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Abstract—We evaluated the adsorptive/photodegradation properties of hydroxyapatite. Hydroxyapatite was synthe-
sized by two different precipitation methods and examined for the removal of two kinds of textile dye. The physico-
chemical properties of the products were characterized using Fourier transform infrared, X-ray diffraction, inductively
coupled plasma atomic emission spectroscopy and scanning electron microscopy. The effects of different parameters,
including hydroxyapatite synthesis method and removal process type, pH, reaction time, temperature and amount of
hydroxyapatite, were investigated and optimized by Taguchi design. The kinetics of adsorption and isotherm studies
showed that the pseudo-second-order model and the Freundlich isotherm were the best choices to describe the ad-
sorptive behavior of hydroxyapatite. Photocatalytic degradation of dye followed Langmuir-Hinshelwood mechanism,
illustrated a pseudo-first-order kinetic model with the adsorption equilibrium constant and kinetic rate constant of sur-
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face reaction equal to 0.011 (/ mg ") and 1.3 (mg I min™"), respectively.
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INTRODUCTION

The increasing levels of hazardous dyes in wastewater due to indus-
trial activities have been identified as a serious environmental issue
worldwide. Many dyes and pigments contain aromatic rings in their
structures, which make them toxic, non-biodegradable, carcino-
genic, and mutagenic for aquatic systems and human health [1].
Recently, considerable interest has been focused on the elimina-
tion of toxic dyes from industrial effluents before being discharged
into the water bodies [1,2]. The dyestuff contamination even at a
very low concentration is visible, and the elimination of these dyes
from wastewaters has major importance to human beings and aquatic
organisms [3]. Various physical and chemical treatment methods,
such as electrochemical techniques, ion exchange, adsorption and
photocatalytic degradation, have been utilized for the elimination
of residual dyes from wastewaters [4-7]. Among these processes,
adsorption is one of the methods that has been successfully applied
for dye removal from hazardous wastes due to low maintenance
costs, high efficiency and ease of operation [8]. Along with adsorp-
tion, photocatalytic degradation has also emerged as an important
destructive technology for total mineralization of the most of organic
pollutants [9-11].

In recent years Hydroxyapatite (HAP, Ca,(PO,)s(OH),), as one
of the major mineral constituents of vertebrate bone and tooth, is
the most well-known bioceramic from the apatitic family [12]. HAP
has been used extensively in such fields as bone repairs, bone im-
plant and bioactive materials [13,14]. Excellent biocompatibility,
slow biodegradation, good mechanical stability, great sorption prop-
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erty and photocatalytic degradation activity under UV irradiation
are novel aspects of HAP in environmental performance [15-17].
Photocatalytic activity of HAP under UV irradiation would be due
to photo-induced electronic excitation and could be well explained
by changing the electronic state of the surface PO;" group and cre-
ation of electron vacancy on the surface of HAP. Produced elec-
tron is transferred to the surrounding oxygen followed by the for-
mation of O radicals. The generated superoxide radicals are very
active in oxidizing organic compounds by reacting with the water
molecules and “OH ions and producing hydrogen peroxide. Con-
sequently, “OH radicals will be produced which are also oxidizing
the organic pollutants.

According to the previous studies, structure, crystallinity, parti-
cle size and morphology are some efficient factors which could affect
the performance of HAP in contamination removal processes [18].
In the present work, to obtain a direct and comprehensive under-
standing of the adsorption and degradation properties of HAP, two
different morphologies of HAP were synthesized by precipitation
method. Direct Red 23 (DR23) and Acid Blue 25 (AB25) were se-
lected as two different types of organic dyes. The effects of differ-
ent parameters such as HAP synthesis method, type of removal
process, pH, temperature, reaction time and amount of HAP were
investigated by Taguchi experimental design. The kinetic models
and isotherm equations were investigated by fitting the experimen-
tal data to various kinetic and isotherm models for the adsorption
and photocatalytic degradation of DR23 and AB25.

EXPERIMENTAL
1. Materials and Instruments

Calcium nitrate tetrahydrate (Ca(NO;),)-4H,0O was obtained from
Merck and Ammonium phosphate ((NH,),HPO,) was supplied
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Table 1. Taguchi parameters and levels along with statistical analysis

Factor Description Level 1 Level 2 Level 3 Level 4 Dye SS P (%)
DR23 19.5 62.8
A Type of removal process C-HAP-UV C-HAP A-HAP-UV A-HAP
AB25 15673.4 554
DR23 2.6 8.4
B H 3 5 7 9
P AB25 31859 112
C Reaction time (min) 15 30 60 90 DR23 06 18.9
1
AB25 3270.8 11.5
DR23 59 18.9
D Te ° 2 4
emperature (°C) 5 35 5 55 AB2S 25735 9.0
DR23 2.5 8.0
E A f HAP X . 1. 1.2
mount o (mg/D 06 08 0 AB25 35755 126

by Fluka. All of the other chemicals were analytical grade and used
without further purification. UV-Vis spectrophotometer (Shimadzu
1650PC) was used for determining dye concentration. X ray dif-
fraction (XRD) patterns of the prepared HAPs were analyzed by
Siemens D-5000 diffractometer with Cu Ke radiation (Germany).
The analysis was performed at 20 ranging from 4 to 70 at a scan-
ning speed of 1 min . The Fourier transform infrared (FT-IR) spec-
tra of the samples were recorded by Bruker Tensor 27 spectrometer
over the wave number range of 4,000-400 cm™". While the morphol-
ogy was studied by field emission scanning electron microscopy
(FESEM, HITACHI S-109, 4160), the chemical composition of the
synthesized samples was analyzed by inductively coupled plasma
atomic emission spectroscopy (ICP-AES model Perkin Elmer1100
DV).

2. Synthesis of HAPs

Appropriate amount of aqueous solution (50 ml) containing 1.77 g
Ca(NO;),-4H,0 adjusted to pH 10 by adding ammonia solution,
was added dropwise into a 50 ml aqueous solution with 1.74 g (NH,),
HPO, over 30 min with continuous mechanical stirring (1,100 rpm).
Then the solution was heated to 90 °C for 2 h; the mixture was cooled
to room temperature and aged overnight. The precipitation was
filtered and washed twice with deionized water until neutral pH.
The product was dried at 90 °C. Finally, the as-prepared sample
was calcined at 400 °C for 3 h [19]. The synthesized hydroxyapa-
tite was named Crystalline HAP (C-HAP).

Amorphous HAP (A-HAP) was also synthesized by precipita-
tion procedure. At first, calcium nitrate solution (1.77 g Ca (NO),-
4H,0 in 50 ml of distilled water) was immediately poured into di-
ammonium hydrogen phosphate solution (1.74 g (NH,),HPO, in
50 ml of distilled water). The pH of solution was adjusted to 7 by
ammonia solution. After mild agitation for about 2 h, the suspen-
sion was filtered on a Buchner funnel and washed with distilled
water and subsequently dried at 70 °C for about 48 h [15].

3. Procedures for Adsorption and Degradation

To study the adsorption and degradation properties of synthe-
sized HAPs, DR23 and AB25 as two kinds of textile dyes were se-
lected. A UV-C lamp (30 W, manufactured by Philips, Holland)
was used as the source of UV irradiation. Different samples and
experimental conditions were obtained by Taguchi L, orthogonal
array. The treated solutions were subsequently centrifuged (6,000
rpm) to measure the final dye concentration. Dye removal efficiency
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(R) was measured by UV-Vis spectrophotometry and calculated as
Eq. (1):

R%:I—C%XIOO% M
where, C, and C are the initial and final concentration of dye in
the solution (mg-I""), respectively.

4. Experimental Design

Among the experimental design methods, Taguchi method has
become popular due to its systematic, simple and efficient approach
for the optimization of the process parameters. This approach uses
a special design of an orthogonal array to study all the factors with
a small number of experiments [20]. This investigation was aimed
to determine optimum process conditions for removal of DR23
and AB25 dyes by synthesized HAPs. The experimental parame-
ters affecting the removal of dye and their levels are given in Table
1. Qualitek-4 software was used to design and analyze the most
suitable experiments according to L, orthogonal array. To observe
the effects of noise sources on the dye removal, each experiment
was carried out three times under the same conditions. The perfor-
mance statistics was chosen as the optimization criterion. There
are three categories of performance statistics: the larger-the-better,
the smaller-the-better and the nominal-the-better. Because the tar-
get of this study is to maximize the pollutant removal efficiency, the
S/N ratio with the -larger -the- better characteristics is required,
which is given by Eq. (2)

S 22(2)

where n is the number of repetitions under the same experimen-
tal conditions, and R represents the results of measurements [21].

RESULT AND DISCUSSION

1. Characterization

The FT-IR spectra (Fig. 1) showed peaks located at 3,544 cm ™
and 630 cm ™', both assigned to apatitic OH ions. The peaks at 3,488
and 1,600 cm™ are related to stretching and bending modes of water
-OH on the HAP surface. Surface adsorbed water on HAP is de-
sorbed below 200 °C and desorption above 200 °C is assumed to
be due to structural water of HAP [22]. According to the calcina-



Adsorption and photocatalytic degradation of organic dyes onto crystalline and amorphous hydroxyapatite 483

HAP(II)

HAP(I)

W

Transmittance %
jlrrs sy 3 Huzivareespyriak

7000 1500 1000 500

Wave number (cm™)

Fig. 1. FI-IR spectra of A-HAP and C-HAP.

tion temperature of C-HAP (400 °C), both surface adsorbed water
and part of structural water in HAP would be desorbed, which ap-
peared in the spectra with decreasing trend. Typical apatitic phos-
phate modes can be observed at 565cm™' and 1,040 cm™" which
exist in both synthesized HAP samples. The phosphate stretching
bond occurring at 962 cm™" indicates the crystalline structure of the
apatite phase formation [23], which is observed only in C-HAP. In
case of A-HAP the peaks at 1,142-1,209 cm ™" are representative of
apatitic HPO; ", which indicates the non-stoichiometry of the syn-
thesized A-HAP. The appearance of CO; ™ peak at 1,380 cm™" is
possibly due to the incorporation of CO;” ions in the OH sites.
This is because of alkaline condition in synthesis where enough
OH ions are present in the aqueous system to react with the atmo-
spheric CO, [19].

X-ray diffraction patterns of the HAPs are shown in Fig. 2. For
A-HAP reflections characteristic of poorly crystalline apatite simi-
lar to bone mineral [15], no extra crystalline phase was detected.
The broad and overlapping reflection of A-HAP confirmed the low
crystallinity of hydroxyapatite. There were numerous sharp peaks
in the XRD pattern of C-HAP. Meanwhile, the XRD pattern of the
sample did not reveal any impurity; the sharp diffraction peaks indi-
cated the synthesized C-HAP is well crystallized. The crystallinity
degree, X, corresponding to the fraction of crystalline phase pres-
ent in the examined volume, was evaluated by Eq. (3).

XC:[I—(\M)J ©)

I300

where Ly, is the intensity of the (300) diffraction peak and V55
is the intensity of the hollow between (112) and (300) diffraction
peaks [24].

While the A-HAP was the sample of amorphous hydroxyapa-
tite, crystallinity degree of C-HAP was calculated 0.32.

The as-prepared HAPs were dissolved in nitric acid and ana-

A-HAP
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Fig. 2. XRD patterns of A-HAP and C-HAP.

lyzed by inductively coupled plasma-atomic emission spectroscopy
(ICP-AES) to determine the Ca/P molar ratio. The 1.66 Ca/P molar
ratio for C-HAP and 1.51 for A-HAP revealed that C-HAP syn-
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Fig. 3. FESEM images of A-HAP and C-HAP.

thesize stoichiometrically and the Ca/P ratio for A-HAP is lower
than that of stoichiometric hydroxyapatite (1.67). These findings
are in agreement with the presence of hydrogenophosphate groups
as observed in the FT-IR spectra of A-HAP.

Field emission scanning electron microscopy (FESEM) was used
to observe the surface morphology of the samples (Fig. 3). FESEM
showed distinct difference between two kinds of synthesized HAPs.
A-HAP had amorphous morphology while hydroxyapatite crys-
tals formed as rectangular prism in C-HAP which their size just in
one dimension is in nanoscale.

2. Determination of Parameters Contribution Percentage and
Optimal Removal Condition

By using Taguchi method, the optimum level for each factor
was determined. To conduct an analysis of the relative importance
of each factor more systematically; an analysis of variance (ANOVA)
was applied to the data. The main objective of ANOVA is to extract
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from the results how much variations each factor causes relative to
the total variation observed in the results. Contribution percent-
age, defined as a ratio of pure sum of the factors to the total sum
of square for all factors, was calculated and presented in Table 1.
According to the results the most influential factor in both remov-
als of DR23 and AB25 was the type of process. This fact reveals
basic roles of HAP type and removal method in pollutant treat-
ment.
2-1. Effect of Type of the Process

In this study two different kinds of HAP were synthesized and
two different dyes were used to study their adsorptive/photodegra-
dation removal properties. According to the results in Fig. 4(a), A-
HAP has better performance in removal of DR23 via adsorption
process. This phenomenon can be explained by the poor crystal-
line structure of A-HAP, which increased the active surface area.
In case of A-HAP exposing to UV irradiation had no obvious profit
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Fig. 4. Plot of the effect of each factor on the removal of DR23 and AB25.

in removal efficiency, indicating that the process is mainly adsorp-
tion phenomenon and photocatalytic degradation has not contrib-
uted efficiently in DR23 removal. As can be seen in Fig. 4(a), DR23
adsorption by C-HAP is less than A-HAP. Less adsorptive prop-
erty in C-HAP gives this opportunity to photodegradation pro-
cess to have a distinctive role in DR23 removal in presence of UV
irradiation. In contrast with DR23, the adsorption process has not
had any significant role in AB25 removal, whereas UV irradiation
was initiating factor of the reaction. Among two kinds of HAP, C-
HAP has shown better performance in photodegradation of AB25.
The higher photoactivity of C-HAP may be caused by expansion
of crystallinity in the synthesis and formation of radical species at
the surface of HAP in the reaction [4].
2-2. Effect of pH

The effects of pH on the removal efficiency of DR23 and AB25,
with predominant reaction of adsorption and photodegradation,
are almost similar. Both HAP and Dye have functional groups, which
are affected by the concentration of hydronium ions (H;O'-) in
the solution. The removal of dyes by HAPs was studied at differ-
ent initial pH of 3, 5, 7 and 9. At pH>7 and pH<3 the removal of
the dye decreased. The pH of the zero charge (pH,,) of the hydroxy-

apatite is known to be 6.8 [25]. For pH values higher than 6.8, the
surface of the hydroxyapatite becomes negatively charged, while
this is opposite for pH<6.8. Moreover, the dye is a weak acid; it
dissociates less towards an acidic pH and is found consequently in
neutral electrical form. The high removal efficiency at pH=5 as
can be seen in Fig. 4(b) indicates that the positive form of hydroxy-
apatite is responsible for removal of both dyes. The decrease of re-
moval efficiency in alkaline condition (pH=9) has been caused by
the repulsive electrostatic forces existing between negative charged
surface of hydroxyapatite and anionic groups of the dye. The de-
crease of removal efficiency in acidic condition can be due to the
ionization of the amine and hydroxyl groups of the dye with H,O"
ions, which leads to positive form of dye molecules. Consequently,
the repulsive electrostatic forces between positive dye and positive
surface of HAP lead to removal efficiency decreasing.
2-3. Effect of Reaction Time

The dye removal efficiency of HAPs as a function of contact
time is presented in Fig. 4(c). During the studies the reaction time
was varied from 15 to 90 minutes. It is evident that the dye removal
increases with increasing the reaction time which can be assign to
increase in dye and HAP probability of encountering.

Korean J. Chem. Eng.(Vol. 33, No. 2)
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2-4. Effect of Temperature

The temperature has some major effects on the adsorptive/ de-
gradation processes. Increasing the temperature is known to increase
the diffusion rate of dye molecules across the external layer and
the internal pores of the adsorbent-catalyst particles, owing to the
decrease in the viscosity of the solution [15]. To study the effect of
temperature on the removal of DR23 and AB25 through synthe-
sized HAPs, we selected the following temperature: 25, 35, 45, 55°C.
Fig. 4(d) illustrates the relationship between temperature and dye
removal efficiency. As can be seen, DR23 removal has increased
with temperature increasing. This indicates that DR23 removal favors
a high temperature. This may be a result of increase in dye mobility
caused by temperature increasing. Furthermore, increasing tem-
perature may produce a swelling effect within the internal struc-
ture of the HAP enabling dye to penetrate further. Alike to DR23
adsorption, the removal of the AB25 increased by temperature in-
creasing. But in photocatalytic degradation system of AB25, which
is based on radical formation, excess increasing of temperature,
causes radicals recombination which leads to decrease radical con-
centration and consequently decreases degradation rate. As a result
the optimized temperature for DR23 and AB25 removal was 55 °C
and 45 °C, respectively.

2-5. Effect of Amount of HAP

The effect of HAP amount on dye removal is presented in Fig,
4(e). It is evident that adsorption increases with the increase in the
mass of sorbent. This is due to increase in surface area and more
available adsorptive sites. The same process is prospectively con-
sidered for photodegradation systems too. The removal of DR23
increased with increasing HAP quantity up to 1g-I". Decreasing
in removal efficiency in higher HAP dosage is due to the overlap-
ping of the active sites and agglomeration of HAP particles. For
AB25, removal efficiency increased with increasing amount of cat-
alyst up to 0.8 g/ and then decreased. Increasing level is explained
by increasing photocatalytic sites and absorbed photons. Decreas-
ing part is clarified by agglomeration of the catalyst particles be-
cause of their small nanosizes. Another reason can be light scatter-
ing, which avoids penetration of light into inner layer of the solu-
tion [19].

3. Isotherm and Kinetic Study

The results of Taguchi experimental design revealed that the dom-
inant process in removal of DR23 is adsorption, while photodegra-
dation is basic process in removal of AB25. As a result for systematic
study of kinetics and isotherms the outcome of Taguchi method
has been applied. Since better performance of A-HAP in adsorp-
tion and higher performance of C-HAP in photodegradation, sup-
plementary studies were done on the adsorption of DR23 on A-
HAP and photodegradation of AB25 on C-HAP.

An adsorption isotherm describes the relationship between the
amount of dye adsorbed at equilibrium by adsorbent and the
equilibrium concentration of dye in the solution. Adsorption equi-
librium provides fundamental physiochemical data for evaluating
the applicability of the adsorption process as a unit operation. Iso-
therm behavior of DR23 adsorption on A-HAP was studied by Lang-
muir, Freundlich and Temkin models. The Langmuir isotherm model
assumes adsorption is limited to a saturated molecular monolayer
on the adsorbent surface, while the Freundlich isotherm model as-
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Fig. 5. Adsorption isotherms of DR23 on A-HAP at different tem-
perature; (a) Langmuir, (b) Freundlich, (c) Temkin.

sumes that adsorption extended to a multilayer surface with het-
erogeneous energy distribution [26]. The derivation of the Tem-
kin isotherm assumes that the fall in the heat of sorption is linear
rather than logarithmic, as implied in the Freundlich equation.
This isotherm considers the effects of some indirect dye/adsorbent
interaction on adsorption isotherms and suggests that these inter-
actions would decrease the heat of adsorption linearly with coverage
effect of molecules in the layer [27,28]. Linearized forms of Lang-
muir, Freundlich and Temkin isotherms are expressed by Eq. (4),
Eq. (5) and Eq. (6), respectively, and depicted in Fig. 5.

1 1 1

1_1, 4
. Q hQc @
Ing,=InK,+ ilnCe )
q.=B InA+B InC, (6)

where, C, (mg-I"") and q, (mg-g ") are the equilibrium concentra-
tion of adsorbate in the solution and on the surface of adsorbent,
respectively. Q, (mg-g ') is the monolayer adsorption capacity, b
(lg") is Langmuir constant which is related to the free energy of
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Table 2. Isotherm constants for DR23 adsorption on A-HAP

25°C 35°C 55°C
Langmuir
B 0.130 032 1.83
Q, 166.7 100.0 455
R, 0.994-0.998 0.987-0.996 0.932-0.982
R? 0.998 0.999 0.986
)’ 4937 236.0 498
Freundlich
Ky 18.62 2448 29,52
N 1.147 1.155 1.736
R’ 0.995 0.990 0.998
X 29.3 18.17 19.18
Temkin
A 3.35 5.05 13.74
B 17.53 15.83 11.70
C 141.33 161.76 233.08
R? 0.975 0.978 0.944

adsorption. K (- mg) is the empirical constant of Freundlich iso-
therm and another constant of Freundlich model, n, is the empiri-
cal parameter related to the intensity of adsorption, which varies
with the heterogeneity of the material. When 1/n values are in the
range of 0.1<1/n<1, the adsorption process is favorable. In Tem-
kin model B=RT/c, where T is the absolute temperature in Kelvin
and R is the universal gas constant, 8.314 J-mol "-K'. The constant
c is related to the heat of sorption. The calculated constants of the
Langmuir, Freundlich and Temkin isotherms are given in Table 2.

Quality of the adsorption process can be expressed in term of a
dimensionless separation Factor derived from Langmuir isotherm
called equilibrium parameter R; (Eq. (7)). The value of separation
factor R; indicates the adsorption process as either unfavorable
(R;>1), linear (R;=1), favorable (0<R;<1) or irreversible (R;=0)
[29].

1
R, = 1+bC,

)

where C, (mg-I'") is the initial concentration of DR23. Observed
R; factor for all adsorption temperatures was found to be less than
1 and decreased with increasing initial dye concentration. There-
fore, R; values indicated that adsorption process is favorable within
this range of temperature. Addition to R; value, the higher than
unity amount of n derived from Freundlich isotherm confirmed
favorable adsorption process at all studied temperatures, whereas
by increasing temperature the amount of n increased too.

The correlation coefficients of both Langmuir and Freundlich
isotherms are greater than 0.98. So preferring a special isotherm
model for A-HAP adsorption is difficult. To solve this problem
chi-square analysis according to Eq. (8) has been carried out.

2
Xlzz(qegqe, m) (8)

where q, ,, is equilibrium capacity obtained by calculating from the

model (mg-g ') and q, is experimental data of the equilibrium capac-
ity (mg-g"). The lower X’ values are desired [29]. According to
calculated X, presented in Table 2, the Freundlich isotherm model
could be considered as the best fitting model for the sorption of
DR23 on HAP.

Knowledge of the adsorption kinetic has an important role in
study of using an adsorbent for a particular separation task. To eval-
uate the kinetic model of DR23 adsorption on A-HAP, the Lager-
gren pseudo-first-order and pseudo-second-order model were used.
Since neither the first-order nor the pseudo-second-order kinetic
model can identify the diffusion mechanism, the intraparticle dif-
fusion model was also used to analyze and elucidate the diffusion
mechanism. The Lagergren pseudo-first-order, pseudo-second-order
and intraparticle diffusion model were represented by Eq. (9), Eq.
(10) and Eq. (11) respectively [30,31].

In(q,—q)=Inq~Kit ©
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Fig. 6. Adsorption kinetic of DR23 on A-HAP; (a) Lagergren pseudo-
first-order, (b) pseudo-second-order, (c) intraparticle diffu-
sion.
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Table 3. Pseudo-first-order, pseudo-second-order and intraparti-
cle diffusion constants and coefficients for DR23 removal
and Langmuir-Hinshelwood constants and coefficients

for AB25 removal

Kinetic model Parameters

Pseudo-first-order K, (min)™ 0.028
q. (mg-g ™) 14.15
R’ 0.931

Pseudo-second-order K, (g-mg’l-min’l) 0.008
q. (mg-g™") 23.25
R’ 0.992

Intraparticle diffusion K, (mg-g"'-min"?) 1.374
C (mg-g" 10.05
R’ 0.950

Langmuir-Hinshelwood Ky (min™") (10 ppm) 0.013
R? (10 ppm) 0.989
Ky, (min~") (20 ppm) 0.012
R? (20 ppm) 0.997
Ky, (min™") (30 ppm) 0.011
R* (30 ppm) 0.998
Ky (min™") (40 ppm) 0.010
R® (10 ppm) 0.997

q=Kt"”+C 1n

where K; (min™") and K, (g-mg '-min ") are the rate constants of
pseudo-first-order and pseudo-second-order models and q, (mg-g ™)
is the amount of DR23 adsorbed at any time t (min). C (mg-g ") is
the intercept and K, (mg-g"'-min""?) is the intraparticle diffusion
rate constant. According to Fig. 6 the rate parameters for DR23 ad-
sorption were obtained by drawing the linear plots of In(q,—q,) ver-
sus t for the Lagergren pseudo-first-order model, t/q, against t for
the pseudo-second-order model and the g, versus t*” for the intra-
particle diffusion model. The results are listed in Table 3.

It is clear to see that the R’ value for the pseudo second-order
kinetic model is much higher than that the first-order kinetic model.
So the pseudo-second-order kinetic model provides a good cor-
relation for the adsorption of DR23 onto A-HAP and suggests that
the adsorption mechanism might be a physisorption process. Nota-
bly; in the intraparticle diffusion plot, the fitting line does not pass
through the origin, suggesting that the adsorption of DR23 on A-
HAP is a complicated process involving multiple reactions. How-
ever, the data exhibits multi-linear plots revealing that two or more
steps may influence the adsorption process. The first fast step belongs
to external surface adsorption and occurs so rapidly to show in the
graph. The intraparticle diffusion process, which plays an import-
ant role in the adsorption of DR23, occurs in the second step. It
seems the decrease of removal rate in third step is caused by DR23
concentration decreasing.

According to correlation coefficients listed in Table 3, the pho-
tocatalytic degradation of AB25by C-HAP at low initial dye con-
centration apparently obeys a pseudo-first-order kinetic model. The
rate expression is given by Eq. (12).

February, 2016
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Fig. 7. The pseudo-first-order kinetic model for AB25 and plot of
1/k,,, values versus initial concentration of AB25.

C
lnEO =kt (12)

where k., (min ') is the pseudo-first order rate constant, C and C,
(mg-I"") are the concentration at time ‘’ and t=0; respectively [32].
Table 3 reports the values of k,, resulting from plot of In(C/Cy)
versus t for photocatalytic degradation of AB25 at different initial
concentration of the dye (Fig. 7).

Adsorption is considered critical in the heterogeneous photo-
catalytic degradation process. This treatment is subject to the the-
ory that sorption of the dye is a rapid equilibrium process and that
the rate-determining step of the reaction is dye present in a mono-
layer at the solid-liquid interface. The Langmuir-Hinshelwood (L-
H) isotherm, which is based on monolayer coverage of molecules,
is employed to describe this adsorption step. The equation is given
in the form of Eq. (13) and Eq. (14).

C (13)

+—= (14)

where ks (bmg ™) is the Langmuir-Hinshelwood adsorption equi-
librium constant and k. (mg-I""-min™") is the kinetic rate constant
of surface reaction [32]. The variation of 1/k,, versus C, should be
linear. The graph based on obtained k., values (Table 3) is depicted
in Fig. 7. The values of the adsorption equilibrium constant, K,zs,
and the kinetic rate constant of surface reaction, k, were calculated
as0.011 (l-mg ") and 1.3 (mg-I""-min™") respectively.

CONCLUSION

The present study revealed the undeniable role of morphology
and structure in effective performance of HAP in dye removal pro-
cesses. FT-IR, XRD, ICP-AES, FESEM analyses were used to clar-
ify the similarities and differences between two kinds of synthe-
sized HAPs. The Taguchi method indicated that the type of removal
process, which consists of two kinds of synthesized HAPs in the
presence or absence of UV irradiation, had an important role in
removal efficiency of both DR23 and AB25 dyes separately. Opti-
mum operation conditions for removal of DR23 were found to be
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A-HAP without UV irradiation at pH=5 during 90 min reaction
time with the temperature of 55 °C in the presence of 1g-I"' HAP.
These parameters for removal of AB25 were C-HAP exposed to
UV irradiation at pH=>5, during 90 min reaction time with the tem-
perature of 45 °C and 0.8 g/l HAP dosage. The kinetic and isotherm
studies were conducted and the results showed that the adsorption
process of DR23 follows Freundlich isotherm and pseudo-second-
order kinetic models. Degradation of AB25 follows Langmuir-Hin-
shelwood mechanism with a pseudo-first-order kinetic model. The
adsorption equilibrium constant and kinetic rate constant of sur-
face reaction for AB25 removal were 0.011 (:mg ™) and 1.3 (mg-I""-
min~") respectively.
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