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Abstract The increased use of pesticides in agriculture have resulted in the increased concentration of pesticides and 

pesticide products in the environment. As a result, many methods have been sought for the de-contamination of 

these pesticides. The isotherm and kinetic studies of Chlorpyrifos adsorption onto activated and unactivated boiler 

fly ash and maize cob was studied. The amount of Chlorpyrifos adsorbed increased as contact time and initial 

pesticide concentration was increased. The pesticide adsorbed increased with increase in contact time but decreased 

with increase in initial pesticide concentration. Activation of the adsorbents improved the sorption capacity of the 

adsorbent with activated boiler fly ash giving the higher sorption capacity of 82.50% at initial pesticide 

concentration of 10 mg/L. The sorption kinetic data was modeled by Pseudo-first order, pseudo-second order, 

Ritchie’s second order, penetrant transport, Elovich equation and McKay and Poots models. The Ritchie’s second 

order model gave a better fit and the sorption process was found to be film diffusion controlled. The equilibrium 

data was modeled by six isotherm equations and the fitness of these isotherms based on the average R
2
 values was 

found to follow the trend: Freundlich (0.9402) > Temkin (0.9059) > Flurry-Huggins (0.8547) > Langmuir (0.7409) 

> Dubinin-Radushkewich (0.7150) > Harkins-Jura (0.7093). From the values of the apparent energy of adsorption, 

which ranged from 223.61-1118.03 KJ/mol, the sorption process was found to follow chemisorption mechanism 

probably through hydrophobic pesticide-pesticide interactions. Therefore, activated and unactivated boiler fly ash 

and maize cob can effectively be used as an adsorbent for pesticide decontamination from the environment. 
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Introduction 

Environmental safety has been the focus in recent times and one of the major factors contributing to enormous 

unsafe environment is pesticides pollution. Pesticides have made a great impact on human health, production and 

preservation of foods and other cash crops by controlling disease vectors and by keeping in check many species of 

unwanted insects and plants [1]. The use of pesticides in agriculture and other sectors has increased and their 

detrimental effects cannot be overlooked. However, the rate of increase in the use of pesticides in developing 

countries is considerably higher than that of the developed countries. 

Although there are benefits to the use of pesticides, there are also drawbacks, such as bioaccumulation, potential 

toxicity in humans and other animals [2]. Chlorpyrifos is a broad spectrum insecticide manufactured by reacting 

3,5,6-trichloro-2-pyridinol with diethyl-thiophosphoryl Chloride [3, 4]. Chlorpyrifos is widely used active ingredient 

for the protection of important agricultural crops such as corn, citrus, peanuts etc and also effective in controlling a 

variety of insects including worms, corn root worms, cockroaches, flea beetles, flies, termites, fire ants and lice [5]. 

It is a crystalline organophosphate insecticide that inhibits acetyl-cholinesterase. An acetyl-cholinesterase inhibitor 

or anti-cholinesterase (AChEI) is a chemical that inhibits the cholinesterase enzyme from breaking down 

acetylcholine, thereby resulting in the accumulation of the neurotransmitter at nerve endings. This results in 
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excessive transmission of nerve impulse which causes mortality in the target [6]. Chlorpyrifos exposure causes 

tremendous health effects such as birth defects [2], persistent deficits in cognitive function and developmental 

neurotoxicity [7]. Many other pesticides and pesticide products have been reported to cause tremendous health 

effects [8]. Therefore, their removal from the environment is very important. 

Many methods have been used for the removal of pesticides from the environment such as extraction using metal 

nanoparticles [6, 9] and solar photo-Fenton induced degradation [10]. Adsorption has been reported as one of the 

unit operations used in waste de-contamination. Adsorption is one of the most important factors that affects the fate 

of pesticides in soil and determines their distribution in the soil/water environment [11, 12]. The leaching potential 

of chlorpyrifos have also been investigated [13]. A major conventional means of adsorption is the use of activated 

carbon [14]. Adsorption of pesticides from aqueous solutions using activated carbon has been reported [15-23]. 

Conventional activated carbon adsorption has been reported to be very expensive [24]. Hence, the search for low 

cost, readily available agricultural by-products for waste decontamination have been reported such as cocoa pod 

husk for endosulfan, Chlorpyrifos and monocrotophos [25], cocoa pod husk for heavy metals [26]; coconut fibre for 

adsorption of heavy metals [27,28], magnetic molecularly imprinted polymer for chlorpyrifos adsorption [29] and so 

on. Boiler fly ash has been reported for the adsorption of Glyphosate and paraquat dichloride pesticide [30], 

adsorption of heavy metals [31] and dyes [32]. Maize cob has been reported for the adsorption of copper fungicide 

[33] and heavy metals [34]. 

Adsorption isotherms are important for the description of how molecules or ions of adsorbate interact with adsorbent 

surface sites and also, are critical in optimizing the use of adsorbents [35]. The successful representation of the 

dynamic adsorptive separation of solute from solution onto an adsorbent depends upon a good description of the 

equilibrium separation between the two phases [36]. An adsorption isotherm is characterized by certain constant 

values, which express the surface properties and affinity of the adsorbent and can also be used to compare the 

adsorptive capacities of the adsorbent for different pollutants [37]. Hence, the correlation of equilibrium data using 

either a theoretical or empirical equation is essential for the adsorption interpretation and prediction of the extent of 

adsorption [35]. 

The kinetics of adsorbate sorption is an important parameter for designing sorption systems. In addition to the 

uptake capacity, the rate of uptake of the adsorbate by the biosorbent is also critical as far as the reactor 

configuration is concerned [38]. A rapid kinetics will facilitate smaller reactors (lower retention time for effective 

adsorbate uptake) whereas a slow rate of uptake will necessitate long columns or series of columns to utilize 

maximum potential of the biosorbent. The rate of sorption onto a sorbent surface depends upon a number of 

parameters such as structural properties of the sorbent, initial concentration of the solute and the interaction between 

the solute and the active sites of the sorbent [38].  

Therefore, in this paper, the results of the adsorption of chlorpyrifos onto boiler fly ash and maize cob is reported. 

The effect of adsorption contact time, initial concentration of pesticide and activation of the adsorbents were 

investigated. Comparison of the sorption capacity of the adsorbents was also investigated and the experimental 

results were fitted to some known isotherm models and some kinetic equations. This will serve as a cost effective as 

well as an environmental sound alternative to the conventional methods of pesticide decontamination.   

 

Material and Methods 

Material 

Boiler fly ash was obtained from an oil mill located at Uturu, Abia State, while maize cob was obtained from a 

refuse dump site at Eke market Okigwe Imo State Nigeria. All reagents used were of analytical grade, purchased and 

used without further purification. Active force Chlorpyrifos (C9H11Cl3NO3PS), 400g/L, manufactured by Jabaili 

Agrotech was purchased and used without further purification. Doubly distilled-deionized water was used in all 

dissolutions and dilutions. 
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Methods 

Preparation of adsorbents 

The maize cob was washed thoroughly with water and then with de-ionized water, ground to powdered form and air 

dried. Big lumps in the boiler fly ash were removed and both maize cob and boiler fly ash were sieved using a test 

sieve shaker (EFL IMK3 model made by Endecotts England). The meal retained on the 250 m was used. The 

adsorbents were divided into two parts each. One part each was dissolved in 2% (V/V) nitric acid for 24hrs, filtered 

and air dried. These were stored as activated boiler fly ash (ABFA) and activated maize cob (AMC) for 

experimental studies. The remaining one part each was left unactivated and labeled as unactivated boiler fly ash 

(UBFA) and unactivated maize cob (UMC). 

 

Effect of contact time 

Batch sorption experiments were performed at various time intervals. 100mL of pesticide concentration of 100mg/L 

was put in reagent bottles and 1.0g each of ABFA, UBFA, AMC and UMC of 250 m size were separately added to 

different reaction mixtures and was monitored in a constant temperature rotary shaker for different time intervals (10 

mins to 120 mins) at a constant temperature of 30
o
C and pH of 7.5. After the required time interval, the reaction 

mixture was centrifuged and the supernatant was filtered rapidly through a Whatman No. 41 filter paper. The 

pesticide concentration in the filtrate was determined using a UV visible absorption spectrophotometer model SP-

300 at a wavelength of 290 nm. 

 

Effect of Initial concentration 

100 mL of different concentrations (10 mg/L to 100 mg/L) of chlorpyrifos were put in reagent bottles and 1.0g each 

of ABFA, UBFA, AMC and UMC of 250 m size were separately added to different reaction mixtures and agitated 

in a constant temperature rotary shaker at 100 rpm, temperature of 30
o
C and pH of 7.5 for 1 hr. After 1 hr, the 

reaction mixtures were centrifuged and the supernatants were filtered rapidly through a Whatman No. 41 filter 

paper. The pesticide concentration in the filtrate was also determined using a UV visible absorption 

spectrophotometer model SP-300 at a wavelength of 290 nm.  

 

Results and Discussion 

The amount of pesticide adsorbed by the adsorbents was obtained as the difference between the initial and final 

concentrations of the pesticide in solution. This was calculated from a simplified mass balance equation as [39]: 

 qe = (Co – Ce) V/m         (1) 

Where qe is the amount adsorbed (mg/g); Co is the initial concentration of the pesticide solution (mg/L); Ce is the 

concentration of the pesticide in solution after adsorption (mg/L), V is the volume of solution used (L) and m is the 

mass of the adsorbent used (g). 

The activation of the boiler fly ash and maize cob with 2% (V/V) nitric acid was to open-up the micro pores of the 

adsorbents and make them ready for adsorption. Also activation helps to wash off any soluble biomolecules that 

might interfere with the sorption process. This means that activation of the adsorbents could change the surface 

characteristics of the adsorbent and this could affect the sorption process. 

 

Adsorption capacity 

The amount adsorbed (qt) as contact time was increased for adsorption of Chlorpyrifos onto ABFA, UBFA, AMC 

and UMC is shown in Figure 1. As time was increased, the amount adsorbed increased rapidly from contact time of 

10 min to 60 min and then decreased. At the initial time of the experiment, the adsorption sites on the adsorbents 

were unoccupied. From 10 min when sorption process was started, adsorbate molecules started occupying the 

sorption sites and as time was increasing, more pesticide molecules were being adsorbed on the sorption sites until 

about 60 min when the sorption sites were saturated and no more pesticide molecule could be adsorbed, hence the 

sorption process is said to have reached equilibrium. Similar observations have been reported [25, 30]. It could also 

be observed that the percentage adsorbed also increased as time was increased. Again, the amount of Chlorpyrifos 
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adsorbed by activated boiler fly ash (ABFA) was higher followed by activated maize cob (AMC), followed by 

unactivated boiler fly ash (UBFA) and then by unactivated  maize cob (UMC). In each case, it could be seen that the 

activated adsorbents (ABFA and AMC) gave better sorption capacity more than the unactivated adsorbents (UBFA 

and UMA). Hence activation of the adsorbent increased the sorption capacity of the adsorbent. Other methods of 

activation have been reported, such as sodium hydroxide and deionized water [40]; hydrogen chloride [41] sulphuric 

acid [42]. The influence of activation on the sorption capacity of adsorbents have also been reported [25, 42]. 

The effect of initial concentration of pesticide solutions is shown in Figure 2. The amount adsorbed increased as 

initial concentration was increased. The increase in amount adsorbed as initial concentration was increased could be 

explained based on the fact that, as long as the sorption sites are not saturated, the increase in initial concentration 

increases the available pesticide sorbate molecules for sorption, thereby increasing the amount adsorbed. Clausen et 

al [44] reported that amount adsorbed increased with increasing sorbate concentration for adsorption of 2,4-D on -

alumina. Fontecha-Camera et al, [18] reported that rise in initial concentration increased the amount adsorbed at 

equilibrium for adsorption of diuron and amitrole onto activated carbons. 

 
Figure 1: Amount adsorbed (mg/g) against time (min) for adsorption of chlorpyrifos onto boiler fly ash and maize 

cob 

 
Figure 2: Amount adsorbed (mg/g) against initial concentration (mg/L) for adsorption of chlorpyrifos onto boiler fly 

ash and maize cob 

On a closer look, it could be seen that as amount adsorbed increased, with increase in initial concentration, the 

percentage adsorbed decreases. For example, for activated boiler fly ash (ABFA) the percentage adsorbed decreased 

from 82.50% at initial concentration of 10mg/L to 43.13% at initial concentration of 100mg/L. As the initial 
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concentration increases, the number of pesticide molecules competing for sorption site increases and this 

competition results in the reduction in percentage adsorbed even when amount adsorbed increases. [45-47]. 

 

Sorption Kinetics and Intraparticle Diffusivity 

The experimental kinetic data was analyzed using three kinetic equations namely; pseudo-first order, pseudo-second 

order and Ritchie’s second order equations while the intraparticle diffusivity was analyzed using three intraparticle 

diffusion equations namely; penetrant transport, Elovich and McKay and Poots equations. The kinetic equations are 

given below as follows; pseudo-first order (Eq. 2) [48]; pseudo-second order (Eq. 3) [49] and Ritchie’s second order 

(Eq. 4) [50]: 

 log (qe – qt) = log qe – K1t/2.303        (2) 

 t/qt = 1/ho + t/qe          (3) 

 1/qt = 1/Kqet + 1/qe         (4) 

Where qe and qt (mg/g) are the amount of pesticide adsorbed at equilibrium and time t (min) respectively; K1 is the 

rate constant for pseudo-first order equation; K is the rate constant for Ritchie’s second order equation and ho is the 

initial sorption rate for pseudo-second order equation given by 

 ho = K2qe
2
          (5) 

where K2 is the rate constant for pseudo-second order equation. The pseudo-first order plot is show in Figure 3, the 

pseudo-second order plot is shown in Figure 4 and the Ritchie’s second order plot is given in Figure 5. 
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From these figures, it could be seen that all the three equation gave fairly good straight lines to the kinetic 

experimental data. The values of the kinetic constants were evaluated from the slopes and intercepts of the 

respective plots and are shown in Table 1.  

 

Table 1: Kinetic constants for Chlorpyrifos sorption on activated and unactivated boiler fly ash and maize 

cob 

Kinetic equation/ constants ABFA UBFA AMC UMC 

Pseudo first order 

K1 

qe 

R
2 

Pseudo Second order 

K2 

qe 

ho 

R
2
 

Ritchies Second order 

K 

qe 

R
2
 

 

0.139 

400.41 

0.8043 

 

2.75x10
-4

 

72.46 

1.441 

0.6938 

 

1.92 x10
-3

 

400.00 

0.9636 

 

0.069 

56.08 

0.9513 

 

33.63x10
-4

 

36.36 

4.446 

0.9668 

 

44.48 x10
-3

 

47.39 

0.9587 

 

0.041 

45.09 

0.9716 

 

8.69 x10
-4

 

53.76 

2.510 

0.9901 

 

40.65 x10
-3

 

56.50 

0.9921 

 

0.036 

39.90 

0.9889 

 

6.29 x10
-4

 

49.02 

1.512 

0.9812 

 

21.20 x10
-3

 

59.17 

0.9934 

 

From Table 1, it could be seen that for pseudo-first order model, ABFA had the highest K1 and qe values while UMC 

had the lowest values. For pseudo-second order, K2 values were highest for UBFA while qe values were highest for 

ABFA. Ritchie’s second order equation gave highest rate constant (K) values for UBFA and lowest for ABFA while 

qe values were highest for ABFA and lowest for UBFA. Other researchers have reported on the use of kinetic 

equations to model pesticide sorption systems. These includes; kinetics of diuron and amitrole adsorption from 

aqueous solution on activated carbons [18]; adsorption kinetics and isotherms of pesticides onto activated carbon-

cloth [19]; Equilibrium, kinetic and thermodynamic studies on the adsorption of 2-nitroaniline onto activated carbon 

prepared from cotton stalk fibre [20]; removal of metobromuron pesticide from aqueous solutions by adsorption at 

high area activated carbon cloth [23]. From the R
2
 values for the kinetic models, it can be observed that the Ritchie’s 

second order model gave higher R
2
 values, hence gave a better fit to the sorption kinetic data. 

The intraparticle diffusion equations used in this study are as shown below; penetrant transport (Eq. 6) [51]; Elovich 

equation (Eq. 7) [52] and McKay and Poots (Eq. 8) [35]: 

 log R = log a + n log t         (6) 

 qt = 1/ In () + 1/ In t         (7) 

 qt = Xi + K
1
t
0.5

          (8) 

Where R is percent (%) adsorbed, a and n are penetrant transport constants;  and  are Elovich coefficients and 

represents initial sorption rate and desorption constant respectively.  is also related to the extent of surface 

coverage and activation energy for chemisorption [35]; Xi is related to the boundary layer diffusion effect and K
1
 is 

the McKay and Poots constant. The plots of penetrant transport is shown in Figure 6; that of Elovich equation is 

shown in Figure 7 and that of McKay and Poots is shown in Figure 8. 

The intraparticle diffusion constants were evaluated from the slope and intercept of the respective plots and are 

shown in Table 2. The linear coefficient of determination (R
2
) is also shown in Table 2. 
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Table 2: Intraparticle diffusion constants for adsorption of Chlorpyrifos onto activated and unactivated 

boiler fly ash and maize cob 

Intraparticle diffusion equation/ constants ABFA UBFA AMC UMC 

Penetrant Transport 

a 

n 

R
2
 

Elovich Equation 

 

 
R

2
 

McKay & Poots 

Xi 

K
1
 

R
2
 

 

1.75 

0.78 

0.8053 

 

0.125 

0.055 

0.8169 

 

0.420 

5.191 

0.6633 

 

3.45 

0.54 

0.9191 

 

0.635 

0.115 

0.7420 

 

13.311 

2.394 

0.5575 

 

7.45 

0.36 

0.7538 

 

0.315 

0.080 

0.9468 

 

9.036 

3.755 

0.8480 

 

6.80 

0.43 

0.9233 

 

0.165 

0.085 

0.9616 

 

3.038 

3.567 

0.8711 

From Table 2, it could be seen that penetrant ‘a’ values are all > 1, being highest for AMC and lowest for ABFA. 

Also n values are all < 1. It has been reported that penetrant n-values represent the likelihood and degree of strive. n 

> 1 indicates the presence of high strive, n=1 depicts moderate strive while for n<1, the adsorption process may not 

be due to adsorbate core strive [51]. Also, penetrant a-values of adsorption systems are usually <1 for an interaction 

between adsorbent and adsorbate which is dominated by ion-exchange. If a-value is >1, there is indication that 
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dipole induced dipole interactions are dominant in the adsorption process [51]. From the results of this work, it 

means that the sorption process was dominated by dipole induced dipole interactions. This means that penetrant 

transport did not give a good fit to the sorption process. This is also confirmed by the low values of the R
2
. From 

Table 2, it could be seen that Elovich equation gave higher R
2
 values more than penetrant transport and McKay and 

Poots equations, hence gave a better fit to the sorption process. 

 

Sorption Isotherm 

The experimental equilibrium sorption studies was analyzed by six adsorption isotherms namely; Langmuir, 

Freundlich, Dubinin-Radushkevich (D-R), Temkin, Harkins and Jura (H-J) and Florry-Huggins (F-H) equations. 

The Langmuir equation was chosen to estimate the maximum adsorption capacity corresponding to complete 

monolayer coverage on the biomass surface and is given by [53]: 

 Ce/qe = 1/qmaxKL + Ce/qmax         (9) 

Where KL (L/g) is a constant related to the adsorption/desorption energy and qmax is the maximum sorption upon 

complete saturation of the biomass surface. The experimental data were fitted into the Langmuir equation for 

linearization by plotting Ce/qe against Ce and is shown in Figure 9. 

The Freundlich model was chosen to estimate the adsorption intensity of the sorbate towards the biomass and was 

represented by [17]: 

 log qe = log KF + 1/n Log Ce        (10)     

Where KF and n are the Freundlich constants. The value of n indicates the affinity of the sorbate towards the 

biomass. The plot of log qe against log Ce for the Freundlich isotherm is shown in Figure 10. 

The D-R isotherm was chosen to estimate the characteristic porosity of the biomass and the apparent energy of 

adsorption. The model is given by [54]: 

 ln qe = In qD - 
2
          (11) 

Where qD is the D-R isotherm constant related to the degree of sorbate sorption by the sorbent surface;  is the 

Polyanyi potential given by:  

  = RT In (1+1/Ce)         (12) 

and  is related to the free energy of sorption per mole (E) of the sorbate as it migrates to the surface of the biomass 

from infinite distance in the solution given by 

 E(KJ/mol) = (2)
-1/2

         (13) 

The D-R isotherm plot of ln qe against 
2
 is given in Figure 11. 

The Temkin isotherm assumes that the fall in the heat of sorption is linear rather than logarithmic as implied in the 

Freundlich equation. The Temkin isotherm model is given as [36]: 

 qe = B InA + B In Ce         (14) 

Where B = (RT/b), qe (mg/g) and Ce (mg/L) are the amount adsorbed at equilibrium and the equilibrium 

concentration respectively. Also, T is the absolute temperature in K and R is the universal gas constant, 8.314J/mol-

K. The constant b is related to the heat of adsorption [52]. The plot of Temkin isotherm is shown in Figure 12. 

The other two isotherms, the H-J is shown as Eq. (15) and the F-H isotherm is shown in Eq. (16): 

 1/qe
2
 = (B/A) – (1/A log Ce)        (15) 

 log(/Ce) = log Ka + n log (1-)        (16) 

Where A and B are H-J constants; Ka is a measure of the adsorption equilibrium constant and  is the degree of 

surface coverage given by: 

  = (1 – Ce/Co)          (17) 

The H-J accounts for multilayer adsorption and can be explained with the existence of a heterogeneous pore 

distribution [55]. The F-H isotherm is used to evaluate the degree of surface coverage and the equilibrium constant 

for the sorption process. The plot of the H-J isotherm is shown in Figure 13 while the plot of the F-H isotherm is 

shown in Figure 14. 
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The isotherm constants were calculated from the slope and intercepts of the various linear plots for the different 

isotherms and are tabulated in Table 3. The linear regression coefficients are also shown in Table 3. The maximum 

monolayer coverage for the Langmuir isotherm (qmax) are all positive. UMC had the highest qmax value followed by 

AMC, ABFA and then UBFA. The R
2
 values are very poor and this means that Langmuir isotherm did not give a 

good fit to the sorption of Chlorpyrifos on the adsorbents. The Freundlich isotherm constant (KF) gave the following 

values; AMC (6.47), ABFA (5.74), UBFA (5.23) and UMC (1.22). The higher the KF value the higher the 

adsorption intensity [25]. The values of n from the Freundlich Isotherm were all > 1 but <10. The values of n 

between 1 and 10 represent beneficial adsorption [56]. Since n values are >1, 1/n values are <1. The values of 1/n 

less than unity is an indication that significant adsorption takes place at low concentration but the increase in the 

amount adsorbed with concentration becomes less significant at higher concentration and vice versa [52, 57-59]. 

This corroborates the decrease in percentage adsorbed as initial concentration was increased, which was observed 

earlier. From the R
2
 values, Freundlich isotherm gave a better fit than the other isotherms to the sorption process, 

having R
2
 values all > 93%. 

 

Table 3: Isotherm constants for adsorption of Chlorpyrifos onto activated and unactivated boiler fly ash and 

maize cob 

Isotherm models/ constants ABFA UBFA AMC UMC 

Langmuir 

qmax 

KL 

R
2
 

Freundlich 

KF 

N 

R
2
 

D-R 

qD 

 

E(KJ/mol) 

R
2
 

Temkin 

A 

B 

R
2
 

H-J 

A 

B 

R
2
 

F-H 

Ka 

N 

R
2
 

 

50.25 

0.043 

0.8247 

 

5.74 

2.28 

0.9593 

 

22.43 

8.0x10
-7

 

790.57 

0.5546 

 

0.862 

8.25 

0.8023 

 

106.38 

1.649 

0.9398 

 

2.28x10
-3

 

-3.21 

0.9392 

 

49.51 

0.067 

0.8921 

 

5.23 

1.93 

0.9389 

 

25.21 

4.0 x10
-7

 

1118.03 

0.6187 

 

0.540 

11.31 

0.9270 

 

121.95 

1.610 

0.6508 

 

2.76 x10
-3

 

-2.72 

0.9604 

 

69.44 

0.066 

0.9781 

 

6.47 

1.70 

0.9323 

 

36.40 

2.0 x10
-6

 

500.00 

0.8804 

 

0.766 

14.24 

0.9803 

 

104.17 

1.375 

0.5806 

 

0.80 x10
-3

 

-3.51 

0.9012 

 

131.58 

0.006 

0.2687 

 

1.22 

1.04 

0.9301 

 

23.53 

1.0 x10
-5

 

223.61 

0.8064 

 

0.184 

14.00 

0.9140 

 

18.02 

1.541 

0.6659 

 

34.00 x10
-3

 

0.45 

0.6181 

Key: D-R = Dubinin-Raduskevich; H-J = Harkins-Jura; F-H = Florry-Huggins. 

The D-R isotherm constants showed that the qD values were highest for AMC and lowest for ABFA. The apparent 

energy of sorption E(KJ/mol) gave 223.61 for UMC, 500.00 for AMC, 790.57 for ABFA and 1118.03 for UBFA. It 

has been reported that physiosorption processes usually have adsorption energies less than 40 KJ/mol, above which 
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chemisorption processes occur [60, 61]. Therefore, from the values obtained in this study, it means that the sorption 

processes followed chemisorption mechanism. The values of A from the Temkin isotherm are less than the values of 

A from the H-J isotherm. Again, the values of B from the Temkin isotherm are greater than those from the H-J 

isotherm. The low values of R
2
 for both isotherms indicate that they did not give good fit to the sorption process. 

The n values from the F-H isotherm were all negative except for UMC and the equilibrium constant (Ka) values 

obtained were all far less than unity. If F-H isotherm had given a good fit then the amount in solution was > amount 

adsorbed. 

The use of sorption isotherm equations to model pesticides sorption have been reported [19, 21, 30, 33, 62, 63]. 

Similar to the results of this study, the favourability of the Freundlich isotherm to sorption of pesticides have been 

reported [17, 19, 23, 33, 44, 63]. Other isotherms not used in this study have been employed such as Redlich-

Peterson, Langmuir-Freundlich [20]; Sips and Langmuir [64]. 

 

Conclusion 

The isotherm and kinetic studies of Chlorpyrifos adsorption onto activated and unactivated boiler fly ash and maize 

cob have been reported in this paper and the following concluding remarks can be made: 

1. Activated and unactivated boiler fly ash and maize cob was successfully utilized to remove Chlorpyrifos 

from aqueous solution. 

2. The adsorption capacity increased with increasing time and initial pesticide concentration but percentage 

adsorbed increased with time but decreased with increase in initial pesticide concentration. 

3. Three kinetic and three intraparticle diffusion equations were used to model the sorption process and 

Ritchie’s second order gave a better fit to the sorption process. 

4. The equilibrium data was modeled by six isotherm equations and Freundlich isotherm gave a better fit to 

the sorption equilibrium data. 

5. The sorption process was found to follow chemisorption mechanism probably through hydrophobic 

pesticide-pesticide interactions.  

 

References 

1. Murugesan, A.G., Teyasanthi, T. and Maheswarl, S. (2010). Isolation and characterization of cypermethin 

utilizing bacteria from Brinjal cultivated soil, Afr. J. Microbiol Res., 4(1): 010-013. 

2. Salako, A.A., Sholeye, O.O. and Dairo, O.O. (2012). Beyond pest control: A closer look at the health 

implication of pesticide usage. J. Toxicol. Environ. Health Sci., 4(2): 37-42.  

3. Hayes, W.J. and Laws, E.R. (1990). Handbook of pesticide Toxicology Vol 3, Claus of pesticides, 

Academic press, Inc. NY. 

4. Muller, F. (2000). Agrochemicals: composition, production, toxicology, Applications. Toronto: Wiley. 

VCH p. 541. 

5. U.S. Environmental Protection Agency (1986). Ambient water quality criteria for Chlorpyrifos 1986. 

Office of water regulations and standards. Criteria and Standards Division. Washington, DC. 

6. Nair, A.S. and Pradeep, T. (2007). Extraction of chlorpyrifos and Malathion from water by metal 

Nanoparticles. J. Nanosci. Nanotecnol. 7(7): 1-7. 

7. Albers, J.W., Garabrant, D.H., Schweitzer, S.J., Garrison, R.P., Richardson, R.J. and Berent, S. (2004). The 

effects of occupational exposure to chlorpyrifos on the peripheral nervous system: a prospective cohort 

study, Occupational Environ. Med. 61: 201-211. 

8. Costa, L.G., Giordano, G., Guizzetti, M. and Vitalone, A. (2008). Neurotoxicity of Pesticides: a brief 

review, Frontiers in Bioscience 13: 1240-1249. 

9. Farmanzadeh, D. and Rezaeinejad, H. (2017). Adsorption of parathion and chlorpyrifos organophosphorus 

pesticides with the iron doped boron nitride nanotubes, A theoretical study, J. Applied Chemistry 12(44): 

215-232. 



Igwe JC et al                                                                                                             Chemistry Research Journal, 2018, 3(5):1-14 
 

 

        Chemistry Research Journal 

12 

 

10. Affam, A.C., Kutty, S.R.M. and Chaudhuri, M. (2012). Solar Photo-Fenton Induced degradation of 

combined Chlorpyrifos, Cypermethrin and Chlorothalonil Pesticides in aqueous solution, Intern. J. Chem., 

Molecular, Nucl., Mat. Metallurg. Eng. 6(2): 153-159. 

11. Kah, M. and Brown, C.D. (2007). Changes in Pesticides adsorption with time at high soil to solution ratios, 

Chemosphere 68(7): 1335-1343. 

12. Mosquera-Vivas, C.S., Hansen, E.W., Garcia-Santos, G., Obregon-Neira, N., Celis-Ossa, R.E., Gonzalez-

Murillo, C.A., Juraske, R., Hellweg, S and Guerrero-Dallos, J.A. (2016). The effect of the soil properties on 

adsorption, single-point desorption and degradation of chlorpyrifos in two agricultural soil profiles from 

Columbia. Soil Science, 181(9/10): 446-456. 

13. Mosquera-Vivas, C.S., Hansen, E.W., Garcia-Santos, G., Obregon-Neira, N., Celis-Ossa, R.E., Gonzalez-

Murillo, C.A., Juraske, R., Hellweg, S and Guerrero-Dallos, J.A. (2017). Leaching potential of chlorpyrifos 

in an Andisol and Entisol: adsorption-desorption and degradation studies, Geophysical Research 

Abstracts19, EGU 2017, p 4165.  

14. Shahtalebi, A. and McKay, G. (2011). Modeling Batch kinetics of the sorption of copper (II) ions onto 

pyrolytic tyre Char, J. Environ. Sci. Eng. 5: 138-145. 

15. Qiu, Y., Xiao, X., Cheg, H., Zhou Z. and Sheng, G.D. (2009). Influence of Environmental factors on 

pesticide adsorption by Black carbon: pH and model dissolved organic matter, Environ. Sci. Technol. 

43(13): 4973-4978. 

16. Kasozi, G.N., Zimmerman, A.R., Nkedi-Kizza, P. and Gao, B. (2010). Catechol and Humic acid sorption 

onto range of laboratory – Reduced Black carbons (Biochars), Environ. Sci. Technol, 44(16): 6189-6195. 

17. Baup, S., Wolbert, D. and Laplanche, A. (2002) Importance of surface diffusivities in pesticide adsorption 

kinetics onto granular versus powdered activated carbon: Experimental Determination and Modeling. 

Environ. Technol. 23(10): 1107-1117. 

18. Fontecha-Camara, M.A., Lopez-Raman, M.V., Pastrana-Martinez L.M. and Moreno-Castilla, C. (2008). 

Kinetics of diuron and amitrole adsorption from aqueous solution on activated carbons. J. Hazard. Mat. 

156(1-3): 472-477. 

19. Ayranci, E. and N. Hoda, N. (2005). Adsorption kinetics and isotherms of pesticides onto activated carbon 

cloth. Chemosphere 60(11): 1600-1607. 

20. Li, K. Zheng, Z., Huang, X., Zhao, G., Feng, J. and Zhang, J. (2009). Equilibrium, Kinetic and 

thermodynamic studies on the adsorption of 2-nitroaniline onto activated carbons prepared from cotton 

stalk fibre. J. Hazard. Mat. 166(1): 213-220. 

21. Ayranci, E. and Hoda, N. (2004). Adsorption of bentazon and propanil from aqueous solutions at the high 

area activated carbon-cloth, Chemosphere 57(8): 755-762. 

22. Yang, Y., Chun, Y., Sheng, G. and Huang, M. (2004). pH-dependence of pesticide adsorption by wheat-

residue-derieved black carbon, Langnuir 20(16): 6736-6741. 

23. Hoda, N., Bayram, E. and Ayranci, E. (2009). Removal of metobromuron pesticide from aqueous solutions 

by adsorption at high area activated carbon cloth. Innovations in Chem. Biol. 22: 225-232. 

24. Mulgund, M.G., Dabeer, S.P., Dhar, S., Makani, V. and Jadhar, B. (2011). Equilibrium uptake and column 

studies of Pb
2+

, Cu
2+

 and Cd
2+

 using waste Eucalyptus Charcoal. Australian J. of Basic and Appl. Sci. 5(4): 

135-142. 

25. Okoronkwo, N.E., Igwe, J.C. and Ihekweme, S. (2010). Adsorption studies of Endosulfan, Chlorpyrifos 

and monocrotophos pesticides from aqueous solution using cocoa pod husk. Bioresearch Bulletin 4: 51-62. 

26. Igwe, J.C., Abia, A.A. and Nwankwo, S.O. (2011). Bioremediation of Al(III), Cr(VI) and Ni(II) ions from 

aqueous solution using cocoa pod husk: Kinetic and intraparticle diffusivities, Bioremediation, Biodiversity 

and Bioavailability 5(1): 36-45.  

27. Igwe, J.C., Abia, A.A and Okereke, F.H. (2011). Kinetic studies on the sorption of Ag
+
 and Al

3+
 from 

aqueous solution by coconut fibre. Terrestrial and Aquatic Environmental Toxicology 5(1): 19-24. 



Igwe JC et al                                                                                                             Chemistry Research Journal, 2018, 3(5):1-14 

 

         Chemistry Research Journal 

13 

 

28. Igwe, J.C., Abia, A.A. and Nnorom, I.C. (2010). Chemical modified and unmodified coconut fibre for 

bioremediation of Co(II), Fe(II) and Cu(II) ions from aqueous solution, Bioresearch Bulletin 3: 127-136. 

29. Chen M., Ma X. and Sheng J. (2017). Preparation of magnetic molecularly imprinted polymer for 

chlorpyrifos adsorption and enrichment. IOP Conference Series, 4
th

 AMMSE: Materials Science and 

Engineering 269, p 012061. 

30. Igwe, J.C., Nwadire, F.C. and Abia, A.A. (2012) Kinetic and equilibrium isotherms of pesticides adsorption 

onto boiler fly ash. Terrest.  Aquat. Environ. Toxicol. 6(1): 23-29. 

31. Okoronkwo, N.E., Igwe, J.C. and Ogbonna, H.I. (2008) Detoxification of Hg
2+

, Cd
2+

 and Fe
2+

 from 

aqueous using waste boiler fly ash, Terrest.  Aquat. Environ. Toxicol 2(1): 49-53. 

32. Okoronkwo, N.E., Igwe, J.C. and Uruakpa, H.N. (2008). Dye removal from waste water by adsorption onto 

boiler fly ash. Terrest.  Aquat. Environ. Toxicol. 2(1): 44-48. 

33. Igwe, J.C., Ekwuruke, A., Gbaruko, B.C. and Abia, A.A. (2009). Detoxification of copper Fungicide using 

EDTA-modified cellulosic materials, Afr. J. Biotechnol. 8(3): 499-506. 

34. Igwe, J.C. and Abia, A.A. (2007). Adsorption kinetics and intraparticle diffusivities for bioremediation of 

Co (II), Fe (II) and Cu (II) ions from waste water using modified and unmodified maize cob. Intern. J. Phy. 

Sci 2(5): 119-127. 

35. Ozacar M, Sengil I.A. and Turkmenler H. (2008). Equilibrium and Kinetic data and adsorption mechanism 

for adsorption of lead onto valonia tannin resin Chem. Eng. J. 143(1-3): 32-42. 

36. Akkaya, G. and Ozer, A. (2005). Adsorption of Acid Red 274 (AR 274) on Dicramella varia: 

determination of equilibrium and kinetic model parameter, Process Biochem. 40 (11): 3559-3568. 

37. Dursun, G., Cicek, H. and Dursun, A.Y. (2005). Adsorption of phenol from aqueous solution by using 

carbonized beef pulb, J. Hazard Mater. B125: 175-182. 

38. Vinodhini, V. and Das, N. (2010). Relevant approach to assess the performance of sawdust as adsorbent of 

Chromium (VI) ions from aqueous solutions, Int. J. Environ. Sci. Tech. 7(1): 85-92. 

39. Ho Y.S. and Wang C.C. (2004). Pseudo-isotherms for the sorption of Cadmium ion onto tree fern. Process 

Biochem. 39: 759-763. 

40. Horsfall M. Jnr and Spiff A.I. (2004). Studies on the effect of pH on the sorption of Pb
2+

 and Cd
2+

 ions 

from aqueous solutions by Caladium bicolor (wild cocoyam) biomass, Electronic J. of Biotechnol. 7: 1-13. 

41. Niu C.H., Volesky B. and Cleiman D. (2007). Biosorption of Arsenic (V) with acid. Washed crab shells, 

Water Res. 41: 2473-2478. 

42. Naja G. and Volesky B. (2006). Behaviour of the mass transfer zone in a biosorption column Environ. Sci. 

Technol. 40: 3996-4003. 

43. Okoronkwo N.E., Igwe J.C. and Aniekwu C.C. (2011). Effect of adsorbent activation on bioremediation of 

Hg (II) and Cd (II) ions from aqueous solution using boiler fly ash. Bioremediation, Biodiversity and 

Bioavailability 5(1): 36-45. 

44. Clausen L., Fabricus I. and Madsen L. (2001). Adsorption of pesticides onto Quartz, Calcite, Kaolinite and 

-alumina. J. Environ. Quality 30: 846-857. 

45. Agarwal G.S., Kumar H and Chaudari S. (2006). Biosorption of aqueous Chromium (VI) by Tamarindus 

indica seeds, Bioresource Technol. 97: 949-956. 

46. Wongjunda J. and Saueprasearsit P. (2010). Biosorption of Chromium (VI) using rice husk ash and 

modified rice husk ash, Environ. Res. J. 4(3): 244-250. 

47. Acosta-Rodriguez I., Martinez-perez I., Cardenas-Gonzalez J.F., Moctezuma-Zarate M, and Martinez-

Juarez V.M. (2012). Hexavalent Chromium removal by Litchi Chinesis sonn peel, Am. J. Biochem. & 

Biotechnol. 8(1): 7-13. 

48. Ho Y.S. and Mckay G. (1998). A comparison of Chemisorption kinetic models applied to pollutant removal 

on various sorbents. Trans. Institute Chem. Eng. 76B: 332-340. 

49. Ho Y.S. (2004). Pseudo-isotherms using a second order kinetic expression constant, Adsorption 10: 151-

158. 



Igwe JC et al                                                                                                             Chemistry Research Journal, 2018, 3(5):1-14 
 

 

        Chemistry Research Journal 

14 

 

50. Ritchie A.G. (1977). Alternative to the Elovich equation for the kinetics of adsorption of gases on solids. J. 

Chem. Soc., Faraday Trans. 73: 1650-1653. 

51. Abia, A.A. and Didi, O.B. (2007). Transfer zone behaviour of As(III), Co(II) and Mn(II) ions on Sulphur-

hydryl infused cellulose surface, Afr. J. Biotechnol 6(3): 282-289. 

52. Malkoc, E. and Nuhoglu, Y. (2007). Determination of kinetic and equilibrium parameters of the batch 

adsorption of Cr(VI) onto waste acorn of Quercus ithaburensis, Chemical Eng. Processing 46: 1020-1029. 

53. Ozacar M. and Sengil I.A. (2005). Adsorption of metal complex dyes from aqueous solutions by pine 

sawdust, Bioresource Technol 96: 791-795. 

54. Ackay M. (2006). Characterization and adsorption properties of tetrabuthly-ammonium montmorillonite 

(TBAM) clay: thermodynamics and kinetics calculations. J. Colloid Interface Sci. 296: 16-21. 

55. Basar A.C. (2006). Applicability of the various adsorption models of three dyes adsorption onto activated 

carbon prepared waste apricot, J. Hazard. Mater, 135 (1-3): 232-241. 

56. Kadiruelva K and Namasivayam C. (2000). Agricultural by-products as metal adsorbents. Sorption of lead 

(II) from aqueous solution onto coir pith carbon, Environ. Technol. 21 (10): 1091-1097. 

57. Akar T., Tunali S and Kiran I. (2005). Botrytis Cinerea as a new fungal biosorbent for removal of Pb(II) 

from aqueous solutions, Biochem. Eng. J. 25: 227-235. 

58. Sari A., Tuzen M., Uluozlu D.O and Soylak M. (2007). Biosorption of Pb(II) and Ni(II) from aqueous 

solutions by lichen (Cladonia furcata) biomass. Biochem. Eng. J. 37: 151-158. 

59. Hanif, M.A., Nadeem, R., Bhatti, H.N., Rashid, N.A. and Ansari, T.M. (2007). Ni (II) biosorption by 

Cassia fistula (Golden shower) biomass, J. Hazard. Mater. 139: 345-355. 

60. Ho Y.S., John Wase D.A., and Furster C.F. (1995). Batch Nickle removal from aqueous solution by 

Sphagnum moss peat, Water Res. 29(5): 1327-1332. 

61. Horsfall M. Jnr, Spiff A.I. and Abia A.A. (2004). Studies on the influence of mercaptoacetic acid (MAA) 

modification of cassava (Manihot Sculenta Cranz) waste biomass on the adsorption of Cu
2+

 and Cd
2+

 from 

aqueous solution. Bull. Korean Chem. Soc. 25(2): 969-976. 

62. Clausen, L. and Fabricius, I. (2001). Atrazine, Isoproturon, Mecoprop, 2,4-D, and bentazone adsorption 

onto iron oxides, J. Environ. Quality 30: 858-869. 

63. Igwe J. C., Okoronkwo N.E. and Okoli E.A (2014). Adsorption studies of chlorpyrifos and endosulfan 

Pesticides from aqueous solution using coconut fiber. J. of Chem. Soc. of Nigeria 39(2): 44-50. 

64. Moradeeya P.G., Kumar M.A., Thorat R.B., Rathod M., Khambhaty Y. and Basha S. (2017). Nanocellulose 

for biosorption of chlorpyrifos from water: chemometric optimization, kinetics and equilibrium. Cellulose 

24(3): 1319-1332. 

 

 

 

  


