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� A waste byproduct of a bioenergy industry was used for glyphosate remediation.
� Maximum glyphosate removal at pH 5e6 due to electron donoreacceptor interactions.
� Rate limiting step may be chemisorption through sharing or exchange of electrons.
� Phenolic, amine, and carboxylic functional groups were involved in adsorption.
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We investigated the removal of aqueous glyphosate using woody (dendro) biochar obtained as a waste
by product from bioenergy industry. Equilibrium isotherms and kinetics data were obtained by
adsorption experiments. Glyphosate adsorption was strongly pH dependent occurring maximum in the
pH range of 5e6. The protonated amino moiety of the glyphosate molecule at this pH may interact with
p electron rich biochar surface via pep electron donoreacceptor interactions. Isotherm data were best
fitted to the Freundlich and Temkin models indicating multilayer sorption of glyphosate. The maximum
adsorption capacity of dendro biochar for glyphosate was determined by the isotherm modeling to be as
44 mg/g. Adsorption seemed to be quite fast, reaching the equilibrium <1 h. Pseudo-second order model
was found to be the most effective in describing kinetics whereas the rate limiting step possibly be
chemical adsorption involving valence forces through sharing or exchanging electrons between the
adsorbent and sorbate. The FTIR spectral analysis indicated the involvement of functional groups such as
phenolic, amine, carboxylic and phosphate in adsorption. Hence, a heterogeneous chemisorption process
between adsorbate molecules and functional groups on biochar surface can be suggested as the mech-
anisms involved in glyphosate removal.

© 2015 Elsevier Ltd. All rights reserved.
1. Introduction

Increasing use of pesticides and herbicides has led to ubiquitous
contamination of water resources. Leaching, run-offs from agri-
cultural lands, deposition from aerial applications and indiscrimi-
nate discharge from industrial wastewater are responsible for
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water contamination by pesticides and herbicides (Arias-Est�evez
et al., 2008). Glyphosate [N-(phosphonomethyl)-glycine] is a
broad-spectrum, non-selective, post emergence type of organo-
phosphorous herbicide, widely used to control annual and peren-
nial weeds (Waiman et al., 2012). According to the recent findings,
around 650,000 tons of glyphosate has been used worldwide (Ke,
2013). In addition, glyphosate is highly water soluble and could
be mobile in aquatic systems (Veiga et al., 2001). Water contami-
nation with glyphosate has recently been reported. For example,
glyphosate was detected in maximum concentration of
and kinetic mechanisms of woody biochar on aqueous glyphosate
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0.476 mg L�1 in natural water of United States (Battaglin et al.,
2014). Similarly, 1.26e1.48 mg L�1concentration range of glypho-
sate was reported in natural waters of Brazil (Tzaskos et al., 2012).
Although there is no specific guideline value for glyphosate, the
European Union limits 0.1 mg L�1 for any herbicide in drinking
water (Hu et al., 2011). While glyphosate is generally believed to be
an environmentally safe herbicide due to microbial degradation
and short half-life, recently its biosafety is questioned (Hagner
et al., 2013). Depending on soil structure and environmental con-
ditions such as rainfall, glyphosate is prone to leaching and
contaminating groundwater thereafter (Borggaard and Gimsing,
2008). Glyphosate is responsible for cardiac and respiratory prob-
lems, allergic reactions andmany other acute toxic effects (Hu et al.,
2011). Glyphosate is considered as an endocrine disruptor in hu-
man cell lines (Richard et al., 2005). Therefore, it is an urgent
subject to treat glyphosate from water. Adsorption is a kind of po-
tential and effective method for the remediation of such pollutants,
in terms of low cost, flexibility and simplicity of design, and ease of
operation (Salman and Abid, 2013). Glyphosate contains functional
groups that are positively (secondary amino group) or negatively
(phosphonic and carboxylic group) charged in aqueous phase
(C�aceres-Jensen et al., 2009) and the adsorption mechanisms of
glyphosate have been suggested to be as ligand exchange (Piccolo
et al., 1992), surface complexation (Morillo et al., 1997), precipita-
tion reactions (C�aceres-Jensen et al., 2009), and coordination
bonding (C�aceres-Jensen et al., 2009). Compared to conventional
wastewater treatment protocol adsorption is applicable for large-
scale biochemical and purification applications which benefit
from unique properties such as simple design, using non toxic and
low cost adsorbents and high efficiency (Ghaedi et al., 2014).

Several studies have reviewed on using different materials,
such as activated carbon (Speth, 1993), water industrial residues
(Hu et al., 2011), clay substances (Gimsing and Borggaard, 2007)
for glyphosate adsorptive removal. Recently, biochar is being
widely focused as a universal sorbent similar to activated carbon,
nevertheless biochar has drawn more attention due to its low cost
and high removal capacity. However, residue remains after
removal again to be dispose safely. In this case, a sorbent with high
capacity would be an added advantage to the process. It is a
carbonaceous material produced by thermal conversion of
biomass under partial exclusion of oxygen using pyrolysis or
gasification systems. The highly aromatic and porous structure,
high negative surface charge and charge density is suggested to
contribute high adsorption capacities of biochar (Zhang et al.,
2013). Moreover, though biochar has demonstrated outstanding
capabilities for the removal of organic pollutants from water
(Zheng et al., 2010; Sun et al., 2012), little attention has been given
to the adsorption of glyphosate onto biochar (Hagner et al., 2013).
Biochar can be produced from any type of organic residue such as
agricultural byproducts (Rehrah et al., 2014), plant residues (Zheng
et al., 2010), animal manure (Zhang et al., 2013) and even from
municipal solid waste (Jin et al., 2014). Hence, biochar has a high
versatility of feedstocks. Not only that, biochar can be obtained as
a waste byproduct from bioenergy industry. Very few studies re-
ported the use of byproduct biochar on water contaminant
remediation (Mohan et al., 2007). In our earlier study (Herath
et al., 2015), waste woody biochar (dendro biochar) from a bio-
energy production plant has been characterized and successfully
used for immobilization of heavy metals. Nevertheless dendro
biochar has not been explored for organic pollutant removal. The
potential to combine bioenergy production, environmental
remediation and waste management into one approach, using
biochar may offer sustainable outcomes for our economy and
environment. Thus, our aim was to examine the adsorption of
glyphosate onto dendro biochar. The adaptability of different
Please cite this article in press as: Mayakaduwa, S.S., et al., Equilibrium
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adsorption isotherm and kinetic models to describe the experi-
mental equilibrium data was also investigated.
2. Materials and methods

2.1. Biochar production and characterization

Biochar was obtained as a waste byproduct from a bioenergy
industry (Dendro) at Thirappane, Anuradhapura District, Sri Lanka,
where biomass of Gliricidia sepiumwas gasified at 700e1000 �C in
order to generate electricity. The collected dendro biochar was air
dried and ground to less than 1 mm prior to use. Physicoechemical
characterization of biochar was done in our earlier study using
standard procedures (Herath et al., 2015). Accordingly parameters
as moisture, mobile matter, ash content, resident matter, pH,
elemental composition and BET surface area were determined.
2.2. Sorption experiments

Glyphosate (98% purity) was purchased from Sigma Aldrich,
USA. The working solution concentration was selected based on
glyphosate concentrations reported in environmental water sam-
ples and especially in the wastewater produced in glyphosate
manufacturing. The pH of the mixtures was adjusted using 0.1 M
HNO3 and 0.1 M NaOH. Distilled deionized water (resistivity:
18.2 MUcm�1) was used to prepare all the solutions throughout the
experiment. A 1 g L�1 dose of biochar was added followed by
shaking at 100 rpm for an equilibrium period of 4 h selected based
on preliminary experiments. Solutions were then filtered and
aqueous glyphosate concentrations were determined using the
procedure given in elsewhere (Bhaskara and Nagaraja, 2006) with a
few modifications. Briefly, 0.5 mL each of 1% ninhydrin and 1%
sodiummolybdate was added to 0.2 mL of filtered sample and kept
in a water bath at 85e95 �C for 12 min. Then the samples were
cooled to room temperature, quantitatively transferred to 5 mL
volumetric flasks and the volume was made up with distilled
deionized water. The absorbance of the resulted purple color
complex was measured at 530 nm using UVeVis spectrophotom-
eter (model UV-160 A, Shimadzu, Japan) and the remaining
glyphosate concentrations were obtained from the calibration
curve plotted by using 4 appropriate standards 4, 6, 10, 15 mg L�1.

Adsorption edge experiments were conducted at 20 mg L�1

glyphosate at different pHs from 3 to 8 using different acetate and
phosphate buffers for a biochar dosage of 1 g L�1. Batch isotherm
studies were carried out in the glyphosate concentration range of
5e100 mg L�1. Both isotherm and kinetic experiments were con-
ducted at pH 5 with a biochar dosage of 1 g L�1, buffered to pH 5
using 0.1 M acetic acid and 0.1 M sodium acetate (tri-hydrate) and
shaken at 100 rpm (Hinotek THZ-100). A 20 mg L�1 glyphosate was
used for kinetics experiments. Samples were taken at pre-
determined time intervals, filtered and analyzed for remaining
glyphosate amount following the procedure mentioned above. The
amount of glyphosate retained in the adsorbent phase was calcu-
lated using following equation (Mohan et al., 2011):

qe ¼ ½C0 � Ce�VM�1

where qe is the glyphosate amount adsorbed on biochar (mg g�1);
C0 and Ce are the initial and equilibrium glyphosate aqueous phase
concentrations (mg L�1); V is the solution volume (L) and M is the
biochar mass (g). In both isotherm and kinetic modeling, the non-
linear regression analysis was conducted using Microcal Origin
(Version 6).
and kinetic mechanisms of woody biochar on aqueous glyphosate
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2.3. FTIR investigations

Biochar sample pellets were prepared with fused-KBr. Infrared
spectra of both the bare and the glyphosate adsorbed biochar
samples were obtained using a Fourier Transform Infrared Spec-
trometer (FTIR Nicolet, model 6700, USA) in the range of
400e4000 cm�1 with 128 scans and 1 cm�1 resolution.
3. Results and discussion

3.1. Biochar characterization

Characteristics of the dendro biochar are listed in Table 1. The
ultimate analysis indicates the carbon, hydrogen, oxygen as well as
sulfur and nitrogen % in weight whereas proximate analysis gives
the moisture, fixed carbon, volatile and ash contents of the biochar
(Mohan et al., 2011). The oxygen content is relatively higher than
that of other woody biochars reported (Mohan et al., 2011), may be
due to the gasification process (Qian et al., 2013). Also the carbon
content is similar to reported gasification based char (34%e50%),
and lower than reported pyrolysis based char (typically > 60%)
(Qian et al., 2013). Atomic H/C and O/C ratios are indices of
aromaticity and polarity of biochars. The aromatic H/C ratio of 0.24
reflects high contents of aromatic compounds. The BET surface area
of the biochar was an extremely higher value of 714 m2 g�1 than
that of other biochars obtained from invasive plants (Rajapaksha
et al., 2015) and green waste (Zheng et al., 2010). Similar observa-
tions have reported by Duman et al. and Qian et al. for woody
biochars carbonized at high temperatures (Qian et al., 2013; Duman
et al., 2014).
3.2. Glyphosate sorption

Adsorption capacities were evaluated at different pHs as the pH
is crucial for changes in the surface charge of adsorbents, the degree
of ionization of the adsorbate as well as the speciation of the
adsorbent (Mamindy-Pajany et al., 2014). Adsorption increases
with the increase in pH from 11.03 mg/g to 21.6 mg/g and the
maximum sorption was reached at the pH range of 5e6 and then
the removal was dramatically decreased (Fig. 1a). Similar observa-
tions were reported with high glyphosate removal capacities, 85
and 114 mg/g, with water treatment residuals such as alum sludge,
however, their adsorbent dosage is higher (3 and 5 g L�1 )
Table 1
Proximate and ultimate analyses of dendro biochara.

Parameters Value

pH 10.10
Proximate analysis
Moisture (%) 6.5
Mobile matter (%) 9.9
Resident matter (%) 63.8
Ash (%) 19.7

Ultimate analysis
C (%) 50
H (%) 1
O (%) 44
N (%) 0.5
S (%) 0.1
Molar H/C 0.24
Molar O/C 0.66
Molar (O þ N)/C 0.89

BET Surface area (m2 g�1) 714
Pore volume (cm3 g�1) 0.89
Pore diameter (nm) 4.08

a (Herath et al., 2015).
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compared to this study (Hu et al., 2011). The amino moiety of the
glyphosate molecule becomes protonated at this pH range (Mohsen
Nourouzi et al., 2010) and may interact with p electron rich biochar
surface via pep electron donoreacceptor (EDA) interactions.
Similarly, at pH 5, the BC surface is protonated as the zero point
charge exceeds pH 5. Hence, acidic glyphosate ionizes in water and
forms negative glyphosate ions which can easily react with positive
charged BC surface and complex (Jin et al., 2014).

Sorption equilibrium data was tested on the Langmuir,
Freundlich, Temkin and Dubinin Radushkevish isotherm models,
respectively in order to understand the glyphosate removal
mechanism. The data was best fitted with Freundlich model with
R2 ¼ 0.96 (Table 2). Freundlich isotherm model describes adsorp-
tion occurring on heterogeneous and amorphous surfaces which
have different adsorption energies not restricted to monolayer
adsorption or finite sorbent uptake capacity (Mohan et al., 2011).
The Freundlich exponent, n indicates favorability of the adsorption.
Since n < 1 (0.406), the glyphosate adsorption can be suggested as a
favorable process to heterogeneous biochar surface (Table 2). The
experimental sorption isotherm was also well fitted (R2 ¼ 0.92) to
Temkin equilibrium model indicating that glyphosate adsorption
onto biochar could be a chemisorption process. The Langmuir
model provides information on uptake capabilities. In this study,
Langmuir model simulated a maximum adsorption capacity of
44 mg/g for dendro biochar, which is comparable (48 mg/g) to that
reported for activated carbon (Mohsen Nourouzi et al., 2010). With
a high initial concentration (500 mg L�1 ) and high sorbent dosage
(3 g/L) a study has observed higher sorption capacity of 117 mg/g
(Hu et al., 2011). In comparison, the resin D301 have shown
extremely high Langmuir maximum adsorption capacity of
400 mg/g at the room temperature and the capacity increased with
increasing temperature (Chen et al., in press). In one other study,
the Langmuir maximum adsorption capacity for glyphosate
removal was found to be 98.5 mg/g for nano granular polianiline
(Milojevi�c-Raki�c et al., 2013) (Table 3).

The Langmuir separation factor, RL is used to predict whether a
sorption system is irreversible (RL ¼ 0), favorable (0 < RL < 1), linear
(RL ¼ 1) or unfavorable (RL > 1) in adsorption process. In our study,
obtained RL values lay between 0.15 and 0.88 confirming the
favorable sorption in agreement with Freundlich model assump-
tions. The Dubinin Raduskevich (DR) model is applied to isotherm
data in order to deduce the heterogeneity of the surface energies of
adsorption and the characteristic porosity of the adsorbent. The
constant BD is related to the mean free energy of adsorption (E) per
molecule of the adsorbate when transferred to the surface of the
solid from infinity in solution. Values of E < 8 kJ mol�1 indicate a
physical adsorption process (Yu et al., 2012). The calculated E value
for biochar was found to be 577 kJ mol�1 (>8) indicating that the
adsorption mechanism is not physisorption. Hence it can be pro-
posed that glyphosate adsorption by dendro biochar may involve
chemical adsorption between herbicide molecules and the het-
erogeneous nature of the biochar surface.

3.3. Kinetics of glyphosate adsorption

Adsorption of glyphosate occurred very rapidly in dendro bio-
char with an apparent equilibrium reached around 50 mine1 h
(Fig. 1c). The equilibration time is considerably less than the re-
ported data (Jin et al., 2014; Carneiro et al., 2015). Kinetic data was
fitted to pseudo-first order, pseudo-second order, Elovich, parabolic
diffusion and power function models. In pseudo-first order model,
adsorption phenomenon is assumed to be a non-dissociating mo-
lecular adsorption on to the adsorbent. The pseudo-second order
model is based on the assumption of chemical sorption involving
valence forces through sharing or exchange of electrons between
and kinetic mechanisms of woody biochar on aqueous glyphosate
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Fig. 1. (a) Effect of solution pH on glyphosate adsorption onto dendro biochar (b) Freundlich and Temkin adsorption isotherms of glyphosate by dendro biochar (c) Pseudo-second
order, pseudo-first order and Elovich models on kinetic data.
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the adsorbent and the adsorbate. The Elovich equation describes
the kinetics of heterogeneous chemisorptionwhereas the parabolic
model indicates that diffusion control phenomena are rate limiting.
Power function model is commonly used to describe homogenous
chemisorption kinetics.
Table 2
Langmuir, Freundlich, Temkin and DubinineRadushkevish isotherm parameters for glyp
non-linear regression.

Model Non linear equation Description

Langmuir qads ¼ qmaxKLCe
1þKLCe

qads (mg g�1) is the am
per unit weight of ads
qmax (mg g�1) is the m
KL (L mg�1) is the Lang
Ce (mg L�1) is the equi
phase concentration

Freundlich qads ¼ KFCn
e KF is the ((mg g�1)/(mg

affinityecapacity param
n is the Freundlich exp

Temkin qads ¼ RT
b lnðACeÞ R is the universal gas c

T is the absolute temp
b is the heat of adsorp
A is the binding consta

Dubinine
Radushkevish

qads ¼ qD expð � BD½RT lnð1þ 1=CeÞ�2 qD is the monolayer ad
BD is the mean free en
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Calculated R2 values from non-linear regression (Table 2) indi-
cate that the best fit is obtained with pseudo second order model
which suggests a chemisorption mechanism in agreement with
best fitting to Freundlich and Temkin isotherm models. An
adsorption capacity (qe) of 22.78 mg g�1 was predicted by pseudo-
second order model for glyphosate sorption onto biochar. The best
hosate adsorption onto dendro biochar at pH ~5. All parameters were calculated by

Isotherm parameters Value R2

ount of adsorbate adsorbed
orbent
aximum adsorption capacity
muir affinity parameter
librium adsorbate aqueous

qmax(mg g�1)
KL (L g�1)

44.01
0.088

0.91

L�1)n) is the Freundlich
eter
onent

KF(mg g�1)/(mg L�1)n)
n

7.272
0.406

0.96

onstant (8.314 JK�1 mol�1)
erature (K)
tion (J)
nt (L mg�1)

A(L mg�1)
b

1.788
321.0

0.92

sorption capacity (mg g�1)
ergy of sorption (mol2 KJ�1)

qD(mg g�1)
(mol2 Kj�1)
BD
E (KJ mol�1)

30.313
1.5 � 10�6

577.0

0.64
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Table 3
Kinetic parameters of glyphosate adsorption on dendro biochar.

Name Equation Parameter Value R2

Pseudo first order qt ¼ qeð1� e�k2tÞ k1 0.038 0.940
qe 19.812

Pseudo second order qt ¼ qe2k1t
1þk1tqe

k1 0.002 0.983
qe 22.774

Elovich qt ¼ 1
b lnðabÞ þ 1

b lnðtÞ a 2.170 0.873
b 0.215

Parabolic qt ¼ aþ kp
ffiffi

t
p

a 5.729 0.702
kP 1.078

Power function qt ¼ bðtkf Þ b 4.588 0.776
kf 0.285
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fitting order of kinetic model is determined to be pseudo second
order > pseudo first order > Elovich > power function > parabolic
diffusion.
3.4. FTIR analysis

The FTIR spectra of glyphosate adsorbed and bare biochar are
depicted in Fig. 2. The peak found at 3437 cm�1 in dendro biochar
before adsorption was ascribed to phenolic eOH stretching (Xu
et al., 2011). This peak have shifted to 3422 cm�1 after adsorption
suggesting that chemical interactions occurred between glyphosate
molecule and phenolic groups in dendro biochar. The peaks at 1799
and 1089 cm�1 in bare biochar were assigned to CeOeC stretching
vibrations (Gu et al., 2012). Amides (eNH2) in biochar surface can
be distinguished by the peak present at 1429 cm�1 (Devi and
Saroha, 2013). Splitting of this peak in glyphosate adsorbed bio-
char may indicate the involvement of eNH2 in glyphosate
adsorption. Aromatic CH out-of-plane deformation condensing
smaller aromatic units into larger sheets is indicated by the peak at
875 cm�1 in dendro biochar. In glyphosate adsorbed biochar,
appearance of a new band at 2926 cm�1 showed an increase in eH
bonding after glyphosate sorption (Vithanage et al., 2015). The peak
at 1618 cm�1 indicated the presence of eCOOH and peaks at 1315,
1109 cm�1 were recognized to be P]O groups due to the attach-
ment of glyphosate molecule on biochar surface after adsorption.
Small peak at 669 cm�1 can be attributed to liberation ofeOH. Thus
the FTIR results clearly delineate the involvement of functional
groups like phenolic, amine, carboxylic and phosphate in glypho-
sate adsorption process.
Fig. 2. FTIR spectra of bare and glyphosate adsorbed biochars.
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4. Conclusions

Adsorption of glyphosate on dendro biochar varied significantly
with solution pH achieving the maximum at pH range 5e6 due
pep electron donoreacceptor interactions. Results of the sorption
experiments showed that adsorption isotherm favored Freundlich
and Temkin models and the adsorption process could be explained
by the pseudo second order kinetics. Hence the adsorption mech-
anism is assumed to be a heterogenous chemisorption process with
electrostatic attractions between glyphosate molecules and biochar
surface, which was further confirmed from variations in functional
groups. The maximum adsorption capacity simulated by the
Langmuir equation is 44 mg g�1. The FTIR spectral analysis of
dendro biochar before and after glyphosate adsorption elucidated
that the characteristic functional groups such as phenolic, amine,
carboxylic and phosphate play an important role in the adsorption
process.
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