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Abstract: Banana peels (Musa paradisiaca L.) was modified into calcium alginate beads via entrapment, were used as biosorbent 
for the removal of arsenic (III) in aqueous solution. The extent of arsenic (III) removal capacity was tested by the material by 
varying the solution parameters such as effect of pH, biosorbent dose concentration, initial arsenic (III) concentration, contact 
time, temperature and agitation rate. Desorption efficiency of banana peels modified into calcium alginate beads was highest for 
sulphuric acid followed by hydrochloric acid and nitric acid. The biosorption process followed pseudo-second-order kinetics and 
biosorption data were best fitted to linearly transformed Langmuir isotherm with correlation coefficient of R2= 0.9951. 
Maximum biosorption capacity calculated from Langmuir isotherm was found to be 52.083 mg g-1. The thermodynamic study 
confirmed that reaction of biosorption of arsenic (III) was spontaneous, endothermic and increasing randomness of the solid 
solution interfaces. The results indicating that calcium alginate beads have better biosorption properties than other naturally-
occurring materials like algae, flower wastes and minerals like zeolite and bentonite. This study demonstrated that alginate 
beads are good candidates for a fast and efficient removal of arsenic (III) from aqueous solution. 
Keywords: Arsenic (III), banana peels (Musa paradisiaca L.), calcium alginate beads, adsorption isotherm, adsorption kinetics, 
thermodynamic study. 

I. INTRODUCTION 
One of the most challenging environmental problems today is the removal of heavy metals and other toxic contaminants from 
industrial wastewater. Many aquatic environments face metal concentrations that exceed water quality limits designed to protect the 
environment, animals, and humans [1]. Metals hazardous to humans include lead, cadmium, mercury, arsenic, copper, zinc, and 
chromium. Arsenic is carcinogenic metal. Cadmium can cause bone and kidney damage. Copper and lead can cause brain and bone 
damage [2]. 
Arsenic (As) is a component of many industrial raw materials, products and wastes. Elevated levels of arsenic in drinking water 
have been implicated in human diseases and mortality [3]. Chronic exposure to arsenic causes neurological and haematological 
toxicity [4]. Arsenic impacts the major organs and is a potential carcinogen [5-7]. The most common arsenic species observed in the 
environment are the trivalent form arsenite As (III) and pentavalent form arsenate As (V) in which As (III) is more toxic than As 
(V) [8]. Because arsenic readily changes valence state and reacts to form species with varying toxicity and mobility, effective 
treatment of arsenic can be challenging. 
Removal of arsenic (III) contaminated water has thus become a major environmental issue. Several approaches for metal-treatment 
wastewater have been described including chemical and surface chemistry processes. Sensitive operating conditions, low efficiency, 
and production of secondary sludge demanding additional expensive disposal are inherent limitations in the application of these 
methods [9-11]. These short comings, together with the need for more economical and efficient technique for removal of metal from 
wastewater, have focused interest towards other techniques. One such option is biosorption that is based binding ability of certain 
types of biomass with metals even from very dilute aqueous solution [12]. The adsorption technique can operate over wide range of 
pH and temperature exhibiting high efficiency, economic feasibility along with less chemical and biological sludge, therefore find 
niche in potential metal treatment technologies [13].  
The Powdered form provides some difficulties associated with separation of biomass after biosorption, mass loss after regeneration 
and small particle size which make it difficult to use in column applications. Therefore, modification of raw biomass can improve 
the sorption capacity. The modification can be achieved by physical processes, chemical processes, and chemical entrapment of the 
biomass to form membranes, beads, pellets or granular biosorbents [14]. Alginate has been applied in preparation of beads for 
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biosorption. The idea is entrap the biomass and prevent its loss while substrates and products are allowed to pass through the 
support material [15]. Alginate is a polyelectrolyte material commonly present in gel form. It possesses properties such as a 
relatively inert aqueous environment, encapsulation process free of solvents, ability to control the porosity with single coating, 
procedures to make a favorable matrix for entrapment of organic and inorganic compounds. 
In the present research work, banana peels (Musa paradisiaca L.) is an agro-industrial based waste material belongs to the family 
Scitaminaceae and sub-family Musaceae and these materials have the potential to sequester heavy metals from solutions. The 
present research describes the increased utilization and efficiency of banana peels (Musa paradisiaca L.) biomass when modified 
into calcium alginate beads for the biosorption of arsenic (III) from wastewater. Optimum biosorption conditions were determined 
as a function of solution pH, biosorbent dose concentration, initial concentration of arsenic (III), contact time, temperature and 
agitation rate. Adsorption isotherms model and kinetics models was employed to understand the probable biosorption mechanism. 
Thermodynamic studies were also carrying out to estimate the standard free change (ΔG0), enthalpy change (ΔH0) and entropy 
change (ΔS0).  

II. MATERIALS AND METHODS 
Proposed study will be carried out in following steps: 

A. Chemical and reagent 
All the chemicals and reagents used were of analytical reagent (AR) grade. Double distilled water will be used for all experimental 
work including the preparation of arsenic (III) standard solution. The arsenic (III) standard solution was prepared by using their 
respective compounds. The desired pH of the metal solution was adjusted with the help of dilute hydrochloric acid and dilutesodium 
hydroxide. 

B. Preparation of arsenic (III) standard solution 
The stock solution of 1000 ppm of arsenic (III) was prepared by dissolving 0.132 g of arsenic trioxide (As2O3) in 100 ml of double 
distilled water and further desired test solutions of arsenic (III) were prepared using appropriate subsequent dilutions of the stock 
solution. 

C. Preparation of biosorbent 
Fresh banana peels (Musa paradisiaca L.) were collected from domestic wastes, as its availability and transportation was easy. The 
peels were washed several times with tap water and followed by distilled water. The washed material then cut in to small pieces and 
banana peels was first dried, in sun light for 10 days and then in an oven at 500C.The moisture content was lost from it and the color 
change was observed from yellow to brownish black. The dried material was finely ground and screened through the sieves of cut 
size of 100-200 μm. The dried biosorbent powder was stored in air tight glass bottles to protect it from moisture. 

D. Modification of biosorbent 
2% solution of calcium chloride was prepared by dissolving 2.0 g anhydrous calcium chloride in 100ml distilled water. 0.5 g banana 
peels powder was mixed with 0.5 g sodium alginate powder and slurry was prepared by adding appropriate amount of distilled water 
with constant stirring to avoid the formation of lumps. This mixture was extruded as droplet in 2% solution of calcium chloride 
through a glass nozzle (1.0 cm length and 2.5-3 mm internal diameter) and the solution was stirred to avoid clumping of 
immobilized beads. Beads were formed of approximately 3-3.5 mm diameter. The beads were allow curing for 1 hour at 4oC in the 
same solution and then washed thoroughly with distilled water. After that it was stored in refrigerator for further use as biosorbent. 

E. Instrumentation 
The pH of the solution was measured by digital pH meter (EQUIP-TRONICS, model no. Eq-610) using a combined glass electrode. 
The concentration of arsenic (III) in the solution before and after equilibrium was determined by measuring absorbance using 
Inductively Coupled Plasma-Atomic Emission Spectroscopy (ICP-AES) technique. Biosorbent was characterized by Fourier 
Transform Infrared (FTIR), Scanning Electron Microscope (SEM) and X-ray diffraction (XRD).  
1) Characterization of biosorbent by Fourier Transform Infrared (FTIR) analysis: The Fourier Transform Infrared (FTIR) 

spectroscopy was used to identify the functional groups present in the biosorbent. The biomass samples were examined using 



International Journal for Research in Applied Science & Engineering Technology (IJRASET) 
                                                                                           ISSN: 2321-9653; IC Value: 45.98; SJ Impact Factor: 6.887 

   Volume 6 Issue III, March 2018- Available at www.ijraset.com 
     

 
3172 ©IJRASET (UGC Approved Journal): All Rights are Reserved 

 

FTIR spectrometer (model: FT/IR-4100 type A) within range of 400-4000 cm-1. All analysis was performed using KBr as back 
ground material. In order to form pellets, 0.02 g of biomass was mixed with 0.3 g KBr and pressed by applying pressure.  

2) Characterization of biosorbent by Scanning Electron Microscope (SEM) analysis: The Scanning Electron Microscope (SEM) 
was used to see the porosity of the biosorbent. The samples were covered with a thin layer of gold and an electron acceleration 
voltage of 10 KV was applied and then Scanning Electron Micrograph was recorded.  

3) Characterization of biosorbent by X-ray diffraction analysis (XRD) analysis: X-ray diffraction (XRD) was used for the 
qualitative and quantitative determination of solid samples of biosorbent. It works on the principle that X-ray diffraction pattern 
is unique for each sample. This pattern from XR-D was compared with a known compound and the chemical compound was 
identified. 
 

F. Experimental procedure 
The static (batch) method was employed at temperature (300C) to examine the biosorption of arsenic (III) by biosorbent. The 
method was used to determine the biosorption capacity, stability of biosorbent and optimum biosorption conditions. The parameters 
were studied by combining biosorbent with arsenic (III) solution in 250 ml separate reagent bottles. The reagent bottles were placed 
on a shaker with a constant speed and left to equilibrate. The samples were collected at predefined time intervals, centrifuged, the 
content was separated from the biosorbent by filtration, using Whatmann filter paper and amount of arsenic (III) in the 
supernatant/filtrate solutions was determined by Inductively Coupled Plasma-Atomic Emission Spectroscopy (ICP-AES). The 
following equation was used to compute the percent removal (% Adsorption) of arsenic (III) by the biosorbent,  

ܖܗܑܜܘܚܗܛ܌ۯ % = (ࢋ࡯ି࢏࡯)
࢏࡯

× ૚૙૙                                     (1) 

where Ci and Ce are the initial concentrations and equilibrium concentrations of the arsenic (III) in mg/L.  
The equilibrium adsorptive quantity (qe) was determined by the following equation, 

ࢋࢗ = (ࢋ࡯ି࢏࡯)
࢝

 × V                                                            (2) 
where qe (mg metal per g dry biosorbent) is the amount of arsenic (III) biosorbed, V (in liter) is the solution volume and w (in gram) 
is the amount of dry biosorbent used. 
 
G. Desorption study 
To evaluate desorption efficiency, arsenic (III) loaded biosorbent was dried after equilibrium sorption experiments. The dried 
biosorbent was contacted with 0.1 M nitric acid (HNO3), 0.1 M hydrochloric acid (HCl) and 0.1 sulphuric acid (H2SO4) separately 
for 3 hours to allow arsenic (III) to be release from biosorbent. The samples were separated from the biosorbents by filtration, using 
Whitman filter paper and amount of and arsenic (III) in the supernatant/filtrate solutions was determined by ICP-AES to find out 
desorption efficiency. Desorption efficiency was calculated from the amount of metal adsorbed on the biosorbent and the final metal 
concentration in the biosorption medium (equation 3). 
 

Desorption efficiency (%)  = ୰ୣ୪ୣୟୱୣୢ ୫ୣ୲ୟ୪ ୧୭୬ୱ ୧୬ ୫୥/୐
୧୬୧୲୧ୟ୪୪୷ ୟୢୱ୭୰ୠୣୢ ୫ୣ୲ୟ୪ ୧୭୬ୱ ୧୬ ୫୥/୐

× 100  (3) 

 
III. RESULTS AND DISCUSSION 

A. Characterization of biosorbent by Fourier Transform Infrared (FTIR) spectroscopy 
FTIR spectra of banana peels modified with calcium alginate, as seen in the figure unloaded biosorbent displays a number of 
biosorption peaks, reflecting the complex nature of biosorbent. The broad peak at 3440 cm-1 is the indicator of -OH and -NH groups. 
The peaks located at 1628 cm-1 are characteristics of carbonyl group. The presence of -OH group along with carbonyl group 
confirms the presence of carboxyl acid groups in the biosorbent.  The peaks observed at 1076 cm-1 are due to C-H and C-O bonds. 
The –OH, NH, carbonyl and carboxyl groups are important sorption sites. As compared to simple biosorbent, biosorbent loaded 
with arsenic (III) the broadening of -OH peak at 3440 cm-1 and carbonyl group peak at 1628 cm-1 was observed. This indicates the 
involvement of hydroxyl and carbonyl groups in the biosorption of arsenic (III) ions. 
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(a) 

 
(b) 

Figure 1: FTIR spectra (a) Biosorbent banana peels modified with calcium alginate (b) Biosorbent banana peels modified with 
calcium alginate loaded with arsenic (III) 

B. Characterization of biosorbent by Scanning Electron Microscope (SEM) analysis 
The surface characteristics, structure and particle size distribution of banana peels modified with calcium alginate before and after 
biosorption was examined using Scanning Electron Microscope (SEM). Banana peels modified with calcium alginate confirmed that 
they have large number of pores on the surface with cracks and crevices. The SEM clearly demonstrated that there is more 
uniformity after biosorption on metal ions in comparison to before biosorption. It was evident from the micrographs that the 
biosorbents presents an unequal structure before metal adsorbed. The number of canals in the biosorbents was higher in the initial 
case. The metal ions adsorbed on the cell wall matrix and created stronger cross linking and uniformity on the surface of 
biosorbents. 
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(a) 

 
(b) 

Figure 2:Scanning Electron Microscope (SEM) analysis (a) Biosorbent banana peels modified with calcium alginate (b) Biosorbent 
banana peels modified with calcium alginate loaded with arsenic (III) 

C. X-ray diffraction analysis (XRD) analysis 
X-ray diffraction is a non-destructive technique used to provide detailed information on the crystallographic structure of materials. 
This method offers several advantages e.g., non-destructive, high accuracy, capability to detect single crystals, polycrystalline or 
amorphous materials.The XRD profile of the banana peels modified with calcium alginate shows typical diffraction peaks. Broad 
peaks were obtained instead of sharp peaks indicating the sample was poorly crystalline. The XRD spectra of loaded arsenic (III) 
exhibit strong peaks at 2θ value 21.10º, 37.80º and 35.60º corresponding to 356.486, 183.627 and 169.521, respectively.   
In addition, several other low intensity peaks corresponding to other crystalline phases have also been observed. After biosorption of 
arsenic (III), the porous structures of the biosorbents decreased. These causes low intensity XRD peaks. Hence crystalline phases 
should have been reduced. XRD pattern of arsenic ions loaded plant materials shows the presence of phases of AlAsO4, As2O3, and 
As (OH)3 which indicates that arsenite are converted into the above species and finally get adsorbed over the surface of plant 
materials. 
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(a) 

 
(b) 

Figure 3:X-ray diffraction analysis (XR-D) study (a) Biosorbent banana peels modified with calcium alginate (b) Biosorbent banana 
peels modified with calcium alginateloaded with arsenic (III) 

D. Effect of pH 
Solution pH is an important monitoring parameter influencing the biosorption behaviour of biosorbate onto biosorbent surface due 
to its impact on both the surface binding-sites of the biosorbent and the metal ion solution.The amount of metal ion removed at 
equilibrium increases with increasing pH, up to pH 6.0. With further increase in pH, there is no significant increase in the amount of 
metal ion removed. Maximum removal is observed at pH 6.0 with percentage removal as shown in Figure 4. Hence, all further 
experiments were carried out at pH 6.0. But adsorption decreases when pH increases further. The minimum biosorption at low pH 
(< 2) may be due to the higher concentration and high mobility of H+. The H+ ions are preferentially adsorbed over metal ions. 
Solution pH would affect both aqueous chemistry and surface binding-sites of the banana peels. The amount of biosorption 
increases with increasing pH up to the point (>6) where the metals precipitate. 
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Figure 4:Effect of pH on arsenic (III) biosorption by banana peels modified with calcium alginate (Biosorbent dose concentration: 5 

g/L, arsenic (III) concentration: 10 mg/L, contact time: 150 minutes, temperature: 300C, agitation rate: 120 rpm) 

E. Effect of biosorbent dose concentration 
Effect of biosorbent dose of biosorption of metal ions which is an important parameter used to determine the capacity of biosorbent 
a given concentration of the biosorbate. The biosorption capacity of arsenic (III) onto banana peels modified with calcium alginate 
by varying biosorbent dose from 1.0 g/L to 15 g/L. Data obtained from the experiment in Figure 5. With increase in biosorbent dose 
from 1.0g/L to 5 g/L, the arsenic (III) removal efficiency increases from 88.86 to 93.32%. Increase in biosorption by increase in 
biosorbent dose is because of increase of ion exchange site ability, surface areas and the number of available biosorption sites. 
Further, increase in biosorbent dose did not significantly change the biosorption yield. This is due to the binding of almost all metal 
ions to the biosorbent surface and establishment of equilibrium between the metal ions on the biosorbent and in the solution.The 
biosorbent dose 5 g/L was chosen for all further studies [16]. 

 
Figure 5: Effect of biosorbent dose concentration on arsenic (III) biosorption by banana peels modified with calcium alginate (pH: 

6.0, arsenic (III)  concentration: 10 mg/L, contact time: 150 minutes, temperature: 300C, agitation rate: 120 rpm) 

F. Effect of initial arsenic (III) concentration 
The effect of initial arsenic (III) concentration from 5 mg/L-250 mg/L on the removal of arsenic (III) from aqueous solutions at 
biosorbent dose 5 g/L and at optimum pH 6 at 300C was studied. The percentage removal of metal ion decreases with increase in 
initial metal concentration and shows little decrease at higher concentrations from 92.06% to 80.25%.It is clear from the results that 
more than 60-90 % sorption of arsenic (III) took place in first 30 min and equilibrium is established 30 min. At higher 
concentrations, metals need to diffuse to the biosorbent surface by intra-particle diffusion and highly hydrolyzed ions will diffuse at 
a slower rate. This indicates the possible monolayer formation of arsenic (III) on the outer surface. 
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Figure 6:  Effect of arsenic (III) concentration on arsenic (III) biosorption by banana peels modified with calcium alginate (pH: 6.0, 

biosorbent dose concentration: 5 g/L, contact time: 150 minutes, temperature: 300C, agitation rate: 120 rpm) 

G. Effect of contact time 
In order to optimize the contact time for the maximum uptake of metals, contact time was varied between 10 minute-180 minute on 
the removal of arsenic (III) from aqueous solutions in the concentration of arsenic (III) 10 mg/L and biosorbent dose 10g/L at 
optimum pH 6.0 at 300C. The results obtained from the adsorption capacity of arsenic (III) onto banana peels modified with calcium 
alginateshowed that the biosorption increases with increase in contact time until it reached equilibrium. The optimum contact time 
for biosorption of arsenic (III) ions onto banana peels modified with calcium alginate was 150 minutes with 93.03% removal. The 
rapid uptake of arsenic (III) is due to the availability of ample active sites for sorption. A further increase in the contact time has a 
negligible effect on the biosorption capacity of arsenic (III) ions biosorption. So a contact time of 150 minutes was fixed for further 
experiments. 

 
Figure 7: Effect of contact time on arsenic (III) biosorption by banana peels modified with calcium alginate (pH: 6.0, biosorbent 

dose concentration: 5 g/L, arsenic (III)  concentration: 10 mg/L, temperature: 300C, agitation rate: 120 rpm) 
 

H. Effect of temperature 
The effect of temperature on removal of arsenic (III) from aqueous solutions using banana peels modified with calcium alginate was 
studied at different temperatures from 200C-400C. The influence of temperature is depicted in Figure 8. Maximum sorption was seen 
at 300C with percentage removal 93.40%. 
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Figure 8: Effect of temperature on arsenic (III) biosorption bybanana peels modified with calcium alginate (pH 6.0, biosorbent dose 

concentration: 5 g/L, initial arsenic (III) concentration: 10 mg/L, contact time: 150 minutes, agitation rate: 120 rpm) 

I. Effect of agitation rate 
The effect of agitation rate on removal of arsenic (III) from aqueous solutions at biosorbent dose 10 mg/ml and at optimum pH 6 at 
300C was studied at different agitation rate such as 40 rpm, 80 rpm, 120 rpm, 160 rpm and 200rpm. The efficiency was highest at 
120rpm with percentage removal 93.40%. So, 120 rpm was chosen for all further biosorption studies. 

 
Figure 9: Effect of agitation rate on arsenic (III) bybanana peels modified with calcium alginate(pH 6.0, biosorbent dose 

concentration: 5 g/L, initial arsenic (III) concentration: 10 mg/L, contact time: 150 minutes, temperature 30oC) 

J. Desorption study 
In application of real wastewater, desorption of heavy metal ions in the biosorbent is important process. Banana peels modified with 
calcium alginatewas the most effective waste biosorbent with desorption efficiency 65.69% (0.1 M hydrochloric acid), 65.38% (0.1 
M nitric acid)and 76.00% (0.1 M sulphuric acid). 
Sulphuric acid has shown highest desorbed capacity of arsenic (III) followed by hydrochloric acid and nitric acid from banana peels 
modified with calcium alginate. 

K. Adsorption isotherm models 
The analysis of the adsorption isotherms data by fitting them into different isotherm models is an important step to find the suitable 
model that can be used for design process. The experimental data were applied to the two-parameter isotherm models: Langmuir, 
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Freundlich, Dubinin-Kaganer-Redushkevich (DKR) and Temkin. Adsorption isotherms data for biosorption of arsenic (III) by 
banana peels modified with calcium alginate is shown in; 
 
L. Langmuir adsorption isotherm [17]: 
The Langmuir equation, which is valid for monolayer sorption onto a surface of finite number of identical sites, is given by; 

ࢗ = ࢋ࡯࢈࢓ࢗ
૚ାࢋ࡯࢈

                            (4) 

whereqm is the maximum biosorption capacity of biosorbent (mg g-1). b is the Langmuir biosorption constant (L mg-1) related to the 
affinity between the biosorbent and biosorbate. 
Linearized Langmuir isotherm allows the calculation of biosorption capacities and Langmuir constants and is represented as: 

૚
ࢗ

= ૚
ࢋ࡯࢈࢓ࢗ

+ ૚
࢓ࢗ

                        (5) 

 
The linear plots of 1/q vs1/ce is shown in Figure 10 (a). The two constants b and qm are calculated from the slope (1/qm·b) and 
intercept (1/qm) of the line. The values of qm, b and regression coefficient (R2) are listed in Table 1. 
Maximum biosorption capacity of biosorbent (qm) is found to be 52.083 mg g-1 of banana peels modified with calcium alginate. 
The essential characteristics of the Langmuir isotherm parameters can be used to predict the affinity between the sorbate and sorbent 
using 

RL= ૚
૚ା࢏࡯࢈

                 (6) 

Where b is the Langmuir constant and Ci is the maximum initial concentration of arsenic (III). The value of separation parameters 
RL provides important information about the nature of adsorption. The value of RL indicated the type of Langmuir isotherm 
separation factor or dimensionless equilibrium parameters, RL expressed as in the following equation: to be irreversible (RL = 0), 
favorable (0 <RL< 1), linear (RL = 1) or unfavorable (RL>1). The RL was found to 0.0769-0.8064 for concentration of 10 mg/L-250 
mg/L of arsenic (III). They are in the range of 0-1 which indicates favorable biosorption [18]. 
 
M. Frenudlich adsorption isotherm [19]: 
Freundlich equation is represented by: 

ࢗ = ࢋ࡯ࡷ
૚/(7)                                   ࢔ 

whereK and n are empirical constants incorporating all parameters affecting the adsorption process such as,  sorption capacity and 
sorption intensity respectively. 
Linearized Freundlich adsorption isotherm was used to evaluate the sorption data and is represented as: 

ࢗ܏ܗܔ = ࡷ܏ܗܔ + ૚
࢔
 (8)             ࢋ࡯܏ܗܔ

Equilibrium data for the adsorption is plotted as log q vs log Ce, as shown in Figure 10 (b).  The two constants n and K are calculated 
from the slope (1/n) and intercept (log K) of the line, respectively. The values of K, 1/n and regression coefficient (R2) are listed in 
Table 1. 
The n value indicates the degree of non-linearity between solution concentration and adsorption as follows: if n = 1, then adsorption 
is linear; if n <1, then biosorption is chemical process; if n>1, then biosorption is a physical process. A relatively slight slope and a 
small value of 1/ n indicate that, the biosorption is good over entire range of concentration. The n value in Freundlich equation was 
found to be 0.3493. Since n<1, this indicates the chemical process biosorption of arsenic (III) ions onto banana peels modified with 
calcium alginate. The higher value of K (5.5564) indicates the higher adsorption capacity for the banana peels modified with 
calcium alginate. 
 
N. Dubinin-Kaganer-Radushkevich (DKR) adsorption isotherm [20]: 
Linearized Dubinin-Kaganer-Radushkevich (DKR) adsorption isotherm equation is represented as: 

ࢋࢗ࢔࢒ = ࢓ࢗܖܔ −β ε2                        (9) 
where qm is the maximum sorption capacity, β is the activity coefficient related to mean sorption energy and ε is the polanyi 
potential, which is calculated from the following relation: 

ε= ૚) ࢔࢒ࢀࡾ + ૚
ࢋ࡯

)                            (10) 
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Equilibrium data for the adsorption is plotted as lnqe vs ε2
, as shown in Figure 10 (c). The two constants β and qm are calculated from 

the slope (β) and intercept (lnqm) of the line, respectively. The values of adsorption energy E was obtained by the following 
relationship. 

ࡱ =  ૚
ඥି૛ࢼ

                                               (11) 

The E value was found to be 1.2910KJ mol-1. The mean free energy gives information about biosorption mechanism whether it is 
physical or chemical biosorption. If E value lies between 8 KJ mol-1 and 16 KJ mol-1, the biosorption process take place chemically 
and E > 8 KJ mol-1, the biosorption process of the physical in nature [21]. In the present work, E value (1.2910KJ mol-1) which is 
less than 8 KJ mol-1, the biosorption of arsenic (III) onto banana peels modified with calcium alginateis of physical in nature [22]. 
 
O. Temkin adsorption isotherm [23]: 
Linearized Temkin adsorption isotherm is given by the equation: 

ࢋࢗ = ࢀࡾ
ࢀ࢈

ࢀࡾ + ࢀ࡭ ࢔࢒ 
ࢀ࢈
 (12)                             ࢋ࡯࢔࢒

Where bTis the Temkin constant related to heat of sorption (J/mol) and AT is the Temkin isotherm constant (L/g). Equilibrium data 
for the adsorption is plotted as qe vs lnCe, as shown in Figure10(d). The two constants bT and AT are calculated from the slope (RT/bT) 
and intercept (RT/bT∙ lnAT) of the line. The values of AT, bT and regression coefficient (R2)  are listed in Table 1. 
The various constants and regression coefficient R2 obtained from adsorption isotherms models (Langmuir, Freundlich, Dubinin-
Kaganer-Redushkevich (DKR) and Temkin) is summarized in Table 1. 

 
(a) (b) 

 
   (c)                                                                                            (d) 

Figure 10: Adsorption isotherms (a) Langmuir, (b) Freundlich (c) DKR and (d) Temkin for bisorption of arsenic (III) bybanana 
peels modified with calcium alginate (pH: 6.0, biosorbent dose concentration: 5 g/L, contact time: 150 minutes, temperature: 300C, 

agitation rate: 120 rpm) 
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Table 1: Adsorption isotherm constants for biosorption of arsenic (III) by banana banana peels modified with calcium alginate 
Langmuir parameters Freundlich parameters DKR parameters Temkin parameters 

qm b R2 K 1/n R2 β qm E R2 AT bT R2 

52.083 0.0480 0.9951 5.5564 2.8628 0.9840 -3E-07 4.2772 1.2910 0.7700 16.972 340.240 0.8597 

 
P. Adsorption kinetics 
As aforementioned, a lumped analysis of adsorption rate is sufficient to practical operation from a system design point of view. The 
commonly employed lumped kinetic models, namely (a) the pseudo-first-order equation [24] (b) the pseudo-second-order equation 
[25] (c) Elovich equation [26] (d) Weber & Morris intra-particle diffusion model [27] are presented below: 

ࢋࢗ)ܖܔ − (࢚ࢗ = ࢋࢗܖܔ −  (13)                           ࢚૚࢑
࢚
࢚ࢗ

= ૚
૛ࢋࢗ૛࢑

+ ࢚
ࢋࢗ

                                                  (14) 

࢚ࢗ = ૚
ࢼ
(ࢼࢻ)ܖܔ + ૚

ࢼ
ܖܔ  (15)                                    ࢚

࢚ࢗ = ૙.૞࢚࢏࢑ +  (16)                                                ࢉ
where qe (mg g-1) is the solid phase concentration at equilibrium, qt (mg g-1) is the average solid phase concentration at time t (min),  
k1 (min-1) and k2 (g mg-1 min-1) are the pseudo-first-order and pseudo-second-order rate constants, respectively. The symbols of α 
(mg g-1 min-1) and β (g mg-1) are Elovich coefficients representing initial biosorption rate and desorption constants, respectively. ki ( 
mg g-1 min-1/2) is the intra-particle diffusion rate constant, c is intercept. 
If the biosorption follows the pseudo-first-order model, a plot of ln (qe-qt) against time t should be a straight line. Similarly, t/qt 
should change lineally with time t if the adsorption process obeys the pseudo-second order model. If the adsorption process obeys 
Elovich model, a plot of qt against lnt should be a straight line. Also a plot of qt against t 0.5 changes lineally the adsorption process 
obeys the Weber and Morris intra-particle diffusion model. 
Biosorption of arsenic (III) onto biosorbent was monitored at different specific time interval. The arsenic (III) uptake was calculated 
from the data obtained. From the arsenic (III) uptake was plotted against time to determine a suitable kinetic model, the adsorption 
data was fitted into pseudo-first-order model, pseudo-second-order model, Elovich models and the Weber & Morris intra-particle 
diffusion model.  
The pseudo-first-order model was plotted for ln (qe-qt) against t (Figure 11 (a)). The values of k1 and qe values were calculated from 
the slope (k1) and intercept (lnqe) of the plot and shown in Table 2. Kinetic adsorption for pseudo-first-order model occurs 
chemically and involves valency forces through ion sharing or exchange of electron between the biosorbent and the ions adsorbed 
onto it [28].  
The pseudo-second-order model was plotted for t/qt against t (Figure 11 (b)). The values of qe and k2 are calculated from the slope 
(1/qe) and intercept (1/k2 qe

2) of the plot and values are shown in Table 2.  
The Elovich model was plotted for qt against ln t (Figure 11 (c)). The values of β and α are calculated from the slope (1/ β) and the 
intercept (ln (α β)/ β) of the plot and values are shown in Table 2. The Elovich model has been used with the assumption that the 
actual adsorption surface is energetically heterogeneous [29]. 
The Weber & Morris intra-particle diffusion model was plotted for qt against t 0.5 (Figure 11 (d)). The value of ki and c are calculated 
from the slope (ki) and intercept (c) of the plot and values are shown in Table 2. The pseudo-second-order model showed a strongest 
correlation value (R2 = 0.9968) being higher than the correlation coefficient for the pseudo-first-order model, Elovich model and 
Weber & Morris intra-particle diffusion model. The intercept of the plot does not pass through the origin, this is indicative of some 
degree of boundary layer control and intra-particle pore diffusion is not only rate-limiting step [27]. 
The plot of intra-particle diffusion model showed multilinearity, indicating that three steps take place. The first, sharper portion is 
attributed to the diffusion of biosorbate through the solution to the external surface of biosorbent or the boundary layer diffusion of 
solute molecules. The second portion describes ion stage, where intra-particle diffusion is a rate limiting. The third portion is 
attributed to the final equilibrium stage. However the intercept of the line fails to pass through the origin which may attribute to the 
difference in the rate of mass transfer in the initial and final stages of biosorption [30]. 
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(a) (b) 

 

 
                                            (c)                                                                                           (d) 
Figure 11: Adsorption kinetic models (a) pseudo-first-order, (b) pseudo-second-order (c) Elovich and (d) Weber and Morris intra-

particle diffussion equation, for biosorption of arsenic (III)by banana peels modified with calcium alginate (pH: 6.0, biosorbent dose 
concentration: 5 g/L, arsenic (III)  concentration: 10 mg/L, temperature: 300C, agitation rate: 120 rpm) 

Table 2: Adsorption kinetic data for biosorption of arsenic (III) by banana peels modified with calcium alginate 
Pseudo-first-order model Pseudo-second-order model Elovich model Intra-particle diffusion model 
qe k1 R2 qe k2 R2 α β R2 Ki C R2 

4.8568 0.0225 0.7200 1.8758 0.1578 0.9986 2.380x107 13.477 0.8317 0.0206 1.5804 0.8420 
 
Q. Determination of thermodynamic 
The effect of temperature on removal of arsenic (III) from aqueous solutions in the concentration of arsenic (III) 10 mg/L and 
biosorbent dose 5 mg/ml with optimum pH 6.0 was studied. Experiments were carried out at different temperatures from 200C-400C. 
The samples were allowed to attain equilibrium. Sorption slightly increases from. The equilibrium constant [31] at various 
temperatures and thermodynamic parameters of adsorption can be evaluated from the following equations: 

Kୡ = େఽ౛
େ౛

                            (17) 

∆G଴ = -RT lnKୡ              (18) 
∆G଴ = ∆H଴-T∆S଴          (19) 

 lnKୡ = ∆ୗబ

ୖ
- ∆ୌ

బ

ୖ୘
               (20) 
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whereKc is the equilibrium constant, Ce is the equilibrium concentration in solution (mg/L) and CAe is the amount of arsenic (III) 
ions biosorbed on the biosorbent per liter of solution at equilibrium (mg/L). ∆G0, ∆H0 and ∆S0are changes in Gibbs free energy 
(kJ/mol), enthalpy (kJ/mol) and entropy (J/mol K), respectively. R is the gas constant (8.314 J/mol K) and T is the temperature (K).  
The values of ∆H0 and ∆S0 were determined from the slope and the intercept from the plot of lnKc versus 1/T (Figure 12). The 
values of equilibrium constant (Kc), Gibbs free energy change (∆G0), enthalpy change (∆H0) and the entropy change (∆S0) 
calculated in this work were presented in Table 3.  The equilibrium constant (Kc) increases with increase in temperature, which may 
be attributed to the increase in the pore size and enhanced rate of intra-particle diffusion. The Gibbs free energy (∆G0) is small and 
negative and indicates the spontaneous nature of the biosorption. The values of ∆G0 were found to decreases as the temperature 
increases, indicating more driving force and hence resulting in higher biosorption capacity. The value of ∆H0 was positive, 
indicating the endothermic nature of the biosorption of arsenic (III) ions onto banana peels modified with calcium alginate. The 
positive values of ∆S0 shows an affinity of biosorbent and the increasing randomness at the solid solution interface during the 
biosorption process. 

Table 3: Thermodynamic parameters of biosorption of arsenic (III) by banana peels modified with calcium alginate 
Sr. 
No. 

Temperature (0C) Temperature (K) Kc -∆G0 

(KJ/mol) 
∆H0 

(KJ/mol) 
∆S0 

(J/mol) 
1 200C 293 7.1833 4.8030 

56.3689 207.193 
2 250C 298 7.4175 4.9645 
3 300C 303 14.151 6.6749 
4 400C 313 11.594 6.3766 

 

 
Figure 12:Plot of lnKc against 1/T for determination of thermodynamic parameters for biosorption of arsenic (III) by banana peels 
modified with calcium alginate (pH: 6.0, biosorbent dose concentration: 5 g/L, arsenic (III) concentration: 10 mg/L, contact time: 

150 minutes, agitation rate: 120 rpm) 

IV. CONCLUSIONS 
The present investigation revealed that banana peels modified with calcium alginate used as inexpensive, excellent biosorbent for 
the removal of arsenic (III) from aqueous solutions. The optimal parameters such as solution pH, biosorbent dose, initial arsenic 
(III) concentration, contact time temperature and agitation rate determined in the experiment were effective in determining the 
efficiency of arsenic (III) biosorption onto banana peels modified with calcium alginate. Biosorption equilibrium exhibited better fit 
to Langmuir isotherm than Freundlich isotherm, Temkin isotherm and Dubinin-Kaganer-Redushkevich (DKR) isotherm. The 
maximum arsenic (III) loading capacity (qe) of banana peels modified with calcium alginate determined from Langmuir adsorption 
isotherm was found to be 52.083 mg g-1. The Pseudo-second-order model was found to be correlate the experimental data strongest 
than other three kinetic models. The thermodynamic study confirmed that reaction of biosorption of arsenic (III) was spontaneous, 
endothermic and increasing randomness of the solid solution interfaces. From these observations it can be concluded that banana 
peels modified with calcium alginate has considerable biosorption capacity, available in abundant, non-hazardous material can be 
used as an effective indigenous material for treatment of wastewater stream containing arsenic (III). However, further research 
should attempt to improve the biosorption capacity of biosorbent and apply this method to the removal of metals in large scale. 

y = -6780x + 24.921 
R² = 0.7854 

0

0.5

1

1.5

2

2.5

3

0.00328 0.0033 0.00332 0.00334 0.00336 0.00338 0.0034 0.00342

ln
 K

c 

1/T 



International Journal for Research in Applied Science & Engineering Technology (IJRASET) 
                                                                                           ISSN: 2321-9653; IC Value: 45.98; SJ Impact Factor: 6.887 

   Volume 6 Issue III, March 2018- Available at www.ijraset.com 
     

 
3184 ©IJRASET (UGC Approved Journal): All Rights are Reserved 

 

V. ACKNOWLEDGEMENTS 
The authors are thankful to Principal Dr.(Mrs.) Michel Philip for their administrative support, cooperation and help. Thanks to IIT 
Bombay for the testing the samples using an Inductively Coupled Plasma - Atomic Emission Spectroscopy (ICP-AES) and Scanning 
Electron Microscope (SEM). Also, special thanks to VIVA College and Institute of Science for the Fourier Transform Infrared 
(FTIR) and X-ray diffraction (XRD) analysis respectively. 

REFERENCES 
[1] K. Y. Gin, Y. Z. Tang, M. A. Aziz. “Derivation and application of a new model for heavy metal biosorption by algae”, Water Res 36, pp. 1313-1323, 2002.  
[2] J. Wang and C. Chen. “Biosorbents for heavy metals removal and their future”, Biotechnol Adv 27, pp. 195-226, 2009. 
[3] S. Wang and X. Zhao. On the potential of biological treatment for arsenic contaminated soils and groundwater”, J Environ Manage, 90, 2367-2376, 2009. 
[4] W. R. Byron, G. W. Bierbower, J. B. Brouwer, W. H. Hansen. “Pathologic changes in rats and dogs from two-year feeding of sodium arsenite or sodium 

arsenate”, Toxicol Appl Pharmacol 10: 132-147, 1967. 
[5] S. M. Naqvi, C. Vaishnavi, H. Singh. “Toxicity and metabolism of arsenic in vertebrates”, Arsenic in the environment, Part II: Human Health and Ecosystem 

effects, Edited by Jeome O. Nriagu. Pp: 55-91, 1994. 
[6] W. Morton, G. Starr, D. Pohl, J. Stoner, S. Wagner. “Skin cancer and water arsenic in Lane County, Oregon”, Cancer 37, pp. 2523-2532, 1976 
[7] A.A. Duker, E. J. Carranza, M. Hale. “Arsenic geochemistry and health”. Environ Int, 31, 631-641, 2005 
[8] W.  R.Cullen and K. J. Reimer. “Arsenic speciation in the environment”. Chem. Rev., vol. 89, 713-764, 1989 
[9] S. S. Ahluwalia and D. Goyal. “Removal of heavy metals from waste tea leaves from aqueous solution”, Eng. Life Sci. 5(2), 158-162, 2005 
[10] S. Kundu, and A. K. Gupta. “Arsenic adsorption onto iron oxide-coated cement (IOCC): Regression analysis of equilibrium data with several isotherm models 

and their optimization”, J. Chem. Engin, Vol. 122(1-2), 93-106, 2006 
[11] S. Y. Thomas, T. G. Choonga, Y. Chuaha, F. L. Robiaha, G. Koaya, and I. Azni. “Arsenic toxicity, health hazards and removal techniques from water: an 

overview”, Desal, vol. 217 (1-3) pp. 139-166, 2007 
[12] B. Volesky. “Review Biosorption and me”, Water Res. Vol. 41(18), pp. 4017-4029, 2007. 
[13] D. Kratochvil D. and B. Volesky. “Advances in the biosorption of heavy metals”. Trends Biotechnol, Vol.16, 291-300, 1998 
[14] H. N. Bhatti,  A. W.Nasir and M. A. Hanif. “Efficacy of Daucus carota L. waste biomass for the removal of chromium from aqueous solutions”, Desalination, 

vol. 253 (1-3), pp. 78-87, 2010 
[15] S. Sharmila, L. J. Rebecca, and M. Saduzzaman. Immobilization of plant protease using calcium alginate beads. Journal of Chemical and Pharmaceutical 

Research, 4 (10), pp. 4484-4488, 2012. 
[16] V.K. Garg, R. Gupta, A.B. Yadav and R. Kumar, “Dye removal from aqueous solution by adsorption on treated sawdust”, Bioresour, Technol., vol. 89, pp. 

121–124, 2003 
[17] I. Langmuir. “The adsorption of gases on plane surface of glass, mica and platinum,”J. Am. Chem. Soc.,vol. 40, pp. 1361-1403, 1918. 
[18] E. Malkoc and Y. J. Nuhoglu.“Investigation of Nickel (II) removal from aqueous solutions using tea factory waste”, in J. Hazard. Mater., vol. B127, pp. 120-

128, 2005. 
[19] H. M. F. Freundlich. “Uber dies adsorption in losungen”, in Zeitschriftfue Physikalische Chemie (Leipzig), vol. A57, pp. 385-470, 1906. 
[20] M. M. Dubinin and L. V. Radushkevich. “Equation of the characteristic curve of activated charcoal,” in  Proc. Academy of Sci. Phy. Chem. Section, U.S.S.R., 

vol. 55, pp. 331-333, 1947 
[21] N. F. Olivieri and G. M., Brittenham. Iron-chelating therapy and the treatment of thalassemia. Blood, 89, 739-761, 1997.  
[22] M. F. Sawalha, J. R. Peralta-Videa, J. Romero-Gonzalez, and J. L. Gardea-Torresdey. “Biosorption of Cd (II), Cr (III) and Cr (VI) by saltbush (Atriplex 

canescens) biomass: Thermodynamic and isotherm studies”, in J. Coll. Inter. Sci., vol.300, pp. 100-104, 2006 
[23] M. J. Temkin and V. Pyzhev. “Kinetics of ammonia synthesis on promoted iron catalysts,” in Acta Physio chim.Urrs., vol.12, pp. 217-222, 1940 
[24] S. Lagergren. “About the theory of so-called adsorption of soluble substances,” Kungliga Svenska Vetenskapsakadeimens Handlingar., vol.24, pp.1-39, 1898 
[25] G. McKay, Y. S.  Ho, and J. C. Y. Ng. “Biosorption of copper from waste waters: A review,” in Sep. Purif. Methi., vol. 28, pp. 87-125, 1999 
[26] S. H. Chien and W. R. Layton.“Application of Elovich equation to the kinetics of   phosphate release and sorption in soils,” in Soil Sci. Soc. Am. J., vol. 44, pp. 

265-268, 1980. 
[27] W. J. Weber and J. C. Morris.“Kinetics of adsorption on carbon solution”, in J. Sanit. Eng. Div. Am. Soc. Civ. Engg., vol. 89, pp. 31-59, 1963 
[28] C. Septhum, S.Rattanaphani, J. B. Bremner and V. Rattanaphani. “An adsorption of Al (III) ions onto chitosan”, in J. Hazardous Materials, vol.148, pp.185-

191, 2007 
[29] J.M. Thomas and W. J. Thomas. “Principle and Practice of heterogeneous catalysis”, weinheim, VCH, 1947 
[30] K. K. Panday, G. Prasad and V. N. Singh. “Mixed adsorbents for Cu (II) removal from aqueous solutions”.in Environ. Technol. Lett., vol. 50, pp. 547-554, 

1986 
[31] G. C. Catena and F. V. Bright.“Thermodynamic study on the effect of cyclodixtrin inclusion with anilinonaphthalenesulphonates”, in Anal.Chem., vol. 61, pp. 

905-909, 1989. 



 


