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SORPTION OF PHOSPHATE FROM ACIDIC
WASTEWATER INTO THREE TUNISIAN CLAY SOILS

The removal of phosphates from acidic wastewater using three soil minerals (Soill,
Soil2, and Soil3) with high content of paligoskite, smectite and illite, respectively, is
studied. The effect of the medium pH value, contact duration and solid:liquid ratio
is considered. The smectite-containing soil possesses the highest sorption capacity
with respect to phosphate. The isotherms of phosphate sorption by soils are processed
in the Freundlich and Langmuir equation coordinates. It is shown that the fitting of
isotherms in the Freundlich equation coordinates results in better correspondence
with experimental data. In addition, the adsorption selectivity of ions (PO, F*, CI)
existing in waste solution by these soils was studied, and the fluoride is more selective
at acidic pH region.

1. Introduction

Phosphate is usually considered as the main factor causing environmental
deterioration of water nature. The ability to predict leaching rates of phosphate
through soils to groundwater and surface water is therefore essential for the
long-term management of a site for land disposal of waste. However,
phosphorus removal from wastewater has been widely studied during the past
decades by some authors [1 — 4]. Several parameters and typical removal
methods such as chemical and biological treatments have been successfully
applied [1]. In this context, we can note that the pH and the soil contents of
iron, aluminium, calcite and organic matter are factors affecting immobilization
of soluble P applied to soil through adsorption and/or precipitation reactions
[5, 6]. Furthermore the clay and clay soil was selected among the best natural
adsorbent of phosphate [7 — 10]. In addition the presence of calcite in the soil
increase the phosphate removal by physical adsorption and precipitation at pH
greater than 6 [11,12].

This paper reports phosphate retention/adsorption throughout the profiles
of three Tunisian clay soils intended for the storage of an industrial waste. This
waste is an acidic aqueous solution of pH 3, where the phosphate concentration
is about 1500 mg P/L. An attempt is also made to relate adsorption to physical
and chemical characteristics of these soils. Besides, the capacity of phosphate
sorption by these clay soils was found to depend on pH solution, solid-liquid
ratios and available phosphate concentration with equilibrium being achieved
within 1 — 2 days. In addition, the adsorption characteristics of these materials
for phosphate removal from aqueous solutions were evaluated in batch
experiments and the isotherms were fitted by Langmuir and Freundlich models.
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2. Materials and Methods

The natural samples used in the present experiments were obtained from
three locations designed for acidic waste disposal in the South-East of Tunisia.
However, the purification was made by the classical method of NaCl exchange
[13]. Its physico-chemical compositions (determined by chemical analysis and
XRD), the cationic exchange capacity (CEC) and specific surface areas (S,,)
are presented in Table 1. The initial phosphate content in all samples not exceeds
the 0.1% of the hydrated sample. For all samples, the powders was sieved to
particle sizes lower than 106 mm and were dried at 90°C for a minimum of
24 hours before sorption studies.

Table 1. Mineralogical composition, CEC and S, of samples according to
Hamdi et al. [14]

Sample Mineralogical composition of clay samples (%) SBET CEC
Paly | Smec | Kao | 1l Q Ca Do | (m’/g) | (meq/100g)

Soill 35.5 1.7 149 | - 28 18.9 — 354 16.5

Soil2 — 56.3 | 6.5 — 12.9 25.6 — 57.1 49.8

Soil3 — — 229 ] 62.7 ] 838 — 47 | 91.5 24.7

Paly: palygorskite, Smec: Smectite, Kao:Kaolinite, II: Illite, Q: Quartz, Ca: Calcite, Do:
Dolomite

2.1. Instruments for phosphate and pH measurements. The pH
measurements were made using an HI 9321 Microprocessor pH meter (HANNA
Instruments) combination electrode. Phosphate concentration was measured
by the standard method (vanadomolybdophosphoric acid colorimetric method)
[15] using the spectrophotometer Hach DR/4000. Adsorbed phosphate was
calculated from the difference between the initial phosphate concentration and
the concentration of phosphate that remained in the supernatant solution.

2.2. Experimental procedure for sorption studies. Adsorption capacities
for the different samples were determined at different pH values range (3 to 9) by
shaking 1g of sieved and dried sample with 25 ml of 500 mg/L of KH,PO, solution
in polyethylene bottles at 25+2°C. Small amounts (510" or 510° M) of HNO, or
NaOH were also added initially to provide the solutions with final pH values, then
the solute was made up to a volume of 30 mL with deionised water. The bottles
were agitated in a rotary agitator for periods ranging from 1 hour to 2 days before
being centrifuged at 3000 rpm for 10 min. After centrifugation, total phosphorous
concentrations in the recovered solution were measured.

Phosphate sorption isotherms were determined by a procedure similar to
that described above. One gram of sample and 25 mL of KH PO, solution at
various concentrations (50 to 2000 mgP/L) were pH has adjusted to 3+0.2 and
the solute was made up to a volume of 30 mL with deionised water, also were
mixed in polyethylene bottles at 25+2°C.
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3. Results and discussion

3.1. Equilibrium time. Phosphate is adsorbed rapidly at the soil surface and
equilibrium is reached within 24 h according Ye et al [7] and Gerritse [12]. This
physically adsorbed phosphate on the soil sample surface is termed mobile as it is
readily exchangeable. After the initial adsorption to the surface, phosphate continues
to react with the soil sample. In this study, the results of phosphate adsorption
kinetic experiments at 25+2°C show that the equilibrium is reached within 20 h
using a synthetic solution and 48h, using the wastewater. This delay of adsorption
in the case of waste solution is caused by the effect of the other ions on the sorption
kinetic phenomena. Moreover, this contact time was considered as the equilibrium
time for the following adsorption study.

3.2. Effect of pH on phosphate adsorption. With a similar procedure, the
effect of pH on phosphate adsorption was examined in a series of experiments that
used the same initial phosphate concentration (500 mgP/L) while maintaining pH
at different values between 3 and 9. The effect of pH on phosphate adsorption for
these soils is illustrated in Figurel for purified samples and Figure 2 for raw samples.
Adsorption of phosphate by purified clay as a function of pH clearly differs from
the pH response for the raw sample. Besides, for the pure Soil3 sample the general
shape of the pH curves with a peak in adsorption for illite and kaolinite at pH 4 —
6 accords well with the results obtained by other investigators [16,17]. In the case
of pure Soill the adsorption decreases with pH increasing, whereas in the case of
pure Soil2 sample is the contrary. This increased phosphate adsorption can be
explained by the fact that smectite contains a large amount of exchangeable calcium
that can react with phosphorus to form an insoluble calcium phosphate phase [17,
18]. Furthermore, the results of raw samples show that the phosphate removal
increase with increasing pH and the Soil2 have the higher adsorption capacity.
This greatest removal efficiency of phosphate occurred at alkaline conditions due
to the higher calcium content and/or to the calcite or dolomite fraction.
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Figure 1. Effect of pH on phosphate removal using purified samples
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Figure 2. Effect of pH on phosphate removal using natural samples

3.3. Phosphate sorption isotherms. Based on the results of the kinetic
studies and in order to work in the same condition of wastewater, all equilibrium
experiments were carried out at pH 34+0.2 and for a reaction period of 24 h
using KH_ PO, solution at various concentrations (50 to 2000 mg P/L). The
results of these equilibrium adsorption experiments are presented in Figure 3.

Ce/qe (¢/L)
140 + .
o—Soill

4—Soil2
120 -] +—Soil3

100

80

60

40

20

0 T T T T T
0 200 400 600 800 1000
Ce (Mg PIL)

Figure 3. Linearized Langmuir adsorption isotherm of the three samples
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The experimental sorption data for the adsorption of phosphorous were
correlated with Langmuir (Eq. 1) and Freundlich (Eq. 2) models:

_ QObCe
T =1ipC, (1)
g, =K. C/". )

Where q_ is the amount of ions adsorbed per unit weight of adsorbents (mg/g),
C, is the equilibrium concentration (mg/L), Q_and b are the Langmuir constants
related to capacity and energy of adsorption, respectively. K, and 1/n are the
Freundlich constants. The phosphate adsorption capacity increased with the
phosphate equilibrium concentration increasing. However, the theoretical
linearized of Langmuir and Freundlich isotherms are plotted in Figures 3 and
4 together with the experimental data points.
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Figure 4. Linearized Freundlich adsorption isotherm of the three samples

The estimated model parameters with the correlation coefficient (R?) are shown
in Table 2. The fitting curves from the two isotherms are also illustrated in
Figure 5. It 1s shown that the experimental data of phosphate adsorption on
these samples could be well fitted by the isotherms. We can notes that the
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samples differ in their capacity to adsorb phosphate and Soil2 adsorbing more
than Soill which adsorbed more phosphate than Soil3. Clearly, the Freundlich
equation provided better fitting in terms of 7* range between (0.997 — 0.999).
The results of Langmuir isotherm shows that the soil2 had higher adsorption
capacity of order of 31.84mg/g, this result is slightly higher comparing to
literature [7, 17]. This is explained essentially by the highest concentration
used in this study and by chemical bonding of the anions to positively charged
surfaces at pH 3 on the clays.

Table 2. Summary of optimised isotherm parameters

Isotherm type
Samples Langmuir Freundlich
Qo (mg/g) b (I/mg) r Kr 1/n r
Soill 23.31 6.9210° | 0.831 | 0.030 0.84 0.999
Soil2 31.84 6.1810° | 0.953 | 0.029 0.88 0.997
Soil3 19.53 7.8210° | 0.894 | 0.029 0.82 0.998
qe, mg P/g
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Figure 5. Experimental sorption of phosphate by three samples with fitted
Langmuir, and Freundlich isotherms at pH=3%0.2

3.4. Effect of solid-liquid ratios. Some interested studies [ 13] have shown
that both organic and inorganic contaminant sorption is dependent on the solid—
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liquid ratio to some degree. However, the S/L ratio presents a significant influence
on the sorption behaviour and its increase supports the increasing of adsorption
capacity. In this context, we studied here the batch tests of solid—liquid ratios of
the magnitude smaller than 3.33%, 6.66% to greater than10% using the lixiviate
solution of pH of 3 and phosphate concentration of 1500 mg/L. The determination
of separate sorption equilibrium time was performed for these samples. For all
sample the equilibrium time necessary for the 6.66% and 10% solid—liquid ratio
was needed 2 days minimum. This increase in time was probably caused by
particle aggregation and the poorer quality of mixing within the small vials.
Also, we noticed that for all samples the adsorption increase with increasing S/
L ratios (Figure 6, 7 and 8). This increased phosphate removal can be explained
by the augmentation of the pH and by the large amount of calcite that can react
with phosphorus and form an insoluble calcium phosphate phase.
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Figure 6. Effect of the solid-liquid ratios on the phosphate removal by Soil2
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Figure 7. Effect of the solid-liquid ratios on the phosphate removal by Soill
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Figure 8. Effect of the solid—liquid ratios on the phosphate removal by Soil3

3.5. Effect of other Anions on phosphate removal. Some investigators
have proposed an ion-exchange reaction as a possible mechanism for phosphate
adsorption on clay soil. To test this theory, the adsorption of phosphate by
Tunisian soils in the presence of wastewater concentrations of F- and C1- and
at pH=3 was investigated. Table 3 shows that the selectivity of the fluoride
adsorption onto three samples was 25 — 50 times greater than phosphate
adsorption. The amount of phosphate adsorbed on all sample in waste solutions
was less than that in single solutions Figure 9. However, in this waste solution
at pH 3 these soils selectively adsorbed fluoride more than phosphate.

Table 3. Selectivity adsorption study of anions (PO, F- and CI) from
wastewater on three samples

. .. . Removal capacity (mg/g) at
Anions An{ons Initial concentration pH=3+0.2 and S/L ratio=3.33%
in wastewater (mg/L) - - -
Soil2 Soill Soil3
F 2360 57.04 60.01 51.92
PO, 1500 243 1.52 1.12
Cl 880 2.17 1.45 0.05
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Phosphate removal, mg P/g
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Figure 9. Amount of phosphate removal by three samples from single and
waste solution. pH = 3, S/L ratio=3.33% and 1500 mg P/L

4. Conclusions. Three Tunisian natural soils were tested to remove
phosphate ions from KH,PO, solution and acidic wastewater. However, kinetics,
pH effect, the solid-liquid ratios, and effect of others anions as (F and CI)
were examined. The results show that for all samples the phosphate removal
increase with increasing pH and the Soil2 have the higher adsorption capacity.
This greatest removal efficiency of phosphate occurred at alkaline conditions
due to the higher calcium content and/or to the calcite or dolomite fraction.
The results of the experimental data of phosphate adsorption on these samples
could be well fitted by Freundlich isotherm. Furthermore, the solid-liquid ratios
play an interested role for phosphate uptake, the maximum of removal capacity
was found for S/L ratios of 10%. The amount of phosphate adsorbed on these
soils from single and waste solution show that the adsorption is very important
in the first case. In addition, the effect of other anions on phosphate adsorption
may be due to waste composition, pH and their affinity towards these soils.
Moreover, the fluoride is more selective in this waste condition.

Pe3srome. Bupueno Bunanenss ¢ocdariB 3 KUCIUX CTIYHUX BOJ TpbOMa
BUJIaMU IPYHTOBHX MIHEpaiB (IPYHT 1, IpyHT 2 1IpyHT 3) 3 BUCOKUM BMICTOM
MaJUrOpPCKUTA, CMEKTHTA 1 ULTiTa BiANnoB1AHO. Po3rsinyto BimuB pH cepemno-
BHUIIA, TPUBAJIOCTI KOHTAKTY 1 BIIHOUIEHHS KUIBKOCTI TBEP/I0i PEYOBUHHU IO
pimunu. [PyHT, 1110 MiCTUTH CMEKTUT Ma€ HAHOLIbIITY COPOLIHY EMHICTH BBI-
HOCHO (hocdary. [30Tepmu copbitii hpocdary oOpodneni o piBHsIHHAX Dpeit-
Hutixa 1 JIaurmiopa. [lokazano, 1110 npeacTaBiaeHHs 130TEPMU B KOOPAUHATAX
OpeitH-ay1iXa Kpaie MoroKYEThCs 3 eKCIIEPUMEHTATBHIMHU JaHUMHU. Kpim
TOr0, BUBUEHA CEIEKTUBHICTH ajcopouii ioHiB (PO,*, F-, Cl), mo npucyrsi y
CTIYHUX BOJAaxX, UMM I'PYHTaMHU. 3’SICOBAHO, IIO CEJNIEKTUBHICTh I'PYHTIB
HaNOLIbII BUCOKA BITHOCHO (PTOPHLY B KHCIIOMY CE€PEIOBHIII
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H. Xamou, E. Cpacpa

COPBHUSA ®POCPATA U3 KUCJIBIX CTOUYHBIX BOJI TPEMA
BUJAAMU TYHUCCKUX INIMHUCTBIX ITIOYB

Pedepar

Nzydeno ynanenne GocdaroB U3 KUCIBIX CTOYHBIX BOJI TPEMs BUIIAMU
MTOYBEHHBIX MUHEpaJIOB (1IouBa 1, moyBa 2 1 no4sa 3) ¢ BBICOKHM COJepKaHH-
€M COOTBETCTBEHHO MaJbITOPCKUTA, CMEKTUTA U WIIIUTa . PaccMoTpeHo Biu-
ssaue pH cpenpl, UM TENbHOCTH KOHTAKTa M OTHOIICHUS KOJIMYECTBA TBEPIIO-
ro BemecTBa K xuakoctu. [louBa, comepkamias cMEKTUT, obOyagaer
HauOOJIbIIIECH COPOIMOHHON €MKOCTBIO 10 OTHOIIEHUIO K Pocdary. U3otep-
MbI copbumu Gocdara oOpadoTansl 110 ypaBHeHUSIM PpeliHyuinxa u JIsHrMio-
pa. [lokazaHo, 4TO peACTaBIEHUE U30TEPM B KOOpANHATax OperHinxa Jy4-
1€ COMIACYeTCsl C AKCIEpUMEHTAIbHBIMU JaHHBIMU. Kpome Toro, m3ydyeHa
CENeKTMBHOCTH ajcopbuuu unonos (PO,*, F, Cl), npucyrcTByromux B cTod-
HBIX BOJIaX, STUMH ITOYBaMU. BBISICHEHO, UTO CEIeKTUBHOCTH MTOYB Hanbosee
BBICOKA 10 OTHOUIEHUIO K (TOPHUAY B KHCIIOH cpefie.
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