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 Knowledge of pesticide adsorption characteristics is essential to predict their behavior in soil. 
The adsorption equilibrium isotherms of two insecticides chlorantraniliprole (CAP) and 
dinotefuran (DNF) on two common Egyptian soil types, clay loam and sandy loam were studied 
and modeled. To predict the adsorption isotherms and to determine the adsorption parameters, 
ten isotherm models: Langmuir (five linear forms), Freundlich, Temkin, Dubinin-Radushkevich, 
Elovick, Fowler-Guggenheim, Kiselev, Jovanoic, Harkins-Jura, and Halsey were applied on 
experimental data. The results revealed that the adsorption isotherm models fitted the data in the 
order of Halsey > Freundlich > Jovanoic > Langmuir isotherme. The models of Harkins-Jura, 
Elovich, Temkin, and Fowler-Guggenheim are not applicable to predict the adsorption isotherms 
of the tested insecticides. In order to determine the best-fit isotherm, the correlation coefficient 
(R2), comparing the experimental (exp) and calculated (cal) adsorption data, and a normalized 
standard deviation (Δg%) were used to evaluate the data. Therefore, the isotherm models Halsey 
and Freundlich could be used to predict the adsorption characteristics of CAP and DNF in the 
common Egyptian soil types, clay loam and sandy loam. Consequently, the mathematical models 
Halsey, Freundlich, and Jovanoic can describe the fate of CAP and DNF and can be used to 
control Egyptian soil contamination. 

© 2024 by the authors; licensee Growing Science, Canada. 
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1. Introduction  
 

Understanding the behaviour of pesticides in soil is important for their regulation and application.1-2 Pesticides reach 
directly or indirectly to the soil and around 30-90% of the pesticide reach the soil depending on the application technique.3 

Adsorption is one of the most important processes face pesticides in soil, controls all other processes such as their 
movement, persistence, and transformation.4-7 The sorption composed of several linear and non-linear isotherms.8 
Adsorption-desorption characteristics of pesticides in soil are essential to predict their mobility and fate in soil.9-10 A 
literature review of the behaviour of neonicotinoid insecticides indicates that the little information is currently available 
about the environmental fate of dinotefuran (DNF). Also, chlorantraniliprole (CAP) is a new insecticide belonging to the 
anthranilic diamide class. It has been characterized as persistent in soil and mobile in terrestrial environment.11-14 

The behaviour of pesticide in the environment is evaluated by using computation models.15 Depending on the 
application, the models could be classified either as; screening, research or management models which are necessarily very 
useful for agricultural and environmental management.16-17 Modelling the fate of pesticides will promote the development 
of environmentally friendly pesticides. As mathematical models can describe the fate of pesticides and can be used to control 
the environmental pollution.18 Models of pesticides persistence and leaching are sensitively related to the sorption 
parameters. Environmental pesticide simulation has been used increasingly for many years for research purposes, and in the 
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past decade, for pesticide regulation 19-20 Moreover, modelling of the pesticide’s sorption isotherm is important for prediction 
and adsorption performance. Many isotherm models are available for modelling of the adsorption data.21-22 

2. Materials and Methods 

2. 1. Tested insecticides 

Chlorantraniliprole (CAP) 
 
3-Bromo-N-[4-chloro-2-methyl-6-(methylcarbamoyl)phenyl]-1-(3-chloro-2-pyridine-2-yl)-1H-pyrazole-5-

carboxamide, Anthranilic diamide. The chemical structure is shown in Fig. 1. Technical 95.30%. was supplied by Kafr El 
Zayat Pesticide (KZ) Co., Egypt. 

Dinotefuran (DNF) 
 

      (RS)-1-methyl-2-nitro-3-(tetrahydro-3-furylmethyl) guanidine, Neonicotinoid. The chemical structure is presented in 
Fig. 1. Technical 90.0% was obtained from Central Laboratory of Pesticides, Giza, Egypt. 
 

 
 

Chlorantraniliprole Dinotefuran 
Fig. 1. Chemical structures of tested insecticides. 

2.2. Tested soils 
 
      Two types of the common Egyptian soils, clay loam soil (alluvial) from Agricultural Research Station, Abis, Alexandria, 
Egypt and sandy loam soil (calcareous) from Bangar Elsokar region were tested in the present study. The samples were 
collected from the top (0-30 cm) layers of the soil profiles from different locations.23-25 The physical and chemical properties 
were determined at the Department of Soil and Water Sciences, Faculty of Agriculture, University of Alexandria and the 
data are presented in Table 1. 
 
Table 1. Physical and chemical properties of the tested soils. 

Properties Alluvial soil Calcareous soil 
Texture class Clay loam Sandy loam 
EC (m mohs/cm) at 25˚C 1.32 2.33 
Soil pH 8.25 8.20 
Organic matter content (%) 3.31 1.32 
Total carbonate (%) 7.87 40.09 

 

2.3. Insecticide measurements 

Determination of tested insecticides 
 

     Each insecticide standard solutions (0.1-100 μg mL-1) were prepared by the stepwise dilution of the insecticide stock 
solution (500 μg mL-1) dissolved in aqueous dimethyl formamide solution. All concentration measurements in the 
experiments were performed by a UV-Vis Spectrophotometer (Thermo Corporation, Nicolet, evolution 100). To determine 
the optimum wavelength (λmax) that is specific for each compound with a minimum interference, a scanning range of 200-
400 nm was used to generate for 5 μg/mL insecticide solution. It was showed that λmax values are 273 nm and 280 nm, also 
the standard calibration curves which obtained by plotting triplicates (n = 3) of known concentrations (0.1-100 μg mL-1) 
indicated that k values are 0.0263 and 0.0231 μg mL-1 for chlorantraniliprole and dinotefuran, respectively. For quality 
assurance and control, triplicate samples including controls and blanks were used. 

Pesticide detection and quantification limits 
 

     The spectrophotometric method specificity for pesticide determination was verified through a spectral density curve (S-
D curve). Limit of blank (LOB), limit of detection (LOD) and limit of quantitation (LOQ) are important terms to describe 
the smallest pesticide concentration that can be reliably determined under experimental conditions. To test the validity of 
this spectrophotometer method, guidelines for LOB, LOD and LOQ was calculated by the equations (1-3). 



A. F. El-Aswad et al. / Current Chemistry Letters 13 (2024) 505

LoB = Meanblank + 1.645 SDblank (1) 

LoD = LoB + 1.645 SDlow concentration samples (2) 

LoQ ≥ LoD (3) 

2. 4. Adsorption experiments of tested insecticides 

Adsorption isotherm 
 

Adsorption isotherm by soil was quantified using the batch equilibration technique. The experiments were carried out 
in triplicate with an insecticide solution to sorbent mass ratio of 1:5. Initial insecticide concentrations in 1.0-100 mg L-1 
range were equilibrated with soil in 25-mL polypropylene centrifuge tubes. The tubes were shaken mechanically at 150 rpm 
at room temperature for a time to achieve equilibrium based on its kinetics study (24 h) and centrifuged at 4000 rpm for 15 
min. To determine the insecticide concentration, the supernatants were measured by spectrophotometer at the proper 
wavelength. Control samples (no insecticide) containing only adsorbent substances and 0.01 M CaCl2 were included. Blanks 
containing insecticide solution only without adsorbents indicated that sorption on the tube was insignificant. At equilibrium, 
the sorbed amount of insecticide, Cs, by solid phase was calculated by Eq. (4): 
 𝐶௦ ൌ ሺ𝐶 − 𝐶ሻ ൈ 𝑉𝑀௦ (4) 

 

where, Cs is the sorbed amount of insecticide per mass unit of adsorbent (µg g-1), Ci is the initial concentration of insecticide 
(µg mL-1), Ce is the equilibrium concentration of the insecticide per mass unit of solution (µg mL-1), V is the volume of 
added solution and Ms is the weight of the adsorbent sample (g).26 

Modeling sorption isotherm 
 
      To find a model that can accurately describe, the experimental adsorption isotherm results and specify the parameters 
that can be calculated and used to compare pesticides sorption behaviour. It was utilized the linear least-squares optimization 
program in order to obtain best-fit parameters which provide the best description of the adsorption data. The equilibrium 
data were modeled with the Langmuir, Freundlich, Temkin, Dubinin-Radushkevich, Elovick, Fowler-Guggenheim, Kiselev, 
Jovanoic, Harkins-Jura and Halsey.27 The validity of adsorption models was tested by correlation coefficient (R2), 
comparing the experimental (exp) and calculated (cal) data and a normalized standard deviation (Δg%) which is calculated 
as follows 
 ∆𝑔ሺ%ሻ ൌ 100 ൈ ට∑ൣ൫ೣିೌ൯ ೣൗ ൧మேିଵ                 

(5) 

 

where N is the number of measurements. 

2. 5. Statistical analysis 
 
Experimental data are presented as mean ± standard error and the statistical analysis was performed by the SPSS 

program. 

3. Results and discussion 

3. 1. Adsorption isotherm 
 

The experimental adsorption isotherms of tested insecticides CAP and DNF from aqueous solutions on clay loam soil 
and sandy loam soil are presented in Fig. 2. The obtained results showed that DNF was adsorbed more than CAP on the 
two tested soil types; clay loam soil and sandy loam soil. 
 

 

Fig. 2. Adsorption isotherm of chlorantraniliprole and dinotefuran in clay loam and sandy loam soil. Chlorantraniliprole in 
clay loam soil ● and in sandy loam soil ○; dinotefuran in clay loam soil ▲ and in sandy loam soil ∆. 
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3.2. Mathematical models 

Many mathematical models were evaluated to describe the experimental adsorption isotherm data. To find the fit model 
and to determine the parameters of the pesticide adsorption process, ten isotherm models Langmuir (five linear forms), 
Freundlich, Temkin, Dubinin-Radushkevich (D-R), Elovich, Fowler-Guggenhiem, Kiselev, Jovanovic, Harkins-Jura, and 
Halsey were applied to experimental data of tested insecticides CAP and DNF in clay loam soil and sandy loam soil. The 
experimental values of 𝑞 (the amount of adsorbed solute) and 𝐶 (the equilibrium concentration) for each compound in 
each soil type are initially treated with the linearized equations to determine the parameters of the model that used to 
reconstitute the isotherms. The isotherm curves have shown the identical to the experimental data (points) with the 
theoretical points (lines). Linear correlation coefficients (R2) presented the fit between experimental data of the sorption 
and linearized forms of model equations. Its value may vary from 0 to 1.28 The adsorption isotherm models, and their 
empirical and linear forms are presented in Table 2. 
 

Table 2. Adsorption isotherm models and their linear forms. 

Models Empirical formula Linear form Plot 

Langmuir-1  
1𝑞 =  1𝑏𝑞  1𝐶 + 1𝑞 

1𝑞  vs. 1𝐶 

Langmuir-2  
𝐶𝑞 =  1𝑞  𝐶 + 1𝑞 𝑏 

𝐶𝑞  vs.  𝐶 

Langmuir-3 𝑞 = 𝑞 𝑏 𝐶1 + b 𝐶 𝑞 = − 1𝑏 𝑞𝐶 +  𝑞 𝑞  vs. 𝑞𝐶 

Langmuir-4  
𝑞𝐶 = −b𝑞  +  b 𝑞 

𝑞𝐶  vs. 𝑞 

Langmuir-5  
1𝐶 = b𝑞  1𝑞 − b 

1𝐶  vs.  1𝑞 

Freundlich 𝑞 = 𝐾ி𝐶ଵ/୬ log 𝑞 = 1𝑛  log𝐶 + 𝑙𝑜𝑔𝐾ி log𝑞 vs. log𝐶 

Temkin 𝑞 = RTb ln (𝐾௧𝐶) 𝑞  =  𝛽் 𝑙𝑛𝐶 +  𝛽் 𝑙𝑛𝐴் 𝑞 v𝑠. 𝑙𝑛𝐶 

Dubinin-
Radushkevich 𝑞 = 𝑋 exp (−βɛଶ) ln 𝑞 = − 𝛽ɛଶ + ln𝑋  ln 𝑞𝑒 𝑣𝑠.  ɛଶ 

Elovich 
𝑞𝑞 = 𝐾ா𝐶 exp (− 𝑞𝑞) 𝑙𝑛 𝑞𝐶 = − 𝑞𝑞 + ln (𝐾ா𝑞) 𝑙𝑛 𝑞𝐶  vs.𝑞 

Fowler–
Guggenheim 𝐾ிீ𝐶 = θ1 − θ  exp (2θWRT  ) 𝑙𝑛 ቈ𝐶 (1− 𝜃)𝜃  = 2𝜃𝑊𝑅𝑇 − 𝑙𝑛𝐾ிீ   𝑙𝑛 ቈ𝐶 (1− 𝜃)𝜃   vs.  𝜃 

Kiselev 𝐾ଵ𝐶 = θ(1 −  θ)(1 + 𝐾 θ) 
1𝐶(1 − 𝜃) =  𝐾ଵ𝜃  + 𝐾ଵ𝐾 

1𝐶(1 − 𝜃)  vs.  1𝜃 

Jovanoic 𝑞 = 𝑞(1 − exp  ൫−𝐾𝐶൯) ln 𝑞  = − 𝐾 ln𝑞 𝐶 + ln𝑞  ln 𝑞 𝑣𝑠.𝐶 

Harkins-Jura 
1𝑞ଶ = ቆ𝐵ு𝐴ு ቇ − ቆ 1𝐴ுቇ log𝐶 

1𝑞ଶ = ቆ𝐵ு𝐴ு ቇ − ቆ 1𝐴ுቇ log𝐶 
1𝑞ଶ  𝑣𝑠. 𝑙𝑜𝑔𝐶 

Halsey 𝑞 = 𝑒𝑥𝑝 [(ln𝐾ு − ln𝐶)𝑛ு ] ln 𝑞 = −[ 1𝑛ு  ln 1𝐶] + [൬ 1𝑛ு൰ ln𝐾ு] ln 𝑞 𝑣𝑠.  𝑙𝑛 1𝐶 

Langmuir model 
 

It assumes energies of the adsorption sites. The Langmuir model is given by Eq. (6): 
 𝑞 = 𝑞 𝑏 𝐶1 + 𝑏 𝐶 (6) 

 
where qୣ is the amount of solute adsorbed per weight unit of adsorbent at equilibrium (μg g-1), Cୣ the equilibrium 
concentration of the solute in solution (mg L-1), q୫ the maximum adsorption capacity (μg g-1) and b is constant that depends 
on the free energy of adsorption (L mg-1). The adsorption data for tested insecticides in tested soils were analysed by a 
regression analysis to fit the five linearized expressions of Langmuir isotherm model. The details of the different expressions 
of linearized equations and the methods to estimate the Langmuir constants q୫ and b from these plots were presented in 
Table 2. Values of the Langmuir constants are summarized in Table 3 for the adsorption of the tested insecticides in clay 
loam and sandy loam soil. 
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Table 3. Parameters of Langmuir isotherm model for chlorantraniliprole and dinotefuran in clay loam and sandy loam soil. 
Langmuir type Clay loam soil Sandy loam soil 

CAP DNF CAP DNF 

Expression 1 

mq 133.33 -16.37 -7.82 -129.87 
B 0.176 -0.169 -0.043 -0.478 

2R 0.728 0.562 0.731 0.976 
SE 0.308 0.008 0.216 0.043 

Δg (%) 9.04 65.17 95.59 20.58 

Expression 2 

mq 192.31 -40.00 -5.61 -185.19 
B 0.083 -0.080 -0.050 -0.378 

2R 0.323 0.442 0.485 0.704 
SE 0.034 0.005 0.159 0.078 

Δg (%) 9.95 69.67 82.48 14.89 

Expression 3 

mq 109.28 -31.27 -12.08 -143.01 
B 0.492 -0.152 -0.048 -0.446 

2R 0.094 0.941 0.949 0.810 
SE 0.021 0.001 0.013 0.060 

Δg (%) 93.94 94.08 97.98 71.58 

Expression 4 

mq 355.40 -39.14 -16.12 -205.93 
B 0.046 -0.143 0.046 -0.361 

2R 0.094 0.941 0.949 0.810 
SE 0.021 0.001 0.013 0.060 

Δg (%) 9.44 38.90 91.98 15.51 

Expression 5 

mq 344.65 -7.73 -4.29 -121.15 
B 0.050 -0.201 0.057 -0.499 

2R 0.728 0.562 0.731 0.976 
SE 0.308 0.008 0.216  0.043 

Δg (%) 9.02 79.19 95.36 24.03 

CAP: chlorantraniliprole; DNF: dinotefuran; qm: the maximum adsorption capacity (μg g-1); b: the Langmuir constant (L 
mg-1); R2: linear correlation coefficient; SE: standard error; Δg% normalized standard division. 
 
       It was observed that different values of Langmuir parameters were obtained from different linear expressions. The 
values of the correlation coefficient obtained from different Langmuir expressions indicated that the soil type was the 
essential factor affecting the suitable model expression. Low determination coefficient values of tested pesticides in 
different soils were obtained from all Langmuir expressions except the coefficient values of Langmuir 3 and 4 for DNF in 
clay loam soil and for CAP in sandy loam soil (Table 3).  
 

  
Expression 1 Expression 2 

  
Expression 3 Expression 4 
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Expression 5 

Fig. 3. Adsorption isotherm of chlorantraniliprole and dinotefuran in clay loam and sandy loam soil fitted in different 
expressions of Langmuir model. Chlorantraniliprole in clay loam soil ● and in sandy loam soil ○; dinotefuran in clay loam 
soil ▲ and in sandy loam soil ∆. 
 
      Also, Langmuir expression 1 and 5 produced high values of (R2) for DNF in sandy loam soil. In addition, high Δg% 
values of CAP and DNF in both soil types were recorded indicating that all Langmuir expressions are invalid to describe 
the adsorption of these compounds. The Langmuir sorption isotherms of different pesticides in different studied soils are 
shown in Fig. 3. In general, the low coefficient, high standard error values and high normalized standard division of the 
most cases of the Langmuir expressions, suggesting that it is not applicable to use this type of linearization. 
 
Freundlich model 

The empirical formula of the Freundlich equation can be written as Eq. (7): 
 𝑞 = 𝐾ி𝐶ଵ/                       (7) 

 
where K is a constant indicator for the adsorbent (mg1-(1/n) L-1/n g-1) and 1/n is a constant indicator for the adsorption 
intensity. The maximum adsorption capacity (q୫ mg g-1) could be theoretically determined, KF = qm/Co

1/n, it is necessary 
to operate with constant initial concentration (Co), thus log q୫ is the extrapolated value of log qm for C = Co. 

The Freundilch sorption isotherms of CAP and DND in both soil types; clay loam and sandy loam are shown in Fig. 4. 
The parameters values of 𝐾ி, 1/n and R2 are presented in Table 4. The Freundilch model agrees with experimental data for 
DNF more than that for CAP as indicated by higher values of determination coefficient (R2) with lower values of standard 
error. However, the low Δg% values were obtained, and the lowest value was obtained from the adsorption of CAP in clay 
loam soil. 

The shape of the isotherms is necessary to identify the nature of a specific adsorption phenomenon. The sorption 
isotherms have been classified into four main groups; S, L, H and C according to Giles.29 Table 4 indicates that the isotherms 
displayed an S-type isotherm (1/n ˃ 1) except the isotherm of CAP in clay loam soil that is L-type isotherm (1/n ˂ 1). The 
shape of the S-type means that in the case of low concentration, the adsorption affinity of the surface is low then the 
adsorption affinity increases with increasing concentration. In the case of the L-type isotherm, there was no strong 
competition between solvent and the adsorbate to occupy the adsorbent surface sites.27 It was characterized by a decrease 
in the absorption of pesticides at higher concentrations. This indicates that as the dissolved concentration increased in 
solution, competition for adsorption sites increased.30 

Temkin model 
 
The Temkin model31 assumes that the adsorption heat of molecules in the layer reduces linearly with the surface 

coverage with the adsorbent-adsorbate interactions. The model can be written as Eq. (8): 
 𝑞  = 𝛽்𝑙𝑛 𝐶 + 𝛽்𝑙𝑛 𝐴் (8) 
 
where βT and AT are the Temkin equilibrium constants, βT = RT/b, R the Universal gas constant (kJ mol-1 K-1), T the 
temperature (K), b is a constant. 
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Fig. 4. Adsorption isotherm of tested insecticides in clay loam and sandy loam soil fitted in different adsorption 
mathematical models. Chlorantraniliprole in clay loam soil ● and in sandy loam soil ○; dinotefuran in clay loam soil ▲ and 
in sandy loam soil ∆. 
 

The Temkin sorption isotherm of tested insecticides in studied soils is shown in Fig. 4. The Temkin equilibrium 
constants can be calculated from the linear plotting of qe versus lnCe, βT is the slope and βT ln AT is the intercept (Table 2). 
The adsorption data for tested insecticides in soils were analysed by a regression analysis to test their fit with Temkin 
isotherm model. This model perfectly describes the adsorption isotherms of DNF in clay loam soil and sandy loam soil 
because of the higher coefficients of correlations and lower standard error values while it was invalid to describe the 
adsorption isotherm of CAP in clay loam soil. 

Dubinin-Radushkevich (D-R) isotherm model 
 
D-R isotherm is an empirical model usually used to distinguish the chemical and physical adsorption of metal ions.[32] 

The model equation is presented in Eq. (9): 
 𝑞 = 𝑋 𝑒𝑥𝑝(−  𝛽ɛଶ) (9) 
 
The linear form is presented in Table 2. The β is the isotherm constant and the parameter ɛ can be correlated as Eq. (10): 
 ɛ = 𝑅𝑇 𝑙𝑛[1 + ଵ]                                         (10) 

 
where R is the gas constant (8.314 J mol-1 K-1), T is absolute temperature (K) and Ce is adsorbate equilibrium concentration 
(mg L-1). The data of the adsorption equilibrium were analysed by the linearized form of D-R equation, using plotting ln qe 
versus ɛ2 (Fig. 4). The isotherm constants and the corresponding values of correlation coefficient are shown in Table 4. It 
was observed that the correlation coefficient values of CAP in both soil types; clay loam and sandy loam were low and the 
Δg% values were high, therefore, this model does not suitable to describe the equilibrium data for this insecticide. 
 

Elovich model 

The Elovich model equation33 which implies a multilayer adsorption can be expressed as follow in Eq. (11): 

  = 𝐾ா𝐶 𝑒𝑥𝑝 (− )                                (11) 

 

where KE is the Elovich equilibrium constant (L mg-1) and qm is the Elovich maximum adsorption capacity (mg g-1). The 
parameters can be obtained from the slope and the intercept values of the plot ln qe/qm versus qe using the Elovich equation 
in linear form (Table 2).
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Table 4. Parameters of different mathematical adsorption isotherm models for chlorantraniliprole and dinotefuran in clay loam and sandy loam soil. 

Soil type / 
Insecticide 

Freundlich Temkin Dubinin-Radushkevich Elovich 

FK 1/n 2R SE Δg% TA b 2R SE Δg% β mX 2R SE Δg% mq EK 2R SE Δg% 

Clay 
loam 
soil 

CAP 22.82 0.575 0.731 0.095 9.97 1.39 0.064 0.555 0.023 21.01 0.72 102.50 0.683 0.028 32.65 454.55 0.028 0.043 0.201 18.52 

DNF 0.57 3.310 0.835 0.009 18.06 0.36 0.010 0.949 0.001 58.79 6.54 521.03 0.789 0.003 85.91 -105.26 -0.057 0.752 0.001 86.29 

Sandy 
loam 
soil 

CAP 0.01 3.098 0.824 0.061 19.52 -1.81 0.027 0.763 0.029 32.45 16.98 77.17 0.598 0.011 79.89 -47.85 -0.012 0.761 0.083 70.21 

DNF 125.83 1.499 0.977 0.036 15.09 3.00 0.018 0.926 0.033 61.22 0.22 268.89 0.935 0.017 98.65 -303.03 -0.249 0.779 0.050 91.98 

Soil type / 
Insecticide 

Fowler-Guggenheim Jovanoic Harkins-Jura Halsey 

W FGK 2R SE Δg% JK mq 2R SE Δg% HJA HJB 2R SE Δg% HK Hn 2R SE Δg% 

Clay 
loam 
soil 

CAP -2.46 0.043 0.364 0.004 63.83 -0.03 23.639 0.820 0.028 34.57 666.67 1.20 0.585 0.175 35.05 233.66 1.745 0.731 0.095 9.97 

DNF -566.37 0.001 0.753 0.001 74.87 -0.46 2.524 0.801 0.010 29.71 574.71 7.41 0.368 0.005 59.41 0.843 0.302 0.835 0.009 18.06 

Sandy 
loam 
soil 

CAP -53.54 0.001 0.770 0.047 98.95 0.43 0.513 0.848 0.025 57.41 2.58 1.26 0.811 0.222 78.63 0.233 0.323 0.824 0.061 19.52 

DNF -127.26 0.003 0.782 0.050 67.99 -0.60 18.181 0.907 0.001 19.82 416.67 0.08 0.755 0.042 38.47 25.66 0.671 0.977 0.036 15.09 

CAP: chlorantraniliprole; DNF: dinotefuran; KF: the Freundlich constant; 1/n: the Freundlich exponent; AT: the Temkin equilibrium constant; b: constant; β and Xm: the isotherm constants; KE: the Elovich equilibrium constant; W: 
the interaction energy among adsorbed molecules; KFG: the Fowler-Guggenheim equilibrium constant; KJ: the Jovanoic constant; AHJ and BHJ: the Harkins-Jura constants; KH: the Halsey constant; nH: the Halsey exponent; R2: 
linear correlation coefficient; SE: standard error; Δg% normalized standard deviation 
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The isotherm curves determined from the Elovich model is given in Fig. 4. The Elovich isotherm constants KE and q୫, 
as well as the correlation coefficient (R2) for the adsorption of tested insecticides in soils are presented in Table 4. It was 
observed that the coefficients of correlation are low (< 0.8) for both tested compounds CAP and DNF indicating a bad 
linearity. Thus, the Elovich model was unable to describe the adsorption isotherms of CAP and DNF in clay loam and sandy 
loam soil. 

Fowler-Guggenheim model 
 
Fowler-Guggenheim derived an isotherm equation which takes the lateral interaction of the adsorbed molecules into 

account.34 This model can be expressed as follow in Eq. (12): 
 𝐾ிீ𝐶  =  ఏଵିఏ  𝑒𝑥𝑝 ( ଶఏௐோ்  )                            (12) 

 
where KFG is the Fowler-Guggenheim equilibrium constant (L mg-1), θ is the fractional coverage, R the universal gas 
constant (kJ mol-1 K-1), T the temperature (K), and W is the interaction energy among adsorbed molecules (kJ mol-1). 
Fowler-Guggenheim model is one of the simplest models. When there is no lateral interaction among adsorbed molecules 
(that is W = 0), the equation will be reduced to the Langmuir equation. It is very important to state that the value of qm that 
can be used to calculate the surface coverage, θ could be obtained from the Freundlich, Langmuir and Elovich equation.27 

      The adsorption data for CAP and DNF in different soils were analysed by a regression analysis to fit the Fowler-
Guggenheim isotherm. It was reported that the Fowler-Guggenheim isotherm was only valid for θ < 0.6 when the Langmuir 
and Freundlich maximum adsorption capacities are used.27 The calculated values of θ depend on the Freundlich model were 
lower than 0.6. Therefore, the Fowler-Guggenheim model could be tested to describe the adsorption of the tested pesticides. 
The plots of the Fowler-Guggenheim model are shown in Fig. 4. Also, the coefficient of correlation and the parameters of 
the Fowler-Guggenheim isotherm model are summarized in Table 4. However, the correlation coefficient values were low 
particularly that of CAP in clay loam soil. Accordingly, the Fowler-Guggenheim model was unsuitable to simulate the 
experimental results of the tested pesticides adsorption isotherms. 

 

Kiselev model 
 
The equation of Kiselev[35] that is the adsorption isotherm in localized monomolecular layer is given by Eq. (13): 

 𝐾ଵ𝐶 =  ఏ(ଵିఏ)(ଵାఏ)   (13) 

 
where K1 is the Kiselev equilibrium constant (L mg-1), θ the fractional coverage and Kn is the constant of complex formation 
among adsorbed molecules. The isotherm in the linear form is shown in Table 2. The surface coverage θ values were 
calculated using the maximum adsorption capacity qm obtained from the Freundlich model. Because the Kiselev isotherm 
was only applicable for θ > 0.68, but in fact in this study the calculated θ values were lower than 0.68. Therefore, the use 
of the Kiselev model to describe the adsorption of tested insecticides in soils was impossible. Even when it was used, the 
linearization was very bad. 

Jovanovic model 
 
      The model of Jovanovic considers the possibility of some mechanical contacts between the adsorbed and desorbed 
molecules.36 It is a kind of approximation due to that the monolayer adsorption. The Jovanovic model can be shown using 
the following nonlinear relationship in Eq. (14): 
 𝑞 = 𝑞 (1 − 𝑒)                            (14) 
 
      It can be written in the form as follow in Eq. (15): 
 𝑞 = 𝑞 (1 − 𝑒𝑥𝑝(−𝐾 𝐶)) (15) 
 
      The linear form is presented in Eq. (16): 
 𝑙𝑛 𝑞  =  𝑙𝑛 𝑞  −  𝐾 𝑙𝑛 𝑞 𝐶                (16) 
 
       The isotherms were obtained from the plotting of ln qe versus Ce are shown in Fig. 4. The coefficient values of the 
tested pesticides CAP and DNF were 0.8196 and 0.8005 in clay loam soil and 0.8479 and 0.9070 in sandy loam soil, 
respectively. The isotherm constant values of this model Kf and qm are shown in Table 4. 
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Harkins-Jura model 
 
The adsorption equation proposed by Harkins and Jura derived for the adsorption of solutes from solutions on solid 

surface is given by either equation (16) or (17).37 
Eq. (17) as follows, 
 𝑙𝑜𝑔 𝐶 = 𝛼 + 𝛽𝑎ଶ (17) 

 
where Ce is the equilibrium concentration, a is the specific adsorption and α and β are constants. A plot of log Ce against 
1/α2 should give a straight line laving a slope β, which related to the specific surface area of the adsorbent. Eq. (18) is 
presented in Table 2, as the follow; 
 ଵమ = ൬ಹಹ ൰ − ൬ ଵಹ൰ 𝑙𝑜𝑔 𝐶                      (18) 

 
The straight line obtained from a plot of 1/qe

2 against log Ce has a slope equal -1/AHJ and intercept equal BHJ/AHJ. 

The adsorption data for CAP and DNF in different tested soils were analysed by a regression analysis to fit the equation 
of Harkins-Jura isotherms (Fig. 4). The coefficient of correlation and the parameters of the Harkins-Jura model are presented 
in Table 4. According to the correlation coefficients and Δg% values, the linearization was bad for the two tested compounds 
in clay loam soil. 

Halsey model 
 
Halsey equation is described the relationship of various types of material in a broad range of relative humidity and 

temperatures.38 The empirical equation as follow in Eq. (19): 
 𝑞 = 𝑒𝑥𝑝 [(𝑙𝑛 𝐾ு − 𝑙𝑛 𝐶)𝑛ு ] (19) 

 
where KH is Halsey constant, nH is exponent. The Halsey isotherms of the tested pesticides in different soils are shown in 
Fig. 4. The Halsey isotherm constants KH and nH, as well as the coefficient of correlation (R2), were obtained using the 
linear equation form were presented in Table 4. Halsey isotherm was valid for the experimental results of CAP and DNF 
because of the high correlation coefficients, high Δg% values and the low standard error were obtained. 

Comparison of the tested adsorption isotherm models 
 
The sorption equilibrium data are generally presented in the form of different isotherm models. The existing models of 

the sorption isotherm were empirical and linear form and consisted of different constants.  
 

 
 

Fig. 5. Comparison of the experimental and calculated adsorption Freundlich data of CAP and DNF on clay loam and 
sandy loam soil. 

The correlation coefficient of determination (R2), comparing the experimental and calculated adsorption data and a 
normalized standard deviation (Δg%) were used to gauge the goodness-of-fit. The models that produced relatively high R2 

for CAP in clay loam soil and sandy loam soil are Jovanoic, Freundlich, Halsey and Langmuir isotherm models (expression 
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1 and 5). All tested models were appropriated to describe the adsorption isotherm of DNF in clay loam soil and sandy loam 
soil except the models of Harkins-Jura and Langmuir (expression 1, 2 and 5). The Langmuir isotherm has only limited 
applicability.39 The model of Harkins-Jura, Elovich, Temkin and Fowler-Guggenheim does not apply easily to the 
experimental results. The experimental and calculated data of Freundlich adsorption are almost identical (Fig. 5). In 
addition, Freundlich model was the best fit for sorption of different pesticides as reported in other previous studies such as; 
CAP,40, 41 DNF,42 and other pesticides atrazine, phenyl urea, bentazone, 2,4-D, methamidophos, aldicarb, imidacloprid, 
endosulfan, bispyribac-sodium, and metribuzin. 7, 43-53 

References 

1. El-Aswad A. F. (2007) Effect of organic amendments on aldicarb sorption–desorption and soil-bound residue. J. Appl. Sci. 
Res.,  3 (11) 1437-1448. 

2. Fouad M. R. (2023) Effect of Temperature and Soil Type on the Adsorption and Desorption Isotherms of Thiamethoxam 
Using Freundlich Equation. Egypt. J. Chem., 66 (7) 197-207. 

3. Führ F., Steffens W., Mittelstaedt W., and Brumhard B. (1991) Lysimeter experiments with 14C-labelled pesticides–an 
agroecosystem approach. Pesti. Chem., 14: 37-47. 

4. Aly M. I., Bakry N., Kishk F., and El‐Sebae A. H. (1980) Carbaryl adsorption on calcium-bentonite and soils. Soil Sci. Soc. 
Am. J., 44 (6) 1213-1215. 

5. Gaber H., Inskeep W., Comfort S., and El‐Attar H. A. (1992) A test of the local equilibrium assumption for adsorption and 
transport of picloram. Soil Sci. Soc. Am. J., 56 (5) 1392-1400. 

6. Fouad M. R., El-Aswad A. F., Aly M. I., and Badawy M. E. I. (2023) Sorption characteristics and thermodynamic parameters 
of bispyribac-sodium and metribuzin on alluvial soil with difference in particle size and pH value. Curr. Chem. Lett., 12 (3) 
545-556. 

7. Fouad M. R., El-Aswad A. F., Badawy M. E. I., and Aly M. I. (2024) Effect of soil organic amendments on sorption behavior 
of two insecticides and two herbicides. Curr. Chem. Lett., 13 (2) 377–390. 

8. Olu-Owolabi B. I., Diagboya P. N., and Adebowale, K. O. (2015) Sorption and desorption of fluorene on five tropical soils 
from different climes. Geoderma, 239: 179-185. 

9. Hafez H., and El-Aswad A. F. (2005) Sorption-desorption of Atrazine in soil. Alex. Sci. Exch. J., 26 (1) 41-53. 
10. Fouad M. R., El-Aswad A. F., Badawy M. E. I., and Aly M. I. (2024) Effect of pH variation and temperature on pesticides 

sorption characteristics in calcareous soil. Curr. Chem. Lett., 13 (1) 141-150. 
11. Ramasubramanian T., Paramasivam M., Salin K. P., and Jayanthi R. (2012) Dissipation kinetics of chlorantraniliprole in soils 

of sugarcane ecosystem. Bull. Environ. Contam. Toxicol., 89: 1268-1271. 
12. Vijayasree V., Bai H., Beevi S., Mathew T. B., Kumar V., George T., and Xavier G. (2013) Persistence and effects of 

processing on reduction of chlorantraniliprole residues on cowpea fruits. Bull Environ Contam. Toxicol.,  90: 494-498. 
13. Fouad M. R., Aly M. I., El-Aswad A. F., and; Badawy M. E. I. (2024) Effect of particles size on adsorption isotherm of 

chlorantraniliprole, dinotefuran, bispyribac-sodium, and metribuzin into sandy loam soil. Curr. Chem. Lett., 13 (1) 61-72. 
14. Wang T. T., Li Y. S., Jiang A. C., Lu M. X., Liu X. J., and Yu X. Y. (2015) Suppression of Chlorantraniliprole Sorption on 

Biochar in Soil–Biochar Systems. Bull. Environ. Contam. Toxicol., 95: 401-406. 
15. Leistra M., Van der Linden A., Boesten J. J. T. I., Tiktak A., and Van den Berg F. (2001) PEARL model for pesticide 

behaviour and emissions in soil-plant systems: description of the processes in FOCUS PEARL v 1.1. 1. Alterra. 
16. Wagenet R., and Rao P. (1985) Basic concepts of modeling pesticide fate in the crop root zone. Weed Sci., 33 (S2) 25-32. 
17. El-Aswad A. F., Fouad M. R., Aly M. I., and Badawy M. E. I. (2023) Experimental and modeling study of the fate and 

behavior of thiobencarb in clay and sandy clay loam soils. Int. J. Environ. Sci. Technol., 1-14. 
18. Holvoet K. M., Seuntjens P., and Vanrolleghem P. A. (2007) Monitoring and modeling pesticide fate in surface waters at the 

catchment scale. Ecol. Modell, 209 (1) 53-64. 
19. Soulas G., and Lagacherie B. (2001) Modelling of microbial degradation of pesticides in soils. Biol. Fert. Soils, 33: 551-557. 
20. Fouad M. R. (2023) Effect of Soil Amendments on Leaching of Thiamethoxam in Alluvial and Calcareous Soil. Basrah J. 

Agri. Sci., 36 (1) 164-172. 
21. Samarghandi M., Hadi M., Moayedi S., and BARJESTEH A. F. (2009) Two-parameter isotherms of methyl orange sorption 

by pinecone derived activated carbon. J. Environ. Health Sci. Eng., 6: 285-294. 
22. Fouad M. F., Badawy M. E. I., El-Aswad  A. F., and Aly M. I. (2023) Experimental modeling design to study the effect of 

different soil treatments on the dissipation of metribuzin herbicide with effect on dehydrogenase activity. Curr Chem Lett., 
12 (2) 383-396. 

23. Abdel-Raheem S. A., Fouad M. R., Gad M. A., El-Dean A. M. K., and Tolba M. S. (2023) Environmentally green synthesis 
and characterization of some novel bioactive pyrimidines with excellent bioefficacy and safety profile towards soil organisms. 
J. Environ. Chem. Eng., 11 (5) 110839. 

24. Fouad M. R. (2023) Effect of peat, compost, and charcoal on transport of fipronil in clay loam soil and sandy clay loam soil. 
Curr. Chem. Lett., 12 (2) 281-288. 

25. El-Aswad A. F., Fouad M. R, Badawy M. E.,  and Aly, M. I. (2023) Effect of calcium carbonate content on potential pesticide 
adsorption and desorption in calcareous soil. Commun. Soil Sci. Plant Anal.,54: 1379-1387. 

26. Sun Y., Clemens S. C., An Z., and Yu Z. (2006) Astronomical timescale and palaeoclimatic implication of stacked 3.6-Myr 
monsoon records from the Chinese Loess Plateau. Quat. Sci. Rev., 25 (1-2) 33-48. 

27. Hamdaoui O., and Naffrechoux, E. (2007) Modeling of adsorption isotherms of phenol and chlorophenols onto granular 
activated carbon: Part I. Two-parameter models and equations allowing determination of thermodynamic parameters. J. 
Hazar. Mat., 147 (1-2) 381-394. 



 514

28. Kumar K. V., and Sivanesan S. (2006) Isotherm parameters for basic dyes onto activated carbon: Comparison of linear and 
non-linear method. J. Hazar. Mat.,  129 (1-3) 147-150. 

29. Giles C. (1960) Studies in adsorption. Part XI. A system of classification of solution adsorption isotherms, and its use in 
diagnosis of adsorption mechanisms and in measurement of specific surface areas of solids. J. Chem. Soci., 786: 3973-3993. 

30. Singh N., and Singh S. (2015) Adsorption and leaching behaviour of bispyribac-sodium in soils. Bull. Environ. Contam. 
Toxicol.,  94: 125-128. 

31. Temkin M. I. (1941) Adsorption equilibrium and the kinetics of processes on nonhomogeneous surfaces and in the interaction 
between adsorbed molecules. Zh. Fiz. Chim., 15: 296-332. 

32. Dubinin M., and Radushkevich L. (1947) Equation of the characteristic curve of activated charcoal. Chem. Zentr., 1: 875. 
33. Elovich S. Y., and Larinov O. (1962) Theory of adsorption from solutions of non electrolytes on solid (I) equation adsorption 

from solutions and the analysis of its simplest form,(II) verification of the equation of adsorption isotherm from solutions. 
Izv. Akad. Nauk. SSSR, Otd. Khim. Nauk, 2 (2) 209-216. 

34. Fowler R., and Guggenheim E. (1939) Statistical Thermodynamics (Cambridge University, Cambridge, 1939), Chap. 
35. Kiselev A. (1958) Vapor adsorption in the formation of adsorbate molecule complexes on the surface. Kolloid. Zhur., 20: 

338-348. 
36. Jovanovic D. (1969) Physical adsorption of gases. I. Isotherms for monolayer and multilayer adsorption. Kolloid-Zeitschrift 

and Zeitschrift Fur Polymere, 235: 1203-1213. 
37. Harkins W. D., and Jura G. (1943) An adsorption method for the determination of the area of a solid without the assumption 

of a molecular area, and the area occupied by nitrogen molecules on the surfaces of solids. J. Chem. Physics., 11 (9) 431-432. 
38. Halsey G. (1948) Physical adsorption on non‐uniform surfaces. J. Chem. Physics., 16 (10) 931-937. 
39. Shanavas S., Salahuddin Kunju A., and Tresa Varghese H. (2011) Comparison of Langmuir and Harkins-Jura Adsorption 

Isotherms for the Determination of Surface Area of Solids. Oriental J Chem., 27 (1) 245. 
40. Wang T. T., Cheng J., Liu X. J., Jiang W., Zhang C. L., and Yu X. Y. (2012) Effect of biochar amendment on the 

bioavailability of pesticide chlorantraniliprole in soil to earthworm. Ecotoxicol. Environ. Safety, 83: 96-101. 
41. Tatarková V., Hiller E., and Vaculík M. (2013) Impact of wheat straw biochar addition to soil on the sorption, leaching, 

dissipation of the herbicide (4-chloro-2-methylphenoxy) acetic acid and the growth of sunflower (Helianthus annuus L.). 
Ecotoxicol. Environ. Safety, 92: 215-221. 

42. Kurwadkar S., Wheat R., McGahan D. G., and Mitchell F. (2014) Evaluation of leaching potential of three systemic 
neonicotinoid insecticides in vineyard soil. J. Contam. Hydrol., 170: 86-94. 

43. Ismail B., Enoma A., Cheah U. B., Lum K. Y., and Malik Z. (2002) Adsorption, desorption, and mobility of two insecticides 
in Malaysian agricultural soils. J. Environ. Sci. Health Part B, 37 (4) 355-364. 

44. El-Aswad A. F., Aly M. I., Fouad M. R., and Badawy M. E. I. (2019) Adsorption and thermodynamic parameters of 
chlorantraniliprole and dinotefuran on clay loam soil with difference in particle size and pH. J. Environ. Sci. Health Part B, 
54 (6) 475-488. 

45. Fouad M. R., El-Aswad A. F., Badawy M. E. I., and Aly M. I. (2024) Impact of organic amendments addition to sandy clay 
loam soil and sandy loam soil on leaching process of chlorantraniliprole insecticide and bispyribac-sodium herbicide. Curr. 
Chem. Lett., 13 (2) 277–286. 

46. Fouad M. R. (2023) Physical characteristics and Freundlich model of adsorption and desorption isotherm for fipronil in six 
types of Egyptian soil. Curr. Chem. Lett., 12 (1) 207-216. 

47. Fouad M. R. (2023) Validation of adsorption-desorption kinetic models for fipronil and thiamethoxam agrichemicals on three 
types of Egyptian soils. Egypt. J. Chem., 66 (4) 219-222. 

48. Fouad M. R., El-Aswad A. F., Badawy M. E. and Aly M. I. (2019) Adsorption isotherms modeling of herbicides bispyribac-
sodium and metribuzin on two common Egyptian soil types. J. Agric. Environ. Vet. Sci., 3 (2). 

49. Aly M. I., Fouad M. R., Abou-Elnasr H. S., and El-Aswad A. F. (2021) Comparison of Dissipation Kinetics and Residual 
Behaviour for Fenitrothion Insecticide and Thiobencarb Herbicide in Clay Soil. Alex. J. Agri. Sci., 66 (1) 1-11. 

50. Fouad M. R., El-Aswad A. F., and Aly M. I. (2022) Acute toxicity, biochemical and histological of fenitrothion and 
thiobencarb on fish Nile tilapia (Oreochromis niloticus). Nus. Biosci., 14 (2). 

51.  Fouad M. R. (2022) Spectrophotometric detection and quantification limits of fipronil and neonicotinoids in acetonitrile. Int. 
J. Food Sci. Nutr. Health Fam. Stud., 3 (1) 106-123. 

52. El-Aswad A. F., Fouad M. R., and Aly M. I. (2023) Assessment of the acute toxicity of agrochemicals on earthworm 
(Aporrectodea caliginosa) using filter paper contact and soil mixing tests. Asian J. Agri., 7(1). 

53. Abd-Eldaim F. A., Farroh K. Y., Safina F. S., Fouad M. R., Darwish O. S., Emam S. S., and Abdel-Halim K. Y. (2023) 
Phytotoxic effects of ımidacloprid and its nano-form on the cucumber plants under greenhouse condition and their toxicity 
on HepG2 cell line. Arch. Phytopathol. Pflanzenschutz., 1-20. 

 
 

 

 

© 2024 by the authors; licensee Growing Science, Canada. This is an open access article 
distributed under the terms and conditions of the Creative Commons Attribution (CC-BY) 
license (http://creativecommons.org/licenses/by/4.0/). 

 


