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The aim of this work is to investigate the use of eggshell for adsorption of Cr(VI) from aqueous solution and the effect of thermal
treatment as well as coating with Fe,Os of eggshell on the extraction percent of Cr(VI). The XRD, FTIR and SEM techniques proved that
the eggshell mainly composed of calcite rhombohedral structure in addition to a trace of quartz silica residual protein fibers. Heating at
550 °C does not decompose eggshell but decomposes the residual protein. The effect of pH, weight of eggshell adsorbent, contact time,
and initial concentration of Cr(VI) ions on the adsorption of Cr(VI) on eggshell sorbents were determined under static conditions by the

analyzed. It was concluded that the adsorption of Cr(VI) on eggshell increases as pH increases in the range 3-7, then, with decreases at
higher pH. The extraction percent of Cr(VI) increases with an increase in the dosage of eggshell sorbents. The optimum dosage of
eggshell adsorbents was found to be 5 g after which the extraction percent of Cr(VI) did not marked increase. The extraction percent of
Cr(VI) by eggshell sorbents rapidly increases within 60 min followed by a slower extraction after that when maximum adsorption was
reported. The adsorption capacity of Cr(VI) ions is slightly reduced in case of heated eggshell due to the change that occurs in the pore
size distribution and structure of eggshell during heating. Hence, the thermal treatment and coating with Fe,O; do not affect the chemical
structure of eggshell sorbents. The adsorption kinetics data were best fitted with the pseudo-second-order equation and the adsorption

isotherms were best fitted with the Langmuir isotherm model.

INTRODUCTION

Chromium is one of the heavy metals and its compounds
are widely applied in industrial fields such as electroplating,
cement, steel, paint, dyes, aluminum, leather tanning, metal
finishing and chromate manufacturing industries [1]. Chromium
compounds in nature include trivalent Cr(IIl) and hexavalent
chromium Cr(VI). The toxicity of Cr(VI) species is 100 times
more than Cr(IIl) species. Several Cr(VI) compounds act as
carcinogens, mutagens and teratogens in biological systems [2].
Various treatment technologies such as chemical precipitation
[3], ion-exchange [4], membrane filtration [5], electrocoagu-
lation [6], infiltration percolation [7] and phytoremediation
[8] have been reported for the removal of Cr(VI) from water
or wastewaters.

Adsorption is considered to be the simplest, most cost-
effective, easy and eco-friendly method to handle a large volume
of wastewater with a low concentration of Cr(VI) [9]. Numerous
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sorbents for Cr(VI) removal from wastewater have been deve-
loped, such as activated carbon [10], activated alumina [11],
biosorbents [12], modified resins [13], and metal oxides [14].
Most of these sorbents have very low chromium adsorption
capacity and slow process dynamics or expensive such as threo-
nine doped polypyrrole [15] and glycine doped polypyrrole
nanocomposite [16]. Accordingly, great efforts have been done
to develop novel effective low-cost sorbents for the removal
of Cr(VI) from water [17]. Carbonate-based sorbents such as
dolomite [18], eggshell [19] and nano carbonate-hydroxyl-
apatite [20] have high removal capacities towards Cr(VI) via
exchange reaction of Cr(VI) ions with the calcium carbonate.
Eggshell is a biomass waste rich in calcite (CaCOs3) and a small
amount of organic matter (protein fibers) [21]. Numerous studies
have examined the eggshell for removal of Cr(VI) [19,21-28]
and Cr(III) [29,30], Cd(II) [31], Cu(Il) [32,33], Pb(Il) [34],
Zn(II) [35,36], AI(IIT) [37], Fe(III) [38], Ag(l) [39] and phos-
phorus [40]. This work aims to investigate the use of eggshell
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for adsorption of Cr(VI) from aqueous solution and the effect
of thermal treatment as well as coating with Fe,Os of eggshell
on the extraction percent of Cr(VI).

EXPERIMENTAL

All chemical reagents, viz. K,CrO,, diphenylcarbazide,
conc. HCI, NaOH, and conc. H,SO, (98%) used in this
work were of analytical grade and purchased from E. Merck,
Germany. Distilled water was used throughout the experi-
mental work. Chicken eggshells were obtained from the local
food market. Eggshells were washed with water several times
to get rid of egg albumin then it has been mixed with water and
ground with a kitchen mixer to separate the eggshell membrane,
which is decanted after washing with water several times. The
produced eggshells had been dried in the dryer at 105 °C over-
night. Eggshells then had been ground in the kitchen mill for
10 min and sieved using a 250 um sieve. The heated eggshell
(T) was prepared by heating eggshell in a muffle furnace at
550 °C for 2 h and left to cool down to the room temperature
in the furnace. The Fe,Os-coated eggshell was prepared by
dispersing 100 g of eggshell in 500 mL of distilled water in
presence of 2.5 mL of methyl methacrylate, heated to 50 °C
and stirred at 1000 rpm by a magnetic stirrer with a heater for
1 h. During this period, conc. NHj; solution (30%) was added
to maintain a pH 10, and a 5.1 g Fe(NO3);-9H,0 dissolved in
50 mL of distilled water was added slowly. The brown product
was filtered and washed with distilled water, dried at 105 °C
overnight, heated at 500 °C for 2 h in a muffle furnace and left
to cool down to room temperature in the furnace [41]. The
untreated, heated and coated eggshell adsorbents were denoted
as E, T and H, respectively.

The eggshell sorbents were analyzed by FTIR, XRD, and
SEM techniques. A calibrated pH meter (model pH 212 micro-
processor pH meter, HANNA Instruments) was used for all pH
measurements. The XRD analysis was carried out by a Philips
X-ray diffractometer PW 1370, Co. with Ni-filtered CuKo
radiation (1.5406 A). SEM analysis was investigated by a Jeol-
Dsm 5400 LG apparatus. FTIR was carried out by an FTIR
model 410 JASCO. The percentage of extraction of Cr(VI) using
eggshell sorbents were determined in triplicate under static
conditions by batch equilibrium technique. The effect of pH
on the Cr(VI) extraction was determined by adding 0.5 g of
sorbent to a 50 mL of 20 mg/L Cr(VI) solution at pH range 3-
11 in a 100 mL measuring flask. For pH adjustment, solutions
of 0.IM HCI and 0.1M NaOH were used. The mixture was
mechanically shaken for 120 min at room temperature to attain
equilibrium. The sorbent was separated by filtration and washed
with distilled water; the unretained metal ion in filtrate was
determined by the diphenylcarbazide spectrophotometric method.
The effect of weight of sorbent (0.5-4.0 g), contact time (15-
180 min) and Cr(VI) concentration (10-30 mg/L) on Cr(VI)
extraction were also systematically determined at the pH of
the highest Cr(VI) extraction.

The sorption kinetic data of Cr(VI) on eggshell sorbents
were analyzed in terms of the pseudo-first-order and pseudo-
second-order sorption equations. The mechanistic parameters
associated with Cr(VI) sorption on eggshell sorbents were deter-

mined by analyzing the results obtained by the adsorption experi-
ments by the adsorption isotherm models given by Freundlich
and Langmuir. The kinetic data as well as the mechanistic para-
meters, will best fit the appropriate sorption kinetic equation
and adsorption isotherm model which has a higher correlation
coefficient value.

RESULTS AND DISCUSSION

Characterization of eggshell sorbents: Fig. 1 illustrates
the X-rays diffraction patterns of eggshell sorbents. The XRD
peaks located at 26 values of 23.2°, 29.4°, 36.0°, 39.4°, 43.2°,
47.4° and 48.5° were attributed to calcite rhombohedral structure
(JCPDS 88-1808) [42]. The absence of the characteristic peaks
of CaO phase in case of heated eggshell prove that heating at
550 °C does not decompose eggshell because eggshell start
decomposing at 650 °C and completed its decomposition at
800 °C [43]. Fig. 2 illustrates the FTIR spectra of eggshell
sorbents. The bands at 1464, 882 and 716 cm™ are correspond
to the stretching vibration of the C-O bonds. The bands at 2988,
2895 and 2530 cm™ are correspond to the bending vibration
of this bond. The band at 1811 cm™ is also related to the carbo-
nate C=0 bond. The band at 1109 cm™ is related to a trace of
quartz silica (SiO,) [44-46]. The broad absorption bands that
appear around 3475 cm™ correspond to the stretching vibration
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of N-H groups of the residual protein fibers. The band intensity
diminishes with heating eggshell due to the denaturation of
protein [30]. The XRD and FTIR techniques did not detect the
existence of any phases that could arise from coating eggshell
sorbent with hematite due to the detection limits. The conven-
tional XRD and FTIR cannot detect phases that make up less
than about 5% of sample size [47,48].

SEM analysis: Fig. 3 illustrates the SEM photographs of
eggshell sorbents. The presence of holes on the surface of
thermally treated eggshell may be attributed to the possible
surface pyrolysis of calcium carbonate occurred with degassed
CO, at 550 °C [49]. The presence of filled holes on the surface
of Fe,Os coated eggshell may be attributed to the Fe,Os coating
that fills some of the holes, which progress during the prep-
aration of the coated eggshell adsorbent. The observed surface
heterogeneity of the eggshell sorbents may provide a large
surface area for adsorption of heavy metal cations.

Effect of adsorption parameters: Fig. 4a illustrates the
effect of pH on the extraction of Cr(VI) by 0.5 g of eggshell
sorbents at 120 min and 20 mg/L of Cr(VI). The optimum pH
for maximum extraction of Cr(VI) by eggshell sorbents was
in the range 6-8. The dependence of Cr(VI) adsorption on the
pH is attributed both to the surface charge of eggshell sorbents
as well as the solution chemistry of Cr(VI) in an aqueous phase.
The chemistry of chromium ions depends on the pH value.
The hydrogen chromate ion (HCrOy") is the dominant species
in the pH range of 1-6 and chromate ion (CrO.*) is dominant
above pH 6 [50]. At the same time, the surface charge of the
eggshell (calcium carbonate) decreases with increasing the pH
[51]. Accordingly, eggshell may have different affinity for adsor-
ption of these different chromium species at different pH values.
Hence, adsorption of Cr(VI) on eggshell increases as pH increases
in the range 3-7 due to the electrostatic attraction between the
growing positive surface charge of eggshell and the (HCrOy")

Fig. 3. SEM micrographs of eggshell sorbents
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ion. Then, with decreasing of the positive surface charge of the
eggshell with the increase of pH and also due to the competition
of OH™ and HCOj™ ions which are predominant species in pH
> 7 ions, the adsorption affinity of eggshell to chromate ion
CrO,” decrease [52,53]. Fig. 4b illustrates the effect of weight
of eggshell on the extraction of Cr(VI) at 120 min, pH 7 and
20 mg/1 of Cr(VI). The extraction percent of Cr(VI) increases
with an increase in the dosage of the eggshell sorbents. This is
due to the reason as the amount in grams of sorbent is increased
the total surface area available for the adsorption of Cr(VI)
increases [29]. The optimum dosage of eggshell adsorbents
was found to be 5 g after which the extraction percent of Cr(VI)
does not markedly increase due to the screen effect between
the sorbent particles [54].

Fig. 4c illustrates the effect of contact time on the extra-
ction of Cr(VI) by 2 g of eggshell sorbents at pH 7 and 20 mg/L
of Cr(VI). The extraction percent of Cr(VI) by eggshell sorbents
rapidly increases within 60 min followed by a slower extraction
after that when maximum adsorption was reported. The faster
adsorption of Cr(VI) is attributed to a large number of vacant
binding sites at the start. As the adsorption process progress,
the eggshell surfaces are highly saturated with the adsorbed
Cr(VI) ions, forcing Cr(VI) ions to diffuse into the inner part
of eggshell surface which reduces the rate of adsorption [54].
As aresult, the affinity of eggshell adsorbents towards Cr(VI)
ions diminishes as the distribution of Cr(VI) ions on the egg-
shell surface adsorbing sites reaches equilibrium [55]. Fig. 4d
illustrates the effect of initial concentration on the extraction
of Cr(VI) at 60 min by 2 g of eggshell sorbents at pH 7. The
extraction percent first increases with increasing the initial
concentration then decreases. The higher is the initial concen-
tration of Cr(VI) ions, the greater the driving force to overcome
the mass transfer resistance through the bulk solution [56]. Thus,
extraction percent first increases. Then as most of the adsorption
sites on the eggshell sorbents are occupied, with further increase
in the concentration of Cr(VI) ions, the extraction becomes
slower [57]. The adsorption capacity of Cr(VI) ions is slightly
reduced in case of the heated eggshell may be due to the change
that occurs in the pore size distribution and structure of eggshell
during heating [58]. Also, the adsorption capacity of Cr(VI)
ions is slightly reduced in case of the hematite coated eggshell.
This indicates that coating of eggshell with magnetite (Fe;0,)
rather than hematite (Fe,Os) could improve the removal ability
of Cr(VI) ions due to release of Fe** ions, which reduce Cr(VI)
ions to Cr(III) ions followed by the co-precipitation of Cr(III)
and Fe(III) hydroxides [59,60].

Adsorption kinetics: The sorption kinetic data of Cr(VI)
measured on eggshell sorbents were analyzed in terms of pseudo-

first-order and pseudo-second-order sorption equations. The
pseudo-first-order equation assumes that the rate of change of
adsorption with time is proportional to the difference in equili-
brium biosorption capacity and the adsorbed amount [61]. The
equation is expressed as follows:

— k1

log(q, —q,)=logq, (2.303} (1)
where k; (min™) is the rate constant of the pseudo-first-order
sorption, q, (mmol g™) denotes the amount of sorption at time
t (min), and q. (mmol g™") is the amount of sorption at equili-
brium. k; and q. were calculated from the slope and intercepts

of the plot of log(q. — q,) against t.
The pseudo-second-order equation assumes that the rate-
limiting step involves chemisorption [62]. The equation is

expressed as:
t 1 { 1 jt
L S 2
qt Vo qe ( )

where V, is the initial sorption rate (mmol g min™); v, and q.
were calculated from the intercept and slope of plot t/q vs. t.

Figs. 5 and 6 illustrate the pseudo-first and second order
kinetic plots for the sorption of Cr(VI) on eggshell sorbents
[plot of log(qe — qu) against t] and [plot of t/q, against t], respec-
tively. Table-1 represents the parameters of the first order and
second order kinetic constants for sorption of Cr(VI) on eggshell
sorbents at room temperature. The correlation coefficients 1*
both for the pseudo-first-order sorption equations showed that
the adsorption kinetics data were best fitted with the pseudo-
second-order equation that gives the higher r* values. This proves
that the surface of eggshell sorbents were not homogenous and
suggested that rate-limiting step in the sorption of Cr(VI) on
eggshell sorbents involves chemisorption [63].

Adsorption isotherms: To find out the mechanistic para-
meters associated with Cr(VI) on eggshell sorbents at room
temperature, the results obtained by the effect of initial Cr(VI)
concentration were analyzed by the adsorption isotherm models
given by Freundlich and Langmuir. The sorption isotherms
for binding of Cr(VI) to eggshell were determined by the batch
technique at pH 7 at the concentration of 1-3 mg/L and shaken
for 60 min with a constant weight 2.0 g of eggshell sorbents.

The linear form of Freundlich model, which describe the
adsorption characteristics for the heterogeneous surface [64]
can be expressed as follows:

log q, =log K, +llog C. 3)
n

TABLE-1
PARAMETERS OF THE FIRST ORDER AND SECOND ORDER KINETIC CONSTANTS
FOR BINDING OF Cr(VI) USING EGGSHELL AT ROOM TEMPERATURE

Pseudo-first-order constants Pseudo-second-order constants
k; e Vo Je r
E -0.00216482 0.014592 0.7923 0.058806 0.236681 0.9997
T -0.0158907 0.0044055 0.7938 0.042557 0.227894 0.9996
H -0.0195755 0.021984 0.7934 0.044841 0.235671 0.9996
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where Ky and 1/n are Freundlich constants (indicators of sorption
capacity and intensity, respectively) that can be calculated from
the intercept and slope of this linear equation, respectively.
The Langmuir equation, which is valid for monolayer
sorption onto a completely homogeneous surface with a finite
number of identical sites and with a negligible interaction
between adsorbed molecules is given by eqn. 4 [65]:

C (1), (1
4. '[QJC”[QOJ @

where C. and q. are the equilibrium concentrations of adsorbate
in liquid and adsorbed phases in mmol mL"' and mmol g,
respectively. Q, and b are Langmuir constants and can be calcu-
lated from the intercept (1/Q,b) and slope (1/Q,) of the linear
plot, C./q. against C., respectively.

Figs. 7 and 8 illustrate the plots of Freundlich and Langmuir
models for the sorption of Cr(VI) on eggshell sorbents (plot
of log q. against log C.) and (plot of C./q. against C.), respec-
tively. Table-2 represents the parameters of the Freundlich and
Langmuir isotherms constants for binding of Cr(VI) on egg-
shell sorbents at room temperature. The correlation coefficients
r* both for the Freundlich and Langmuir isotherms models
showed that the adsorption isotherms were best fitted with the
Langmuir isotherm model that gives higher r* values.
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TABLE-2
PARAMETERS OF FREUNDLICH AND LANGMUIR ISOTHERMS CONSTANTS
FOR BINDING OF Cr(VI) USING EGGSHELL AT ROOM TEMPERATURE

Freundlich isotherm constants

Langmuir isotherm constants

K, 1/n P

Q, B r’ R,

E 0.20990 0.1536 0.6130
0.21622 0.1367 0.8049
H 0.20610 0.1421 0.7355

—

0.216039 17.13104 0.9958 0.9931
0.224977 16.95233 0.9945 0.9935
0.215401 15.75331 0.9901 0.9996

y = 4.6288x + 0.2702
R? = 0.9852

0 01 02 03 04 05 06 07 08 09 10 1.
C.
5 y=44449x+02622

R%=0.9945
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Fig. 8. Plot of C./q. against C.

The essential characteristics of the Langmuir isotherm can
also be expressed in terms of a dimensionless constant separ-
ation factor or equilibrium parameter (Rr), which is defined
as:

1
R =—

LT A+bC,) ®)
where b is the Langmuir constant (indicates the nature of sorption
and the shape of isotherm accordingly) and C, is the initial
concentration of Cr(VI) (4 x 10* M). The R, value indicates
the type of the isotherm as follows: unfavorable (R, > 1), linear
(RL=1), favourable (0 < R; < 1) and irreversible (R, = 0). The
values of Ry showed that the adsorption isotherms represent
the favourable type.

Conclusions

This work investigates the effect of thermal treatment as
well as coating with Fe,O; of eggshell on the extraction percent

of Cr(VI). The effect of pH, weight of eggshell adsorbent, contact
time and initial concentration of Cr(VI) ions on the adsorption
of Cr(VI) on the eggshell sorbents were determined under static
conditions by the batch equilibrium technique. The sorption
kinetic as well as mechanistic isotherm parameters of Cr(VI) on
the eggshell sorbent were analyzed. The main conclusions are:

e The eggshell composed mainly of calcite rhombo-
hedral structure in addition to trace of quartz silica residual
protein fibers.

e Heating increased the porosity of eggshell surface due
to the pyrolysis of calcium carbonate and degassing of CO, as
well as decomposes the residual protein.

e The conventional XRD and FTIR techniques did not
detect the existence of any phases that could arise from coating
eggshell sorbent with hematite due to the detection limits.

e The adsorption of Cr(VI) on eggshell depends on the
pH, weight of eggshell adsorbent, contact time and the initial
concentration of Cr(VI) ions.

e The solution chemistry of Cr(VI), the surface charge
of eggshell and accordingly, the adsorption affinity of Cr(VI)
on the eggshell depends on the pH. The OH™ and HCOs™ ions
in the alkaline conditions compete with chromate ion CrO,*
and reduce its adsorption affinity to eggshell.

e The adsorption of Cr(VI) on eggshell is the highest at
pH 7. The optimum dosage of eggshell adsorbents was found
to be 5 g. The extraction percent of Cr(VI) by eggshell sorbents
rapidly reaches the equilibrium increases within 120 min.

e The adsorption kinetics data were best fitted with the
pseudo-second-order equation and the adsorption isotherms
were best fitted with the Langmuir isotherm model.

e From the economic point of view, the thermal treat-
ment and coating with Fe,O; did not enhance the adsorption
capacity of the eggshell.
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