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The rate of fluoride adsorption from water solution on bone char was interpreted by using a diffusional
model as well as kinetic models. The experimental data for the fluoride concentration decay were obtained
in a rotating basket adsorber. The diffusional model considered that the overall rate of adsorption was
due to the following steps: external mass transfer, intraparticle diffusion and adsorption on an active
site. It was assumed that the rate of adsorption on the active sites was instantaneous. Furthermore,

ﬁyworg“ the overall rate of adsorption of fluoride was controlled by the pore volume diffusion. The diffusional

BO;grfh';n model fitted the experimental concentration decay curves satisfactorily and the effective pore volume
o gipe e diffusivity of the fluoride in the bone char varied from 2.73 x 106 to 3.71 x 10~% cm?/s. The tortuosity

Effective diffusivity - . : . X .

Fluoride factor of the bone char was estimated from the effective diffusivity of the fluoride and varied between

Tortuosity 1.7 and 2.3. It was recommended to use an average tortuosity factor of 7, =2.1 to estimate the effective

diffusion coefficient of fluoride in bone char. The effective diffusivity of fluoride and the tortuosity factor
were not dependent upon the operating conditions. The first-, second- and nth-order kinetic models
were fitted to the experimental concentration decay data. The results revealed that the second- and the
nth-order kinetic models adjusted the experimental data satisfactorily; nevertheless, the rate constants
varied with the operating conditions without a reasonable trend. It was concluded that the diffusional
model interpreted the experimental data better than the kinetic models.

© 2010 Elsevier B.V. All rights reserved.

1. Introduction

The level of fluoride in drinking water is a very important physic-
ochemical factor which must be considered when assessing water
quality for human consumption. The presence of fluoride in water
for human consumption is important since it can be beneficial in
preventing dental fluorosis at concentrations of 0.5 mg/L, but it can
be detrimental to cause dental fluorosis at concentrations higher
than 1.5 mg/L.

The concentration of fluoride in water for human consump-
tion can be decreased below the permissible limit by the following
methods: ion exchange on polymeric resins, adsorption, reverse
osmosis and electrodialysis. The most commonly applied method
is adsorption on activated alumina [1,2].

Bone char has been considered as a potential adsorbent for
eliminating excessive fluoride in drinking water for human con-
sumption [1-3]. Nevertheless, bone char has not been extensively
applied because of problems related to the unpleasant taste and
smell, and yellowish color of the treated water [1,2]. These prob-
lems were due to that the bone char still contained organic matter
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because the charring temperatures were below 500 °C. On the other
hand, bone char produced at temperatures above 600 °C presented
lower fluoride adsorption capacity than that charred at tempera-
tures below 600 °C [4,5]. The adsorption capacity and quality of the
bone char are highly dependent upon the charring temperature and
time. Hence, the procedure for preparing bone char is decisive to
optimize its application as a defluoridation adsorbent of drinking
water. The bone char produced by partly calcination at a temper-
ature of 550°C and a charring time of 4 h, can be appropriate for
defluoridation of drinking water [1].

Very few studies have been focused on the application of bone
char for removing fluoride from water for human consumption.
Abe et al. [6] and Medellin-Castillo et al. [7] investigated the
adsorption of fluoride on bone char from water solutions. The
adsorption capacity is considerably dependent upon the physic-
ochemical properties of the bone char surface and the solution pH
[7]. It has been found that the adsorption mechanism of fluoride
on bone char is attributed to chemical and physical adsorption, the
last is due to electrostatic interaction between the surface charge
and the fluoride ions in solution [8].

At the industrial application, the adsorption of a given pollutant
is mainly carried out in fixed bed adsorbers. To design these adsor-
bers, it is required to know the adsorption capacity and the overall
rate of adsorption [9]. The first step in designing an adsorption pro-
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Nomenclature

a Prausnitz—Radke isotherm constant (L/g)

b Prausnitz-Radke isotherm constant (L/mg)?

C concentration of fluoride at equilibrium (mg/L)

Ca concentration of fluoride in aqueous solution (mg/L)

Cay initial concentration of fluoride in aqueous solution
(mg/L)

Cae final concentration of fluoride at equilibrium in
solution (mg/L)

Car concentration of fluoride in the pore volume at a
distance r (mg/L)

Car concentration of fluoride in aqueous solution at the
external surface of bone char (r=R) (mg/L)

Dep effective pore volume diffusivity (cm?/s)

;\W molecular diffusion coefficient of sodium ion at a

dilute concentration (cm?/s)

D;, molecular diffusion coefficient of fluoride ion at a
dilute concentration (cm?/s)

Dg- ionic diffusivity of fluoride in aqueous solution
(cm?/s)

k Freundlich isotherm constant (L//(mg!/nf-1 g))

K Langmuir isotherm constant (L/mg)

k1 rate constant for the first-order reaction (min—1)

ks rate constant for the second-order reaction
(gmg~!min~1)

ky external mass transfer coefficient in liquid solutions
(cm/s)

kn rate constant for the nth-order reaction
(gn—l mgl—n min-! )

m mass of bone char (g)

n nth-order reaction

nf Freundlich isotherm constant

N number of experimental data points

q mass of fluoride adsorbed per unit mass of bone char

(mg/g)
pred mass of fluoride adsorbed predicted with the
isotherm model (mg/g)

Je mass of fluoride adsorbed at equilibrium (mg/g)

Qexp experimental mass of fluoride adsorbed (mg/g)

m Langmuir isotherm constant (mg/g)

r distance in radial direction of a bone char particle
(cm)

R radius of a bone char particle (cm)

S external surface of the particles of bone char per unit

mass of bone char (cm?/g)

t time (min)

% volume of the fluoride solution (mL)

B Prausnitz-Radke isotherm constant

&p void fraction of bone char

[0) dimensionless concentration of fluoride in solution

Pexp experimental dimensionless concentration of fluo-
ride in solution

Ppred dimensionless concentration of fluoride in solution
predicted with the models

Op density of bone char particles (g/mL)

Tp Tortuosity factor of bone char

cess is to find an adsorbent with a high capacity, high selectivity,
and long life. Furthermore, this adsorbent must be available in large
amounts as well as inexpensive. The second step is to choose an
adsorbent in which the overall rate of adsorption is fast [10].

In analyzing the overall rate of adsorption, it is fundamental to
study the mass transport mechanisms and parameters represent-
ing these mechanisms. Normally, these parameters are the external
mass transfer coefficient in the liquid phase and the effective intra-
particle diffusion coefficient. The overall adsorption rate of a solute
or adsorbate from a solution to the active sites of a porous adsorbent
may be interpreted with a diffusional model that consists of three
steps [11]: (1) external mass transport, (2) intraparticle diffusion
and (3) adsorption rate on an active site.

Very few studies have been reported on the rate of adsorption
from water solution onto bone char. The adsorption rates of Cu2*,
Cd?* and Zn%* on bone char have been investigated using kinetic
models [12,13] as well as diffusional models [14-17]. A literature
review revealed the rate of fluoride adsorption on bone char has
not been studied.

The adsorption rate of fluoride on various adsorbents has been
investigated by several authors. The adsorption rate of fluoride
on coke, lignite, and bituminous carbon was interpreted using the
kinetic models of pseudo-first-order and pseudo-second-order, and
it was found that the kinetics of fluoride adsorption can be sat-
isfactorily predicted with a pseudo-first-order kinetic model [18],
and the first-order kinetic constant was directly proportional to the
surface area of these adsorbents. The kinetics of fluoride adsorp-
tion on activated alumina and alumina cement [19-21] has been
modeled using kinetic models as well as an intraparticle diffu-
sion model. Ku and Chiou [19] assumed that the adsorption rate
was controlled by a surface reaction and proposed a second-order
kinetic model, which was first-order regarding the concentration
of fluoride in the aqueous solution and first-order with the concen-
tration of unoccupied active sites on the activated alumina surface.
This kinetic model matched satisfactorily the experimental data.
Ayoob et al. [20] reported that the adsorption rate of fluoride on
alumina cement particles was suitably described by a kinetic model
of pseudo-second-order. On the other hand, Ghorai and Pant [21]
found that the adsorption rate of fluoride on activated alumina was
fast in the first 6 h and decreased slowly afterwards. The experi-
mental rate of adsorption data was interpreted with a first-order
kinetic model. However, an intraparticle diffusional model also
fitted the experimental data. The authors concluded that surface
reaction rate and intraparticle diffusion contributed to the overall
adsorption rate of fluoride on activated alumina.

The aim of this work was to study the adsorption rate of fluoride
on bone char using kinetic models as well as a diffusional model.
The diffusional model incorporated the external mass transfer and
intraparticle diffusion. The concentration decay curves predicted
with the diffusional model were compared with those with the
kinetic models. The effects of the operating conditions on the rate
of adsorption were also investigated. The advantages of each model
were argued and a model was selected to predict the overall rate
of adsorption of fluoride on bone char.

2. Diffusional model

In the diffusional model, the overall adsorption rate of fluoride
on bone char is assumed to take place by a mechanism consisting
of three consecutive steps: (i) external mass transport, (ii) intra-
particle diffusion, and (iii) adsorption rate on a site inside the pores
[9].

The diffusional model interprets the adsorption rate in a batch
adsorber that contains a certain mass of bone char, and a constant
volume of an aqueous solution with a known initial fluoride con-
centration. The adsorption system is composed of two phases: the
constant volume solution of fluoride and the porous particles of
bone char. The diffusional model was developed by performing
mass balances of fluoride in each phase. The following assumptions
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were made: (i) intraparticle diffusion is exclusively due to diffusion
in the pore volume (Fick diffusion), and (ii) the rate of adsorption
on an active site is instantaneous.

The ordinary and partial differential equations representing the
diffusional model are [9]:

dc,

VTtA = —mSkL(CA - CA,R) (1)
BCA, aq 190 aCA’

€p 3tr+ppﬁ:r7§ [rz (De’p arrﬂ ®

The initial and boundary conditions necessary for solving these
differential equations are:

t=0, Ca = Ca, (3)
t=0, Car=0, O0<r=<R (4)
C
38A,r -0 (5)
r r=0
aC,
Dep =" =ki(Cr—Car) (6)
r=R

Ifthe adsorption rate of fluoride on an active site is assumed to be
instantaneous then, local equilibrium exists between the fluoride
in the solution inside the pore and the fluoride adsorbed on an
active site. This equilibrium can be represented by the adsorption
isotherm, which is a mathematical relation between Ca ; and q. The
adsorption isotherm can be expressed as:

q=f(Car) (7)

The partial and ordinary differential equations of this model
were numerically solved by using the PDESOL software.

3. Kinetic models

In the literature several kinetic models have been reported for
interpreting the overall adsorption rate of a pollutant on a porous
solid adsorbent [22]. In contrast to the diffusional models, the over-
all rate of adsorption in the kinetic models is not considered to be
controlled by any of the mass transport mechanisms, but rather
by the surface adsorption rate. The overall rate of adsorption is
represented in a similar fashion as the rate of a chemical reaction.

The kinetic adsorption models are obtained by performing an
overall mass balance of the adsorbate:

dq dCp
ma + VW
In this equation, it is considered that there are no concentration
gradients existing within the particles of the adsorbent. There-
fore, the intraparticle diffusion and the external mass transport are
neglected since they are much faster than the adsorption rate on
the surface. Eq. (8) is integrated by using the initial condition g=0
at t=0 and the next equation is obtained:

=0 (8)

V(Cay — Ca)
- 7‘;’ (9)

The first-order adsorption rate is expressed as [22]:

9 ke -a) (10)

This equation is integrated by using the above initial condition and
the resulting equation is:

q=qe(1-e*") (11)

This equation can be expressed in terms of Ca and Ca, using Eq. (9)
and the resulting equation is:

Ca = Ca, +(Ca, — CaJe M1t (12)

The adsorption rate for a second-order adsorption reaction can
be represented by the following equation [22]:

d
T =ka(qe - a)? (13)

By integrating this equation, the following one is obtained:

1 1

G- 7 (14)

Expressing the above equation in terms of Cy and Ca,, the final
equation is:

(15)

m) ka[(V/m)(Ca, — Ca )1t
(

Ch=Cao - (v 1+ ka[(V/m)(Cag — Cac)IE)

The adsorption rate for an n-order is represented as follows:

— =kn(qe — q)" (16)
Now, this equation can be related to C4 and Ca,, and the result is:

dc, ,
dTA = —kj(Ca — Ca,)" (17)
The relationship between k; and kj, is given by the following equa-

tion:

K = (K)Mkn (18)

m

4. Materials and methods
4.1. Bone char

The bone char used in this study is commercially known as
Fija Fluor and manufactured from animal bones by the APELSA,
Guadalajara, Mexico. The bone char was sieved to the average parti-
cle diameters of 0.65, 0.79 and 1.29 mm, washed several times with
deionized water, dried in a furnace at 100°C for 24 h and stored in
plastic containers.

4.2. Properties of bone char

The textural and physicochemical properties of the bone char
were reported in a previous work [7]. The surface area, pore volume
and average pore diameter were 104 m2/g, 0.30 cm?/gand 11.1 nm,
respectively. The concentrations of acid and basic sites were 0.29
and 0.62 mequiv./g, respectively.

4.3. Determination of the fluoride concentration in aqueous
solution

The concentration of fluoride in an aqueous solution was deter-
mined by a potentiometric method. The potential was measured
using an SA 720, Orion model, potentiometer with a fluoride ion
selective electrode. The concentration of the fluoride in a sample
was determined with a calibration curve, concentration of fluoride
vs. potential. The calibration curve was prepared with eight stan-
dard solutions with concentrations ranging from 0.1 to 10 mg/L.
The experimental error in determining the fluoride concentration
was estimated to be less than 0.5%.
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4.4. Adsorption equilibrium data

The experimental adsorption equilibrium data were obtained in
a 500-mL Erlenmeyer flask that served as the batch adsorber. The
procedure is described as follows. A fluoride solution of an initial
concentration varying from 1 to 20 mg/L, was prepared in a 500-
mL volumetric flask, the pH of this solution was adjusted to pH 7
and a 20-mL sample was taken, which was later analyzed to cor-
roborate the initial concentration. The solution was transferred to
the batch adsorber, which was then partially submerged in a ther-
mostatic water bath. A Nylon basket containing 0.5 or 1g of the
bone char was placed inside the solution in the batch adsorber. The
solution was stirred continuously at 200 rpm with a Teflon-coated
stirring bar and a magnetic stirrer placed under the thermostatic
bath. The bone char and solution were left in contact until equi-
librium was reached. The solution pH was periodically measured
using a potentiometer and kept constant at pH 7 by adding 0.01,
0.1 and 1.0 M HNO3 or NaOH solutions as required. The volumes of
these solutions were registered to estimate the final total volume
of the solution. The solution was sampled at certain times and the
concentration of fluoride in each sample was determined by the
electroanalytical method described earlier. It was considered that
equilibrium had been attained when the concentrations of two suc-
cessive samples did not vary significantly. In preliminary runs, it
was found that 7 days were enough to reach equilibrium. The mass
of fluoride adsorbed was estimated by performing a mass balance
of fluoride. The experimental error in the mass of fluoride adsorbed
was assessed to be less than 2%.

4.5. Rotating basket batch adsorber

The experimental adsorption rate data were obtained in a rotat-
ing basket batch adsorber that was similar to a Carberry reactor
[23]. The adsorber consisted of a three-neck reaction flask and
was equipped with four equally spaced baffles. The solution in the
adsorber was mixed with an impeller, which was fixed through the
central neck of the reaction flask and was turned on by a variable-
speed motor. The blades of the impeller were replaced by two
cylindrical baskets made from stainless steel mesh. The baskets
had a capacity for 4¢g of adsorbent and were 1.5cm in diameter
and 4 cm in length. One of the two-side necks of the flask was used
for sampling or adding a make-up solution, and the other neck was
employed for introducing a thermometer. The temperature of the
adsorber solution was kept constant by partially submerging the
adsorber in a constant temperature water bath.

4.6. Method for obtaining the rate of adsorption data

The experimental concentration decay curves for the fluoride
adsorption on bone char were obtained in a rotating basket adsor-
ber. First, a solution was prepared by mixing equal volumes of
0.01 M HNOs3 and NaOH solutions and the solution pH was adjusted
to 7. This solution was transferred to a 1-L volumetric flask. Next,
an aliquot of a certain volume was taken and the remaining solu-
tion was added to the adsorber. Moreover, the baskets were packed
with a certain mass of bone char and were attached to the impeller,
and the impeller was then set up in the adsorber. The motor of the

Table 1

impeller was turned on and the bone char and the solution were
left in contact for 2 days. The pH of the solution was periodically
measured and adjusted to 7 by adding 0.1 M HNO3 solution. Once
the pH of the solution in the adsorber did not vary over time, an
aliquot of a solution of known concentration of fluoride was added
to the adsorber and the volume of this aliquot must be equal to
that taken from the 1-L volumetric flask. Immediately afterwards,
the timer was turned on and the time was registered as t=0. Dur-
ing the whole experiment, the pH of the solution was periodically
measured by a potentiometer and adjusted by adding 0.1 M HNO3
solution. The fluoride concentration decay curve was obtained by
sampling the solution in the adsorber at different times. Immedi-
ately after taking a sample, an equal volume of a make-up solution
of fluoride was added. The concentration of fluoride in the make-up
solution was close to the average of the initial and final equilibrium
concentrations of fluoride in the adsorber solution. The reason for
the addition was to restitute the mass of fluoride that was taken
out with each sample. In this way, the volume of the solution in the
adsorber was kept constant.

The experimental concentration decay data, concentration of
fluoride vs. time, were expressed in dimensionless form by defining
the following variable:

_ A (19)

The dimensionless concentration, ¢, was plotted against the time
to obtain the dimensionless concentration decay curve.

5. Results and discussion
5.1. Adsorption isotherm

The experimental adsorption equilibrium data of fluoride on
bone char at T=25°C, pH 7 and different particle diameters were
interpreted using the Freundlich, Langmuir and Prausnitz-Radke
isotherms. These isotherms are mathematically represented by the
following equations:

q=kct/nf (20)
 qmKC

=13k (21)
aC

I e =

The constants of these isotherms were estimated by employing a
least-squares method based on the Rosenbrock-Newton optimiza-
tion algorithm and the values of these constants at T=25°C and
pH 7 are listed in Table 1. Also, the average absolute percentage
deviation, %D, was calculated by applying the following equation:

1 N
*=p5>
i=1

The values of %D are also included in Table 1. The data was best
fitted with the Prausnitz-Radke isotherm because in all the cases
the %D of this isotherm was always lower than those of the other
two isotherms. The adsorption of fluoride on bone char was studied

Gexp ~ Apred | 100% (23)

(exp

Q

Freundlich, Langmuir and Prausnitz-Radke isotherms constants for the fluoride adsorption on bone char at pH 7 and T=25°C.

dp (mm) Freundlich Langmuir Prausnitz—Radke

k (L1/nf/(mg!/n=1 g)) nf %D qmK (L/g) K (L/mg) %D a(lfg) b (L/mg)# B %D
0.65 2.84 3.05 16.0 6.61 1.16 3.49 8.52 478 0.92 1.30
0.79 2.72 3.46 2.71 6.66 1.22 9.61 42.0 3.07 0.76 2.15
1.29 1.95 2.30 13.9 2.65 0.45 4.50 3.05 4.85 0.92 4.32
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Fig. 1. Adsorption isotherms of fluoride on bone char at pH 7 and T=25°C. The lines
represent the Prausnitz-Radke isotherms.

thoroughly in a previous work [7]. The effects of the solution pH
and temperature as well as the bone char surface properties on the
adsorption of fluoride on bone char have already been presented in
a previous work [7].

The experimental data and the Prausnitz—Radke isotherm model
for different particle diameters are graphed in Fig. 1. It can be seenin
this figure that the adsorption capacity of the bone char increases
slightly when the particle diameter is reduced by grinding. This
effect cannot be due to the rate of adsorption since enough time
was allowed to reach equilibrium. However, it may be attributed to
that the fluoride ions could not enter all the pores and some of these
unexposed pores were probably opened up while grinding the par-
ticle.In other words, the adsorption capacity was increased because
some additional surface area was available for fluoride adsorption
when the particles were ground. A similar effect had been reported
for the adsorption of phenol on granular activated carbon [24].

5.2. Concentration decay curves of fluoride

In a previous work [7], it was found that the fluoride adsorp-
tion capacity of bone char was highly dependent on the solution
pH and increased by diminishing the solution pH. For this reason,
the solution pH had to be kept constant during the adsorption rate
experiments; otherwise the adsorption capacity of bone char would
have changed as adsorption progressed.

At the beginning of the adsorption rate experiment, it was
observed that if the initial pH were below 7, the solution pH
increased immediately, and it was difficult to keep constant the
solution pH by adding 0.01 M HNOj solution. On the other hand,
the solution pH varied slightly during adsorption at an initial pH
of 7, and it was feasible to keep constant the solution pH. Thus, all
experimental data for the fluoride concentration decay curves were
obtained at pH 7.

The total volume of the solution added for maintaining constant
the pH was always less than 2 cm3; this volume represents only 0.2%
of the total volume of the solution in the rotating basket adsorber.
Thus, the total volume of the solution was considered to remain
constant throughout the rate of adsorption experiments.

5.3. Molecular diffusion coefficient of fluoride

All the fluoride solutions were prepared by dissolving NaF,
which dissociated into Na* and F~ ions. In this case, it was con-

sidered that the sodium fluoride solutions were quite dilute since
the fluoride concentrations were less than 20 mg/L (1.05 mM). The
diffusion coefficients of these ions in dilute aqueous solutions are
reported in the literature at 25°C and the values are as follows
[25]: DY,, =1.334 x 107> cm?/s and DY =1.475 x 10> cm?/s.
The ionic diffusivity of fluoride, Dg-, was estimated from the fol-
lowing equation [26]:

(24 +1z-1)DR, DY

= (24)

2, DY, +|z-1D%

where z: and z_ are the values of the positive and negative charges
of the ions involved. Substituting values in the preceding equation,
the ionic diffusivity of fluoride in aqueous solution is Dg- = 1.39 x
1075 cm?/s.

5.4. Mass transfer coefficient

The external mass transfer coefficient, k;, was estimated using
the method proposed by Furusawa and Smith [27]. This method
is based on the mass balance equation of fluoride in the adsorber
solution, Eq. (1). Evaluating this equation at the initial condition:
t =0, Cp = Cp, and Cp g = 0, the following equation is obtained:

_ %4 dCA oR dCA
b= - (mSCAO ) dt ( >t=0 (23)

=0 3Ca, \ dt
The last term is the slope of the concentration decay curve at the
beginning of the experiment (t=0). This slope was estimated by
using the first two concentration data points at t=0 and t=15 min
and the following equation:

dCy G =Gy
dt |;—o  t-0

(26)

The values of k; are displayed in Table 2 and range between
0.37 x 1073 and 3.07 x 10-3 cm/s. These values are within the range
of experimental values of k; obtained in a rotating basket adsor-
ber for the adsorption of heavy metals on activated carbon [9] and
organic compounds on activated carbon [28].

5.5. Interpretation of adsorption rate data with the diffusional
model

The experimental data of the concentration decay curves of flu-
oride were interpreted with the diffusional model. The only two
mass transfer parameters of this model are the external mass trans-
fer coefficient, ki, and the effective pore volume diffusivity, De p. The
external mass transfer coefficient was estimated as described in the
previous section.

The Dep was estimated by matching the experimental dimen-
sionless concentration decay data, gexp, with the dimensionless
concentration decay predicted with a numerical solution of the
diffusional model, @preq. In the diffusional model, it was further
assumed that the diffusion in the pore volume is the only intra-
particle diffusion mechanism. The best value of D, was obtained
when the diffusional model best fitted the experimental data, con-
sidering that the optimum fitting was achieved by minimizing the
following objective function:

N
Minimum = Z(¢exp — Ppred )? @7

i=1

Figs. 2 and 3 show the experimental data of the fluoride con-
centration decay curves on bone char as well as the concentration
decay predicted with the diffusional model. In all the cases, the dif-
fusional model satisfactorily represented the experimental data.
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Table 2
Experimental conditions of the concentration decay curves for the adsorption of fluoride on bone char at T=25 °C and pH 7. Mass transfer parameters of the diffusional model.
Run No. dp (mm) Speed (rpm) Ca, (mg/L) m(g) Ca. (mg/L) ge (Mg/g) ki (x103 cm/s) Dep (x10° cm?/s) T
2 0.79 200 8.35 2.016 1.69 3.32 1.45 3.71 1.7
3 0.79 200 5.44 1.008 1.97 3.46 1.38 3.16 2.0
4 0.79 200 8.59 1.006 4.32 4.25 2.10 3.09 2.1
5 0.79 200 224 1.014 16.4 5.94 1.76 2.96 22
6 0.79 200 16.4 0.800 12.0 522 0.98 2.84 22
7 0.79 200 16.6 1.301 9.85 5.07 2.63 2.87 22
8 0.79 200 15.8 2.601 4.67 4.34 1.23 3.09 2.1
9 0.79 200 3.37 1.001 0.70 2.57 0.93 3.23 2.0
10 0.79 100 3.37 1.001 0.75 2.63 0.73 2.81 2.3
12 0.65 200 5.63 1.007 1.76 3.76 1.30 2.78 2.3
13 1.29 200 5.66 1.004 221 2.93 3.07 3.31 1.9
14 0.79 150 7.28 1.001 3.32 3.97 0.37 2.73 23
15 0.79 200 7.65 1.003 3.89 3.72 0.73 2.78 2.3
16 0.79 250 9.11 1.004 4.71 4.35 0.78 3.31 1.9

i

— )

= 316 % 10 cnfls, k = 1.38 x 107 emis, T, = 2.0, C,,, = 5.44 mg/L

0.2
= =D, =3.09 = 10 cmi’s, k .= 2.10 x 10 cm/fs,7,=2.1, Coy =8.59 mg/L
*=* D, =29 =10 cmis,k | =1.76 x 10” em/fs, 1, =22, C,, =224 mg/L.
00 1 L 1 1
0 20 40 60 80 100

Time, h

Fig. 2. Concentration decay curves for fluoride adsorption on bone char. The lines
represent the diffusional model predictions. Run Nos. 3, 4 and 5.

The experimental values of De ), are reported in Table 2 and vary
between 2.73 x 1076 and 3.71 x 10-6 cm?/s.

The tortuosity factor of bone char can be estimated with the
following equation [9,14]:

EpDp-
PYF
Dep = (28)
Tp
T T T
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Fig. 3. Concentration decay curves for fluoride adsorption on bone char. The lines
represent the diffusional model predictions. Run Nos. 6, 7 and 8.

The ionic diffusivity of fluoride is Dg- = 1.39 x 1072 cm?/s (Section
5.3) and the value of the void fraction for the bone char is gy =0.46
[29]. The values of the tortuosity factor, 7p, estimated with Eq. (28)
are shown in Table 2 and vary between 1.7 and 2.3. The rate of
adsorption of heavy metals on bone char has been studied in several
works [16,29,30] and it has been reported that the tortuosity factor
of bone char varies between 2.7 and 3.6 [14,15].

Cheung et al. [14] studied the adsorption kinetics of Cd(II), Cu(II)
and Zn(II) on bone char employing a film-pore diffusion model. The
model was obtained by assuming that the rate of adsorption was
controlled by the external mass transfer and pore volume diffusion.
Furthermore, it was supposed that the adsorption of the metal took
place on a shrinking core of the particle. Cheung et al. [30] reported
that the experimental effective pore volume diffusivities of Cd(II),
Cu(II) and Zn(II) were 0.528, 0.667 and 0.632 x 106 cm?/s, respec-
tively. These values are less than the effective diffusivity values of
the fluoride ion. A possible explanation for this behavior is that the
hydrated radius of the F~ (0.352 nm) [31] is less than those of the
metal ions (the hydrated radii of Cd(II), Cu(Il) and Zn(II) ions are
0.426, 0.419 and 0.430 nm, respectively). In other words, the fluo-
ride ion diffuses faster than the metal ions because of its smaller
size.

In general, it was observed that the experimental concentration
decay data were reasonably well interpreted with the diffusional
model and the variations of De p were not important. The arithmetic
average of Dep is 3.08 x 10-6 cm?/s and the corresponding average
tortuosity factor is Tp =2.1.

The experimental concentration decay curves for run Nos. 2 and
10are graphed in Fig. 4. For comparison purposes the concentration
decay curves predicted with the diffusional model using the aver-
age value of Dep (Dep=3.08 x 1076 cm?[s) or average value of 7,
(tp=2.1) and with the best value of D, were also plotted in these
figures. The experimental data of run Nos. 2 and 10 were chosen
for this comparison because the best values of De p in these exper-
iments correspond to the lowest and the highest values of 7, (see
Table 2). As seen in these figures, the fluoride concentration decay
curves predicted with the average value of De , or 7p are very sim-
ilar to those predicted with the best value of De . Thus, the model
prediction using the average tortuosity factor of T, =2.1 is also quite
satisfactory.

5.6. Effect of the mass of fluoride adsorbed on Dep

The mass of fluoride adsorbed can affect the diffusion of fluoride
inside the pores since the fluoride adsorbed on the pore surface
might reduce the volume of the pore and block partially the pores.
The effect of the mass of fluoride adsorbed at equilibrium, ge, on Dep
was studied by carrying out experiments at the same conditions,
but ge was different in each experiment. This last condition was
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Fig. 4. Concentration decay curve for fluoride adsorption on bone char. The lines
represent the diffusional model predictions. Run Nos. 2 and 10.

achieved by varying the initial concentration of fluoride or the mass
of bone char. In each run, the final conditions at equilibrium, Ca,
and ge, were calculated by solving the mass balance equation (9)
and the adsorption isotherm equation (22).

The experimental concentration decay curves for run Nos. 3, 4
and 5 are graphed in Fig. 2 and these runs were carried out under the
same conditions except that the initial fluoride concentration, Cp,
was different in each run. Analyzing the experimental conditions
of these runs in Table 2, it was noticed in that ge increased when
Ca, wasraised. This behavior is considered normal since the greater
the amount of fluoride in the solution, the greater the amount of
fluoride available for adsorption. The concentration decay curves
for run Nos. 6, 7 and 8 are displayed in Fig. 3 and these runs were
carried out at the same experimental conditions, but the mass of
bone char, m, was varied in each run. The experimental conditions
for these runs are given in Table 2. The values of ge dropped as the
mass of bone char increased because there was a greater mass of
bone char per unit volume.

The effect of ge on De p is shown inFig. 5 and D , does not depend
on ge. This may be due to that ge is very low and hence the fluoride
adsorbed on the pore surface does not hinder fluoride diffusion in
the pore volume.
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Fig. 5. Effect of the mass of fluoride adsorbed at equilibrium, ge, on the effective
diffusion coefficient, De .
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Fig. 6. Effect of the diameter particle on the fluoride concentration decay curves.
The lines represent the diffusional model predictions. Run Nos. 3 and 13.

5.7. Effect of the average particle diameter on the overall
adsorption rate

The effect of the particle size on the overall adsorption rate was
studied by obtaining the adsorption rate data using bone char par-
ticles with different particle diameters and keeping the rest of the
experimental conditions constant. The experimental concentration
decay curves for run Nos. 3 and 13 are shown in Fig. 6, and it can be
noticed that adsorption equilibrium was attained faster by reducing
the diameter of the bone char particles. This result implies that the
overall adsorption rate increased while diminishing the diameter
of the particle. This behavior was expected since the overall adsorp-
tion rate of fluoride was controlled by the intraparticle diffusion. If
the particle diameter is smaller, then the distance traveled by the
fluoride ion from the external surface to the active sites inside the
pores will be shorter, resulting in a faster adsorption rate.

The experimental concentration decay curves for run Nos. 3 and
13 were predicted with the diffusional model and are plotted in
Fig. 6. Again, the diffusional model satisfactorily interpreted the
experimental data. The values of Dep and 7, varied very slightly
with the particle diameter (see Table 2). Normally, the tortuosity of
an adsorbent does not depend on the diameter of the particle but
on its porous structure. This explains why 7, does not depend on
the particle diameter of bone char.

5.8. Importance of external mass transport in overall adsorption
rate

In the rotating basket adsorber, the external mass transport
depends on the impeller speed. The effect of the external mass
transport in the overall adsorption rate was studied by performing
experiments at the same experimental conditions but at different
impeller speeds. The experimental concentration decay curves at
the impeller speeds of 150, 200 and 250 rpm (run Nos. 14, 15 and
16) are graphed in Fig. 7, and it can be observed that in the first
3 h, the experimental concentration decay curve at 150 rpm is dif-
ferent from those at 200 and 250 rpm. Furthermore, the external
transport coefficient, ki, increased from 0.37 to 0.73 cm/s when the
impeller speed was raised from 150 to 200 rpm (see Table 2, run
Nos. 14 and 15). Thus, the external mass transport of fluoride was
doubled by augmenting the impeller speed from 150 to 200 rpm.
As seen in Fig. 7, the experimental concentration decay curve at the
speed of 200 rpm is overlapping that at 250 rpm; this reveals that
the external mass transport is no controlling the overall adsorp-
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Fig. 7. Effect of the impeller speed on the concentration decay curves for fluoride
adsorption on bone char. The lines represent the diffusional model predictions. Run
Nos. 14, 15 and 16.

tion rate at speeds higher than 200 rpm. For this reason, the rest of
experiments were performed at impeller speeds of 200 rpm.

5.9. Interpretation of the adsorption rate data with the kinetic
models

The experimental data of the fluoride concentration decay
curves were also interpreted with the kinetic models described
earlier. The kinetic model equations for the first-, second- and nth-
order were presented previously. The values of k; and k, were
estimated by fitting the kinetic model to the experimental concen-
tration decay data. The values of k; and n of the nth-order kinetic
model were obtained by matching the experimental concentration
decay data with a numerical solution of the nth-order model com-
puted by an integration method using the Scientist software. The
best values of the rate constants (kq, k; and k) and order (n) were
estimated by a least-squares method using an optimization algo-
rithm based upon the objective function represented by Eq. (27).
The values of the kinetic parameters as well as the absolute average
percentage deviation are given in Table 3.

The kinetic models are normally fitted to the experimental data
by considering that the adjustable parameters are the rate con-
stants (kq, k and ky), the uptake at equilibrium (ge) and the order
(n) of the adsorption rate. In this work, ge was not considered an
adjustable parameter since it can be calculated as described in Sec-
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0.8 — Second order B
“n=18
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Fig. 8. Concentration decay curves for fluoride adsorption on bone char. The lines
represent the kinetic model predictions. Run Nos. 3 and 9.

tion 5.6. If ge is considered as an adjustable parameter then ge
cannot be predicted with the adsorption isotherm.

The experimental concentration decay curves for run Nos. 3 and
9 are presented in Fig. 8. The concentration decay data for the
first-, second- and nth-order kinetic models are plotted as well.
It is observed that the second- and nth-order kinetic models fit
the experimental data well, whereas the first-order model does
not. The absolute average percentage deviations vary between 0.5
and 7.1, 0.5 and 6.9 and 1.2 and 8.8%, for the nth-, second- and
first-order models, respectively. The percentage deviations of the
second-order model are very similar to those of the nth-order
model and therefore, it was considered that both kinetic models
fitted quite well the fluoride concentration decay data. The second-
order kinetic model was chosen over the nth-order model because
the values of the reaction order n varied considerably between 1.8
and 3.2 (see Table 3). Besides, the values of n varied without any
trend concerning the operating conditions.

5.10. Dependence of the k; kinetic constant with regard to
operating conditions

In Table 3 it is clearly noted that the rate constants (ki, ky and
kn) varied considerably with the operating conditions (initial con-
centration of fluoride, mass of bone char, concentration of fluoride
at equilibrium and mass of fluoride adsorbed at equilibrium) (see
Table 2). The dependence of the rate constant k, with respect to

Table 3
Values of the rate constants for first-, second- and nth-order kinetic models.
Run No. First-order Second-order nth-Order
ki (x103 min~1) %D ky (x103 gmg~" min-1) %D kn (x10% g1 mg!-"min-1) n %D
2 3.5 8.6 2.2 6.9 2.0 2.0 7.1
3 23 6.5 1.2 6.2 13 1.8 5.0
4 3.1 4.6 1.3 3.2 1.1 2.2 3.6
5 6.8 3.2 23 1.6 1.0 2.7 1.5
6 3.0 1.9 1.0 0.8 0.9 2.1 0.8
7 7.3 5.7 24 34 0.7 3.1 3.0
8 7.1 7.3 29 4.4 2.8 2.1 4.6
9 14 7.5 1.0 5.7 1.1 1.8 4.5
10 0.9 8.3 0.6 4.1 0.7 1.8 33
12 4.2 8.5 1.6 4.1 1.3 23 4.6
13 1.2 8.8 0.6 4.6 0.5 2.5 4.7
14 1.3 1.2 0.4 0.7 0.2 2.5 0.7
15 2.6 2.8 0.9 15 0.3 3.2 1.2
16 3.2 1.6 1.0 0.5 0.9 2.1 0.5
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Fig.9. Effect of the mass of fluoride adsorbed at equilibrium, g, on the rate constant
kz.

the mass of fluoride adsorbed at equilibrium is illustrated in Fig. 9
and similar behavior was also observed for the effect of the other
operating conditions on k. It is considered that the second-order
kinetic model interprets the fluoride concentration decay curves
satisfactorily, but the k, constant varies without any trend regard-
ing the operating conditions of the system. Therefore, k, cannot
be predicted from the operating conditions and this behavior can
drastically restrict the application of the kinetic model to predict
the adsorption rate of fluoride on bone char.

5.11. Comparison of the diffusional model with the second-order
kinetic model

The experimental concentration decay curves for fluoride
adsorption on bone char are plotted in Fig. 10 for run Nos. 2 and 10,
respectively. For comparison the concentration decay curves pre-
dicted with the second-order kinetic and diffusional models were
also shown in these figures. In the case of the diffusional model, the
concentration decay curves were predicted using the average val-
ues of Dep =3.08 x 1076 cm?/s and tp, =2.1. As indicated previously,
these runs were selected because the best values of D, for these
runs were the lowest and the highest values.
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Fig. 10. Comparison of the concentration decay curves predicted with the diffu-
sional model and the second-order kinetic model. Run Nos. 2 and 10.

Fig. 10 shows that both models interpret the experimental con-
centration decay curves quite well; however, the diffusional model
fitted the experimental data slightly better. Besides, the constants
of the kinetic model cannot be related to the experimental condi-
tions and varied without any trend, and their variations have no
physical meaning. Despite this fact, the kinetic models have been
extensively used to interpret the adsorption rate because they are
very simple and easy to use. On the other hand, the diffusional
model is more complex to solve since it involves solving a partial
and an ordinary differential equations. Moreover, it is considered
that in these models, the external mass transport and specially the
intraparticle diffusion play a very important role.

6. Conclusions

The diffusional model which assumes that intraparticle diffu-
sion is the controlling step, adjusted satisfactorily the experimental
data for the fluoride concentration decay curves. The external mass
transport is quite fast and does not control the overall rate of
adsorption. The kinetics of fluoride adsorption on bone char is pre-
dominantly controlled by the pore volume diffusion.

It was also found that the effective pore volume diffusivity
does not depend on the mass of fluoride adsorbed at equilibrium.
This result can be explained considering that the mass of fluoride
adsorbed was low and the fluoride ions adsorbed on the pore sur-
face do not block the pores.

The tortuosity factor of bone char was estimated from the exper-
imental values of the effective pore volume diffusivity, the ionic
diffusion coefficient of the fluoride in an aqueous solution and the
void fraction of the bone char. The tortuosity factor varied between
1.7 and 2.3, and it is recommended to use a tortuosity factor of 2.1.

The second- and nth-order kinetic models fitted satisfactorily
the experimental concentration decay curves of fluoride; never-
theless, the values of the kinetic constants and the order n varied
considerably with the operating conditions. Moreover, the varia-
tion of the kinetic parameters did not exhibit any explainable trend.
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