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phosphoric acid was followed by thermal treatment at 550°C. The
Keywords: activated carbon was investigated to find the suitability of its
Mango seed application for removal of heavy metal such as Fe (I1), Mn (l1)
Fe(Il) and Zn (I1) from the synthetic wastewater. The effects of various
Mn (1) parameters such as adsorbent dose, solution pH, contact time, and
Zn (1) initial metal ion concentration on adsorption efficiency were

studied during batch experiment. The adsorption mechanism was
studied in terms of Friendlish and Langumier isotherm.

1. Introduction

Activated carbon is a microcrystalline form of carbon with very high porosity and surface area. It may be visualized
as foam solid that has a large surface within arigid granule or particle structure of relatively small volume. Its chemical
structure alows it to preferentially adsorb organic materials and other non-polar compounds from gas or liquid streams
[1]. Activated carbons (AC) are an effective adsorbent for many pollutant compounds (organic, inorganic, and biological)
of concern in water and wastewater treatment [2-7]. The major use of activated carbon is in solution purification and for
the removal of taste, color, odors and other objectionable impurities from liquids, water supplies and vegetable and
animal oils.

Any carbonaceous material (natural or synthetic) with high carbon content can be used as raw material for
preparation of AC. The most common raw materials are agricultural byproducts such as wood, sawdust, rice husk, nut
shells, fruit pits, charcoal, brown and bituminous coals, lignite, peat, bone, paper mill waste (lignin), and synthetic
polymers like PVC, are used for manufacturing of activated carbon. In fact, any carbonaceous low-cost materials (of
animal, plant, or mineral origin) with high carbon and low ash content can simply be changed into activated carbon under
the proper thermal decomposition process.

The present study is undertaken with a view to assess the feasibility of raw mango seed converted to activated
carbon as an adsorbent and investigated it for the remova of Fe (I1), Mn (II) and Zn (Il). The effects of various
parameters such as adsorbent dose, pH, contact time and initial metal concentration on the adsorption process have been
studied. Adsorption studies will also be carried out to evaluate the adsorptive capacity of the adsorbent.[8-10]

2. Experimental

2.1. Preparation of Activated Carbon;

Mango seeds were collected from night market in Egypt. They was cut and cleaned from its grass, washed several
times with distilled water to remove al foreign materials, mud and kept in an oven maintained at 70°C for a period of 24
hours. Then the material was ground and sieved to get desired particle size (1 mm). Part of the produced materials was
used as it as sorbent while the other were soaked in 65% phosphoric acid and left overnight at room temperature, after
that the samples were put in crucible in the closed muffle furnace Selecta- HORN (Model -S. No 0483272) and heating
started by adjusting the furnace temperature to the desired value (550°C) [11-15].
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The end product was repeatedly washed using hot water until the washings showed pH > 6.5; after that by DDW
about 10 ml the washed sample was then dried again at 110°C to facilitate crushing and grinding. The final sample (local
activated carbon) was kept in air-tight bottles[16].

2.2. Characterization of the Activated Carbon:

pH measurements. For measuring pH values of aqueous suspensions of the carbon samples, 0.1 g portions of
finally powdered active carbon were mixed with 20 ml CO, -free distilled water in 50 ml capacity stopper Pyrex bottles.
The suspensions were shaken mechanically for 2 hours at 25°C then the pH values were measured using pH cyber scan
1000---S.N,69400 -pH meter.

Ash content was measured by burning the produced activated carbon in a muffle furnace at 650°C. One gram of dry
carbon was transferred into a crucible and then placed in the furnace for four hours. The difference between the original
and final weight of the carbon represents the ash content per gram.

Moisture content was also obtained by weighing 10 grams of the activated carbon at 105°C for three hours. Then
the carbon was cooled in the absence of humidity and reweighed again. The difference between the initial and final mass
of the carbon represents the water content in the sample.

Adsor ption of metal ions:

For the preparation of synthetic wastewater, all the chemicals used were of analytical reagent grade. Stock Fe**,
Mn* and Zn?* solutions (1000 mg/l) were prepared by dissolving 4.978 g FeSO,.7H,0, 3.123 MnS0,.7H,0 and 4.396
ZnS0,.7H,0 in 1000 ml double-distilled water. All working solutions of different concentrations were prepared by
diluting the stock solution with distilled water.

The pH of the test solutions was adjusted using reagent grade dilute hydrochloric acid and sodium hydroxide (0.1M).
pH cyber scan 1000-S.N,69400 -pH meter was used to measure the pH of solutions, and shaker 3108 GFL (Type 3018)
was used. After agitation, the adsorbate and adsorbent were separated using a 0.45 ym membrane filter (Schleicher &
according to Standard Methods for the examination of water and wastewater [17].

The metal ion concentrations were measured by atomic absorption model TRACE 1300, chemistry administration
Lap., Cairo, Egypt.

The adsorption studies ware carried out by batch technique. For this investigation, a series of flask containing equal
volume (50 ml in each case) of adsorbate solutions of varying concentration were employed, at desired pH, temperature
and contact time. After agitation, the solutions were filtered and the concentrations of metal ion in the solution were
analyzed

2.3. Investigated parameters:
Effect of contact time on the removal efficiency of metal ion: adsorption process was processed for different shaking
time of 5, 10, 20, 45, 90, 360, 1080, and1440min, at constant pH, initial concentration, and temperature.

Effect of adsorbent dosage on the removal efficiency: adsorption process was processed for adsorbent dosage of 0.05,
0.1, 0.15, 0.2 and 0.25 g/l, at constant pH, initial concentration, and temperature.

Effect of pH on the removal efficiency: adsorption process was processed for different pH values of 2.15, 4.32, 5.3,
6.28, 7.54 and, 8.29 at constant contact time, initial concentration, and temperature.

Effect of initial concentrations of metal ion on the removal efficiency: adsorption process was processed for different
initial concentrations of 50, 75, 125, and150, mg/l at constant pH values, constant contact time and temperature.

Effect of Temperature on the removal efficiency: adsorption process was processed for different temperature values of
35,45, and,55 at constant contact time, initial concentration, and dose.

3. Resaultsand discussions

The effect of activation conditions on the percentage of yield, pH value, moisture and ash contents are shown in
Table (1). The yield of activated carbons was calculated from the sample weight after activation to itsinitial weight. As
the temperature increases, the AC yields decreases since more volatiles components might be released, leaving only
small quantities.

Moisture contents measured from the loss of water over initial weight of raw materials. The average moisture
content of the activated samples was in the range of 6.86% — 8.01 %. The moisture content detected was from the contact
with the moisture in the atmosphere after activation.
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Ash content is the measurement of the amount of mineral matter (e.g. Ca, Mg, Si, and Fe) in activated carbon. Thus,
low ash content is preferable for activated carbon. Further chemical acid treatment is required for high ash content
activated carbons. The high ash content of the activated carbon would be explained by their high specific minera content
in the raw materials [18]. As temperature increased, the volatile content of activated carbons decreased while ash content
increased. This is expected because increased devolatilization during activation resulted in the char that was being
predominantly carbon [19].

The ash contents of the solid products depend on the chemical composition of the raw materials and the degree of
carbonization. Materials, which have undergone deep carbonization, accompanied by removal of large amounts of
volatile organic compounds, are converted into solid residues with low contents of organic material and high content of
ash.

Table (1)
Code . Ash Yield
No Sample Moisture % Content % pH
1 Cm 6.86 8.00 68.8 3.59
2 Cp 8.01 9.00 65.6 2.06

3.1. Factorsinfluencing the adsor ption of metal ions

The influence of several operational parameters such as dose of adsorbent, initial pH, temperature, initial metal ion
concentration contact time was investigated. The results are expressed as the removal efficiency (E) of the adsorbent on,
defined as:

E (%) = [(Co - Cy) / Co] x 100, D
Where C, and C; are the initial and equilibrium concentration of metal ion solution (mg/l), respectively [20].

3.1.1. Effect of pH

Study on the effect of PH on the % removal of Fe* Mn**,Zn*4(Fig. 1) shows that both Fe**,and Zn" exhibit no
variation with PH change .on the other hard the % removal of Mn?* increases from 46.952% at PH=2.15 t0 99.943% at
PH=5.3 .The maximum value of percent removal is found at PH=5.3 this value was kept for further studies. On using
activated carbon as sorbent .very similar observation was obtained the maximum percent was obtained at PH=5.3 this
value was kept for further studies.
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Figl: Effect of pH on adsorption of Fe**, Mn*" and Zn**
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3.1.2. Effect of dose:

Study on the effect of dose of the removal% of Fe?*, Mn?*, Zn*? (Figure. 2) shows that both Fe?*, Mn *? and there
are differences and increases with the change in the dose of Fe** in the amount of 50.4915% to 0.05gm in the amount of
99.443 0.25gm Mn** of 61.232% in the amount of 91.436 % to 0.05gm in the amount of 0.25gm and a simple change in
the Zn?* .The maximum value of a percent have been found to remove the amount of 0.25 g This value was kept for
further studies. Obtained very similar observation was obtained maximum 0.25gm percent in dose this value was kept for
further studies.
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Fig 2: Effect of adsorbent dose on adsorption of Fe*", Mn?* and Zn**

3.1.3. Effect of initial concentration:

The effect of initial Fe(I11) Mn(ll) and Zn(11) ions concentrations ranging (50 — 150 mg/l) on the removal by
activated carbons was studied. The results are illustrated graphically in figure (3.)

A study on the effect of ion concentration in the material removed from both Fe? *, Mn?*, Zn?* Figure (3.) shows
that both Fe* * and Zn?* Mn*. And the highest removal initially at 50 ppm gave remove the amount of 62.432 % and
there was a decrease in the amount of removal greater the concentration until it reached 28.311 % at a concentration of
150 ppm, as well as an element Mn highest remova % 77.707 at 50 ppm until it reached a concentration of 69.053%
at150ppm
If the maximum value of 50 % to remove ppm kept this value for further studies. On the use of activated carbon as an
absorbent. Been getting maximum surveillance is very similar 50 ppm per cent in the ion concentration of material kept
this value for further studies.
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Fig 3: Effect of contact time on adsorption of Fe**, Mn®* and Zn**

3.1.4 Effect of contact time:

Study the effect of time on the removal% of Fe’* Zn** and Mn?*. as in figure (4.) found that Fe’ * and Mn* Event
remove weak in the beginning when 5 minutes was the removal 50.865% in Fe? *and 43.987% in Mn®", reaching the
maximum value for them at the time of 18 hours was the removal 87.916% Fe2+ and 74.823% Mn2+
and Zn?*did not happen was a big change slightly has been found to remove 87.916% at 18 hours this value was kept for
further studies. Obtained very similar observation has been to get the most percent in 87.916% at 18 hours this value was
kept for further studies.
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Fig 4: Effect of contact time on adsorption of Fe**, Mn®* and Zn®

3.1.5. Effect of temperature

In the case of temperature with a fixed quantity and time was found to be the highest and best results Adsorbents for
the removal of the three elements are* Remove In the case of activated carbon nuclei mango seeds were the removal of
the elements as follows of 8.1666% at 35c to 95.2432% at 55¢ -35.405%at 35¢ to 90.799%at 55¢ (Fe — Zn) and asimple
change in the Mn. The maximum value of a percent has been found to remove the amount of 55c. This value was kept for
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further studies. On the use of activated carbon as absorbent. Obtained very similar observation was obtained maximum
55¢ percent in dose this value was kept for further studies. figure ( 5)
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Fig 5: Effect of temperature on adsorption of Fe**, Mn*" and Zn**

3.1.6. Freundlich adsorption isotherm:

The Freundlich isotherm assumes that the adsorption occurs on heterogeneous surface at sites with different energy
of adsorption and with non-identical adsorption sites that are not always available.

At equilibrium conditions, adsorbed amount ge can be
predicted by using Freundlich equation

logq, :ilogCe +logk;
: )

Where,

ge = metal ion concentration in solid at equilibrium (mg/g).

C.= metal ion concentration in solution at equilibrium, (mg/L).

k: = measure of adsorption capacity.

n = adsorption intensity.

1

A plot of log ge versus log C, gives adope of n  and intercept of log kf. Freundlich plot for the adsorption of F
,Zn*?and Mn*Zions on four activated carbons is given in the Figure (5abc) and the results of Freundlich plot are given in
Table (2). The results showed that the coefficient of correlation was high (R? values between 0.9905 and 0.959)
indicating a good linearity. The results show that the values of n are greater that unity (n between 1.88 and 1.59 )
indicating that all metal ions are favorably adsorbed on activated carbons.

e+3
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Fig.5-a: Freundlich adsorption isotherm for Fe?*
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Fig.5-b: Freundlich adsorption isotherm for Mn?*
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Fig.5-c: Freundlich adsorption isotherm for Zn2*
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Fig 5. Freundlich adsorption isotherm for the removal of Fe**, Mn*" and Zn** ions.

Table 2: Values of Freundlich adsorption isotherm for the removal of Fe?*, Mn** and Zn*" ions.

Metal ion Kf N R?
Fe* 9.33 1.77 0.9871
Mn?* 9.89 1.65 0.9909
zn* 10.08 1.44 0.9592
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4. Conclusions:

Production of activated carbon derived mangoseed had been demonstrated to be feasible. High surface area activated
carbon was obtained by chemical activation of mangoseed with H;PO, and one step activation which was carried out in
an inert gas atmosphere. The optimum conditions for removal of Fe**, Mn®* and Zn** ions were as follows temperature
45c,dose of active carbon 0.2 gram, initial concentration 125 ppm, pH 5.30 and time 1440minet.

Refer ences:

1. S Balci, PhD Dissertation, METU, Ankara (1992).

2. M. H. Lumadede, MSc. Dissertation, METU, Ankara (2002).

3. W. Hasdler, Co, Inc. W. Hasder, New Y ork, 1974.

4. G.T. Ustin, Shreve’s McGraw Hill Co., 5th Edition, p.136, 1985.

5. O. Kadlec, A.Varhanikova, A.,Zukal, Carbon, 8, 321, 1970

6. J. Lane, A. Cdaft, , M. Labady, Carbon” 27, 191, 1989

7. M.J. Holden ,Effluent Water Treat. J., 22, 27, 1982.

8. M. Ajamal, R. Ali Khan, R. A. K. Rao, B. A. Siddiquil, Water Resource., 30(6), 1478, 1996.

9. Gomez, Serrano, A.Macias-Garcia, Espinosa- Mansilla, C. Vaenzuela-Calahorro, Water Res. 32 (1), 1, 1998.
10. R. R. Bansode, J. N. Losso, , W. E. Marshal, R.M. Rao, R. J.Portier, Biosource Technol., 89, 115, 2003.

11. Kadirvelu, K Thamaraiselvi,K., Namazsivayam,C., “Removal of heavy metals from idustrial wastewaters by
adsorption onto activated carbon prepared from an agricultural solid waste” Biosource Technology 76, 63, 2001.

12. E. E. Shafey, M. Cox, A.A. Pichugin, , Q. Appleton, Journal of Chemical Technol. & Biotechnol. 77, 429, 2002.
13.D. C. Sharma, C. F. Forster (1995) Bioresour. Technol., Vol. 52, 261 — 267.

14. Ajmal,M., Roa R. A. K., Siddiqui,B.A. (1996) “Studies on removal and recovery of Cr (VI) from electroplating
waste” Water Research Vol. 30, No. 6, 1478 - 1482.

15. K. Selvi, S. Pattabhi, K. Kardivelu, (2001) Bioresour.Technol., Vol. 80, 87 — 89.

16. American Public Health Association; American Water Works Association and Water Environment Federation, 2002
18th Ed., Washington. DC.

17.J. A.C Guo, Lua, Journal of Analytical and Applied Pyrolysis, Val. 46, pp. 113-125, 1998.
18. M. Ahmedna, W.E. Marshall, R.M.Rao, Bioresource Technology, Val. 71, pp. 113-123, 2002.

19. N. Surprenant, T. Nunno, M. Kravett, and M. Breton, Noyes Data Corporation (ndc), N.Y.Park Ridge, USA, p. 136
(1988).

20. SK. Ouki, and R.D Newfeld, 21, 146, 1989.

21.D. C.Sharma, C. F. Forster (1995) Bioresour. Technol., Vol. 52, 261 — 267.



