH groups associated with non-framework aluminum species and OH groups of 

adsorbed water. The OH groups attached on the charge balancing ions formed via hydrolysis 

can also be observed (101). The theoretical structure of X-type zeolite does not include any OH 

groups. However cation deficient form of NaX may exhibit properties associated with hydroxyl 

groups due to partial hydrolysis of the Na+ cations and replacement by hydronium ions (86). 

 

For the activated NaX, presence of various bands in the 3000-3800 cm-1 range of the spectra 

was explained by the presence of several types of hydroxyl groups. The band at 3645 cm-1 was 

assigned to free acidic OH groups bridging Al and Si atoms, pointing towards the supercages 

(102, 103), while other types of acidic hydroxyls gave bands in the 3200-3600 cm-1 range (103). 

These bands were related to cation deficiencies of NaX due to the fact that exchangeable cations 

(e.g. Na+) were partially hydrolyzed during the preparation or the subsequent washing treatment 

(104).  

 

However in order to resolve the various OH groups, the adsorbed water must be removed so 

the sample must be activated in situ. In the present study NaX was in fully hydrated state since 

the acetic acid adsorption was studied in the aqueous solutions.  

 

Zeolites always adsorb water when they are exposed to the atmosphere due to their hydrophilic 

properties. The adsorbed water in zeolites can be present in the forms of free water, loosely 

coordinated water, tightly coordinated water and even water clusters (105). Infrared 

spectroscopic studies of water adsorption in faujasites revealed the existence of different 

structures of adsorption complexes depending on the water loading (106-110). The water-

bending vibration at 1640 cm-1 indicates the presence of adsorbed water in zeolites. Due to the 

hydrogen bonding of water with OH groups, the bands in the hydroxyl spectral region (3000–

4000 cm-1) are generally structureless and broad (101). Beta and co-workers reported a broad 

band at about 3400–3500 cm-1 with a shoulder at about 3180–3250 cm-1 in the diffuse 

reflectance infrared Fourier transform (DRIFT) spectra of the hydrated faujasites (including NaX). 

The latter was assigned to the collective in-phase OH stretching vibrations of hydrogen bonded 

aggregates consisting of a central water molecule and its nearest and higher neighbors. The 

band at about 3400–3500 cm-1 was assigned to O-H stretchings of water molecules which are 

hydrogen bonded to framework oxygen (107).  

 

The intensity and width of the 3506 cm-1 band increased remarkably after the acetic acid 

adsorption (Figure 12B, spectrum c). Intensity of this band decreased after the rinsing in water 

without change in the width (Figure 12B, spectrum d). The intensity further declined and the 

band has become less broadened upon heating at 300 °C (Figure 12B, spectrum e). The band 

at 3506 cm-1 shifted to 3458 cm-1 after the acetic acid adsorption, to 3446 cm-1 after rinsing at 
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45 °C in water and to 3493 cm-1 after heating to 300 °C. Upon acetic acid adsorption, a weak 

band appeared at 2461 cm-1 and remained in the spectra after the rinsing of the acetic acid-

saturated 13X in distilled water and heating at 300 °C. A characteristic broad feature in the 

range 3300–2500 cm-1, that overlaps the CH stretching region, and with a secondary absorption 

close to 2600 cm-1, is observed for the hydrogen-bonded OH of most carboxylic acids. Other 

bands that are associated with the CO and OH components of the carboxylic acid tend to be 

less pronounced, and sometimes may be overlapped with other fingerprint absorptions of the 

molecule. These are located in the ranges 1320–1210 cm-1 (CO stretch) and 960–850 cm-1 

(hydrogen-bonded OH out-of-plane bending) (96). 

 

Formation of acetate ions in NaHY was explained by the following reaction (99): 

 

zeol–OH + HOOC–CH3  zeol–OH2
+ + -OOC–CH3   zeol+ + -OOC–CH3 + H2O 

 

Upon the adsorption of acetic acid vapor on NaHY at 200 °C resulted in the removal of first 3640 

cm-1 band (high frequency band, typical of Si–O1H–Al situated inside supercages) and then 3550 

cm-1 band (low frequency band, typical of Si–O3H–Al situated inside hexagonal prisms). However 

in the same study interaction of acetic acid vapor with Na+ ions in NaY did not result in any 

important variation of the spectrum of the acetic acid solution suggesting molecular adsorption 

of acetic acid in NaY. For NaY which usually does not contain SiOHAl groups, the acetate ions 

were actually not formed. A small number of acetate ions formed in NaY was related to the 

presence of very small amounts of extra framework Al species and/or a very small amount of 

SiOHAl formed by the hydrolysis of NaY (99). 

 

The shift of the 3506 cm-1 band to lower wavenumbers upon acetic acid adsorption and to higher 

wavenumbers upon heating at 300 °C can be explained by the increased and decreased strength 

of the water or acetic acid–framework oxygen hydrogen bonds, respectively. Beta and co-

workers observed a correlation between the position of the broad band at about 3400–3500 cm-

1 (assigned to OH stretchings of water molecules hydrogen bonded to framework oxygen) and 

the basicity of framework oxygen atoms of NaX. The frequency of this band decreased with 

decreasing water loading suggesting formation of more strongly bonded water-cation clusters 

as a significant number of water molecules was removed (107). 

 

The surface of the framework of 13X is essentially oxygen atoms, whereas Si and Al are buried 

or recessed in the tetrahedra of oxygen atoms. They therefore are not fully exposed and cannot 

be readily accessed by adsorbate molecules. Also, the anionic oxygen atoms are more abundant 

and are much more polarizable than the Al and Si cations (79). In 13X, the framework oxygen 

atoms which bear the negative charge of the lattice are considered as the structural basic sites. 

Basic sites on oxide surfaces may be constituted by surface OHs
- or Os

2- anions. Acids which 
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contain H-X functions are expected to undergo H-bonding interactions with basic surface sites 

(111): 

 

Os
2- + H–X   ⇆   Os

2-H–X 

 

For weak interactions, the H-bond characteristics are the same as in the case of basic probe 

molecules interacting with Brønsted acid sites. Therefore, frequency shifts of the H-X stretching 

mode in the H-bonded complex relative to the free acid molecule must be induced and line 

broadening and intensity enhancements must also occur (111). 

 

Thermogravimetric and IR spectroscopic studies of acetic acid adsorbed on faujasite-type 

zeolites for the characterization of the strength and catalytic behavior of base centres have been 

reported in the literature (97, 112, 113). Przystajko and co-workers determined distributions of 

base strengths using indicator techniques and infrared spectroscopic studies of acetic acid vapor 

adsorbed on faujasite-type zeolites. The infrared spectra in the region of wavenumbers below 

1200 cm-1 were also examined since removal of aluminum from the lattice is reflected by a shift 

of the bands in this region towards higher frequencies. The aluminum atoms removed from the 

lattice and present as extralattice aluminum can be present in the form of species contributing 

to sample basicity. It was shown that the lattice (AlO4)- tetrahedra or oxide anions of these 

tetrahedral (Lewis type basicity) played the role of base sites in the sodium forms of X and Y 

type zeolites (112). 

 

In the present study, the bands detected in the 1200–1800 cm-1 after the acetic acid adsorption 

indicated that adsorption of acetic acid in 13X resulted in formation of acetic acid ions (acetate, 

CH3COO-). For 13X which usually does not contain SiOHAl groups, formation of the acetate 

ions was not expected (99). However it was reported that NaX does not contain a total exchange 

cation equivalency due to partial hydrolysis of the Na+ cations and replacement by hydronium 

ions. This cation deficient form of NaX may exhibit properties associated with hydroxyl groups 

(86). Thus the formation of the acetate ions in 13X in the present study can be related to 

presence of extraframework Al species and/or SiOHAl formed by the hydrolysis of 13X (99). 

However it was not possible to follow the changes in the bands in the O–H stretching and H–O–

H bending regions upon the adsorption/desorption treatments performed since presence of water 

in 13X complicated interpretation of the bands in these regions. The broad band in the O–H 

stretching region of the hydrated 13X completely blanked out the spectral region.  

 

In the literature Zhang and co-workers did not reported obvious changes in the SEM micrographs 

and XRD patterns after interaction of 5 g of 13X zeolite (SiO2/Al2O3<3, in pellet and powder 

forms) with 100 mL of aqueous acetic acid solutions with the initial concentrations of 

0.0760.901 mol/L. The results verified that the 13X was stable when exposed to dilute acetic 
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acid solution (60). Considering the lower initial concentrations of the acetic acid solutions (0.028-

0.544 mol/L) and lower adsorbent/solution ratio (2 g/100 mL) in the present study it is expected 

that the 13X has chemical stability in the dilute acetic acid solutions.  

 

CONCLUSION 

 

It was shown that the kinetics of adsorption of acetic acid from diluted acetic acid solutions might 

be represented by the pseudo-second order model and the model parameters were determined. 

The adsorbed amount of acetic acid at equilibrium was decreased with the increasing adsorption 

temperature. The adsorption equilibrium data was best described by the Sips model and the 

model parameters were determined. The Sips model parameter characterizing the system 

heterogeneity was found to decrease with the increased temperature. From the temperature 

dependence of the Sips model adsorption affinity constant the isosteric heat at the fractional 

loading of 0.5 was calculated as 50.40 kJ/mol. The monolayer acetic acid adsorption capacity of 

13X at 25 °C was calculated as 6.32 mmol/g. The dimensionless separation factor values were 

found to vary within the range of 0.026–0.434 indicating the favorable adsorption. The negative 

G values indicated spontaneous adsorption of acetic acid on 13X zeolite. The positive ΔH° 

values designated that the sorption of acetic acid in 13X was endothermic. However, as 

previously stated, the amount of acetic acid adsorbed at equilibrium decreased with the 

increasing temperature. The reason for that in the low acetic acid concentration range in which 

the dimensionless adsorption equilibrium constant was calculated the amount of acetic acid 

adsorbed at equilibrium increased with temperature. The positive values of entropy change was 

implied the increased randomness (degree of freedom of the system) at the solid-solute interface 

during adsorption. FTIR studies were revealed that the acetic acid adsorption was resulted in 

formation of acetate ions. It was not possible desorb all the species formed by rinsing the acid-

saturated 13X in distilled water at 45C or by heating at 300C in air although removal of some 

species was observed by FTIR spectroscopy. 
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Abstract: The area of green chemistry which involves the synthesis of biodegradable polymers with 

better stabilizing properties is fast-developing. Starch biopolymer was citrate modified and 

converted to crystalline nanorods through green methods and was fully characterized using the 

fourier transform infrared spectroscopy (FTIR), scanning electron microscopy (SEM), transmission 

electron microscopy (TEM) and thermogravimetric analysis (TGA). The crystalline starch citrate 

showed better morphological and thermal stability properties than the ordinary and modified normal 

starch which has not been converted to nano form. The TGA result revealed a single step thermal 

degradation at 240 to 410 °C and percentage weight loss of about 89%. The SEM and TEM also 

confirmed the synthesis of rod-like or cylindrical nanoparticles with little or no aggregation. This 

property coupled with the thermal stability makes starch citrate nanoparticles a good stabilizer for 

nano and micro emulsions. 
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INTRODUCTION 

 

The most abundant forms of biodegradable polymer which include cellulose, starch, and chitin have 

become the major point of interest of researchers in the field of material chemistry (1). These 

biodegradable biopolymers which find diverse applications in medicine, pharmacy, chemistry and 

other major field of science are chosen because of their biocompatibility, biodegradability, and 

availability (2, 3). Polysaccharides are known to occupy a larger space in the world of biodegradable 

polymers and are well known for their versatility in sensing, drug delivery, tissue engineering 

applications (4) because of the recognition, stabilization and catalytic properties that they possess 

due to the presence of available hydroxyl groups that can interact with other organic and inorganic 

hydrophilic or hydrophobic groups in reaction media (5, 6). 

 

Starch occurs as a biodegradable, non-toxic, biocompatible semi-crystalline granule which is made 

up of about 70% branched amylopectin and about 30% linear amylase and it is one of the most 

available biopolymers in the universe with its application extent depending on the degree of 

modification and processing it has passed through (7). Processing operations like gelatinization, 

retro-gradation, gel formation and crystallization which modifies the internal bonding system and 

degree of substitution of starch tend to affect the quality and performance of starch for application 

in industrial sectors (8). Although, these hydrophilic properties inherent in starch biopolymers 

makes it difficult for the synthesis or growth of starch nanoparticles and there is therefore a need 

to either increase the hydrophobic content of starch by grafting it with hydrophobic addenda or by 

developing nano-precipitation techniques for synthesizing of hydrophilic starch nanoparticles in less 

toxic organic reagents (9).  

 

There are earlier reports on the synthesis of starch nanoparticles by a complex formation between 

starch and butanol but the significant loss in yield which plagues this method due to the hydrolytic 

process involved creates a major setback on the use of the technique (10, 11). Although a better 

method with almost 100 percent yield which involved a high pressure homogenization has been 

reported for corn starches but this method lacks reproducibility (12). The method which gave both 

high yield and reproducibility is the nano-precipitation technique which has already been successful 

for the synthesis of nano forms of poly (lactic acid) and poly (lactic-co-glycolic acid) and is also 

been recently used for the synthesis of starch nanoparticles (4). This nano-precipitation technique 

involves a simultaneous emulsification and diffusion technique is easy to scale up for industrial 

purposes and it gives avenue for starch nanoparticle size and shape control, stability and 

modification (13, 14). 
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Nanoemulsions are unstable colloidal dispersions in which at least one of the two immiscible liquids 

which form the dispersion has its diameter in the range of twenty to two hundred nanometers (15, 

16). These nanoemulsions with their oil phase homogenized into aqueous phase have a 

thermodynamic stability which depends on the nature and concentration of stabilizers and 

emulsifiers used. They are used to encapsulate poorly soluble drugs and food bioactives for safe 

delivery to the site of interests (17, 18). The citric acid treatment of ordinary starch or starch 

nanoparticles expands the application of starch biopolymers in the area of stabilization of nano or 

micro emulsions (19). Starch citrate which is generally regarded as a form of resistant starch, it 

does not swell and gelatinize in hot water conditions, hence it can be conveniently used as stabilizers 

and reinforcements in both cold and hot conditions (7, 20).  

 

The major improvement which citric acid modifications gives starch nanoparticles is that it improves 

their thermal stability and interfacial tension properties (1) for enhanced performance as good 

stabilizers or emulsifiers in any nano and micro emulsions produced either in cold or hot reaction 

conditions (21, 22). The citrate derivatives of starch can be used as structure-directing agents in 

synthesis of transition metal nanoparticles, directly compressible recipients in tablet formulations 

and heavy metal adsorbents in polluted or contaminated effluents (7). Hence, the purpose of this 

research is to synthesize starch nanoparticles with stable shapes and to modify with citric acid so 

as to improve their thermal, stabilization and emulsification properties in nano and micro emulsions. 

 

MATERIALS AND METHOD 

 

Water-soluble maize starch and citric acid were obtained from Sigma Aldrich, USA. All reagents 

used were of analytical grade and further purifications were not carried out. 

 

Synthesis of starch nanoparticles 

The method of Chin et al. was adopted and slightly modified. Starch nanoparticles were dissolved 

in NaOH/urea (NU) (0.8:1 wt %) solution mixture and introduced into excess absolute ethanol under 

controlled conditions. In general, 1 wt % native starch solution was prepared by dissolving native 

starch powder in the NaOH/urea solvent and adding 1 mL aliquot starch solution drop-wisely into 

10 mL absolute ethanol which was continuously stirred. The resulting mixture was then centrifuged 

and the supernatant was removed to obtain the regenerated starch nanoparticles, which were rinsed 

with absolute ethanol to remove NaOH and urea [15]. 

 

Citric acid treatment of starch nanoparticles 

Citric acid (5 g) and sodium hypophosphite (1 g) were dissolved in 6 mL of water and the starch 

nanoparticle was added to the citric acid solution and mixed vigorously with a glass rod. The mixture 
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was placed in an oven to dehydrate at 100 °C for 30 minutes to eradicate the surface moisture and 

form a stable citric acid coat on the starch nanoparticles. The oven temperature was increased to 

120 °C and the material was allowed to react further for 4 hours. The nano-starch citrate was 

slurried in water for 30 minutes and adjusted to pH 2 using acetic acid, then later filtered, washed 

with water and air-dried (7). 

 

RESULTS AND DISCUSSION 

 

This method uses the solubility difference and precipitation equilibria of starch-urea and starch-

ethanol complex to synthesize starch nanoparticles. The starch dissolves to produce a temporary 

starch-urea complex in the alkaline urea solution and is immediately precipitated in absolute ethanol 

as nanoparticles. 

 

FTIR Analyses 
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Figure 1: FTIR of starch, nano starch and starch citrate nanoparticles (from top to down) 

 

The transmittance peaks at 3470 cm-1, 2920 cm-1, and 2850 cm-1 represents the O-H, symmetric 

and asymmetric C-H groups respectively while the carbonyl functional group in the starch is shown 

at 1639 cm-1. The presence of the anhydroglucose glycosidic bond (C-O-C) is revealed at 914 cm-1 

while the peak at 1091 cm-1 confirms the C-O functional group. Several bending vibrations of the 

C-H group are seen at 1041, 875 and 711 cm-1. The presence of transmittance peaks of typical 

functional groups at reduced wavenumbers and the disappearance of some bands at the fingerprint 

region confirms the formation of starch nanoparticles (23). The reductions include 3470 to 3437 

cm-1 for hydroxyl functional group, 2920 to 2850 for C-H stretching vibrations, 2515 to 2359 cm-1 

for internal hydroxyl group vibrations, 1795 to 1737 for carbonyl group in starch to the synthesized 

nanostarch (15). Although some bending vibrations like 1384 to 1465 for C-H and 1217 to 1271 
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cm-1 for OH revealed a minimal increase in wavenumbers. The nanostarch citrate spectrum contain 

additional transmittance peaks at 1670 cm-1 for the C=O of polysaccharide esters, 3307 cm-1 for 

OH of citric acid and several bands for C-H wagging and scissoring which are as result of the citric 

acid treatment [20]. 

 

SEM and TEM Analyses 

 

Figure 2: SEM of (a) starch, (b) nano starch and (c) starch citrate nanoparticles. 

 

The scanning electron microscope (SEM) images of the starch shows a non-smooth surface in which 

a part appears concrete and the other parts appear broken. The surface of the starch appears tightly 

closed and no pores or gaps could be seen. After the size reduction to the nano level, the SEM shows 

an aggregate of starch nanoparticles, which looks disorderly arranged. The major difference this 

picture has with that of the normal starch is the presence of spaces in between these aggregated 

nanoparticles (13). The nanostarch citrate appears more rod like or cylindrical and shows little or 

no aggregation, this property coupled with its thermal stability makes it a good stabilizer in nano or 

micro emulsions of food, detergents and even paint products (21).  
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Figure 3: TEM of (a) nano starch and (b) starch citrate nanoparticles. 

The transmission electron images (TEM) further confirm the synthesis of starch nanoparticles and 

its aggregated form while the image for the citric acid treated form appear less conglomerated and 

rod-like. The reason for this less aggregation might be as a result of the overall negative charge 

that develops from the surface citrate charges which also tend to stabilize and reduce agglomeration 

of these nanoparticles by electron-electron repulsion charge effect (21). 

 

Figure 4: TGA of nano starch and starch citrate nanoparticles. 

 

In Figure 4 above, the effect of citric acid treatment on thermal stability of nanostarch was 

investigated by thermogravimetric analysis. From the TGA curve, a single-step thermal degradation 

was observed from 180 to 400 °C for the nano starch with about 93% weight loss. However, the 

nanostarch citrate showed better thermal stability with its single step thermal degradation observed 

at 240 to 410 °C and percentage weight loss of about 89% (24). The Tmax which is the temperature 

when maximum weight loss occurs in the thermal degradation of these starch biopolymers can also 
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be read from the TGA curves - 280°C for the nanostarch and 310°C for the nanostarch citrate (19). 

The improvement in the thermal stability can be assigned to the O-H substitution by citrate groups 

after the citric acid treatment. 

 

CONCLUSION 

 

The derivatization of starch and its applications was well explained in this paper. Although pectins 

are already been used as stabilizers, starch nanorods are new biopolymers which finds applications 

in emulsion stabilization. They are thermodynamically stable and have good morphological structure 

which fits this purpose. 
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