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Synthesis and Characterization of Sulfonylamberlite-XAD-16-Based Chelating

Resins: Complexation and Application for the Selective Removal of Some Heavy

Metals
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Modification of Amberlite XAD-16 using chlorosulfonic acid, aminosalicyclic acid, and formylsalicyclic
acid to produce the functionally substituted polymer was investigated to give two ligands, HoL* and H,L2
The synthesis and characterization of polymer-bonded metal complexes of Fe*, Cd?*, Hg?", and Pb?* with
resins of functionalized Amberlite XAD-16 were described. The morphology and surface structure of the
chelating resins and their metal complexes were studied by SEM and EDS techniques. The batch equilibrium
method was used for studying the metal sorption and selectivity at different pH values and different contact
times at room temperature. The sorption tendency of the metal ions through the two resins was found to be:
Fe*t > Hg?" > Cd?t > Ph?". Adsorption kinetics was explained based on pseudofirst-order and pseudosecond-
order models. The data showed that the sorption of Fe** and Pb?" on the chelating resins H,L* and H,L2
perfectly fit a pseudofirst-order model, while Hg?" and Cd?" perfectly fit a pseudosecond-order model. The
selective extraction of Fe** from binary Fe**—Hg?", Fe**—Cd?", and Fe**—Pb?" mixtures was studied,
and the data showed that separation factors (Kge+u2+) arein the order Fe*—Hg?t < Fe*™—Cd?" < Fe¥t—P?t
for both chelating resins. The resins were used to determine the different metal ions in real water samples.

Introduction

The tremendous increase in the use of heavy metals during
the last few decades has led to the increase of metallic contents
in the environment. Solid phase extraction (SPE) is one
pretreatment method, which has been widely used in the analysis
of various samplest™ and in the field of wastewater®® enrich-
ment of trace metal ions prior to instrumental analysis,” solvent
purification from ions, and hardness removal from seawater.®°
In addition, SPE using chelating resins is preferable over al
other separation techniques due to the selectivity, eco-friendli-
ness, reusability, and high preconcentration factors.*~** The
selectivity of a chelating resin for metal ionsis mainly referred
to the nature of the immobilized structure of the polymer
matrix.*® However, since ligand groups are chemically bound
to the rigid polymer matrix, their free motions are greatly
restricted. As a result, the complex formation of a chelating
resin tends to be different from that observed in the homoge-
neous analogue.*”*® Tanco et a.®> and Kumagi et al.*° have
reported the synthesis, metal uptake, and selectivity of different
chelating resins with different spacer groups.

Polymer modification has become a maor mechanism to
improve properties and widen polymer application. The modi-
fication of Amberlite is a method used to enhance the perfor-
mance where it converts the Amberlite into a functionaly
substituted polymer, which improves its metal uptake and ion
selectivity. Commercialy available resins of the Amberlite
series?® 23 have been found to be very promising as a support
for designing chelating resins due to their good physical
properties such as their porosity, uniform pore size distribution,
high surface area, chemical homogeneous nonionic structure,
and good adsorbent properties for great amounts of uncharged
compounds. The most widely used matrix materias for im-
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mobilization of ligands are Amberlite XAD-2, XAD-4, and
XAD-16. Amberlite XAD-16 upon ligand immobilization gave
chelating resins of better sorption capacities than the others®*2°
due to its higher surface area. To design new chelating resins
with high selective and metal capacities toward different metal
ions, the extraction process can be made green by replacing
the use of large quantities of carcinogenic solvents, which are
used in aliquid—liquid extraction, with the reuse of the modified
resin. In continuation of our research in this area, we aim to (i)
synthesize and characterize the newly created chelating resins
(H,LY, HyL?), (ii) study their ligating behavior toward different
metal ions, (iii) study their metal sorption capacities and
selectivities under different conditions, and (iv) study the use
of these chelating resins for the sorption of trace metals from
Gulf water samples.

Experimental Section

Materials and Solvents. All chemicals used in thiswork were
of analytical grade from Merck (Darmstadt, Germany). Com-
mercialy available Amberlite XAD-16 was obtained from
Aldrich and was thoroughly washed with 4.0 M HNO;z, 1.0 M
NaOH, and double-distilled water successively and well dried
before use. Ethylenediamine, 4-aminosalicylic acid, 5-formyl-
salicylic acid, and chlorosulfonic acid, Cd(NOs),-4H,0,
Hg(NO3),+H,0, Fe(NOs)3+9H,0, and Pb(NOs),, were purchased
from Aldrich and used without further purification. Working
metal ion solutions (0.1 M) of Fe**, Cd?*, Pb?", and Hg?" were
prepared by dissolving Cd(NOg),-4H,0, Hg(NOs),+H-0,
Fe(NO;)3+9H,0, and Pb(NOs), in acidified double distilled
water. The glassware used was soaked in 10 % HNO; overnight
before use and cleaned repeatedly with double distilled water.

Elemental Analysis and Physical Measurements. CHN
analysis was performed on a LECO CHNS-932 elemental
analyzer. The concentration of the metal ions was determined
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by an inductively coupled plasma optical emission spectrometer
(ICP-OES Varian VistaMPX ICP-OES system, axia ICP
system), and the wavelength used for the analysis of Fe*, Cd?*,
Pb?*, and Hg?" was in the range of (200 to 700) nm. The
instrument is calibrated by using ICP standards (Inorganic
Ventures) for al metals that were analyzed. The process of
calibration needs 5 min, and the correlation coefficient of the
calibration curvesis confirmed to be greater than 0.995. A few
drops of 1 % HNO; were added to all standard samplesto avoid
any matrix interference. A digital Orion pH/ISE meter, model
710 A, was used for the pH measurements. The pH values of
the solutions were adjusted with monochl oroacetic acid/acetate
buffer in the pH range of 2.5 to 4, acetate buffer in the pH
range of 4 to 7, and anmonia—ammonium chloride in the pH
range of 7 to 10. Hydrochloric acid and sodium hydroxide were
used to adjust the pH below 2.5 and above 10, respectively.
Fourier Transform Infrared (FT-IR) spectra of the chelating
resins and their complexes as KBr discs were recorded with a
Schimadzu 2000 FT-IR spectrophotometer. Electronic spectra
of the chelating resins and their complexes were recorded with
a Cary Varian 5 UV/ViSINIR spectrophotometer. The shapes
and surface morphology of the resins and their metal complexes
were examined on a JEOL’s JSM-3600 Scanning Electron
Microscope (SEM) and the attached Energy Dispersive Spec-
troscope (EDS) for elemental X-ray microanalysis. Thermal
analysis (TG and DTG) of the ligands and their complexes was
carried out on a Shimadzu Thermal system 50 consisting of
TGA-50 and DTA-50 with a heating rate of 10 °C-min~* under
N, atmosphere and temperature range up to 800 °C.

Synthesis of the Chelating Resins. (a) Synthess of Chloro-

sulfonated Polystyrene, PS—S0,Cl.%* To a swelled Amberlite
XAD-16 (5 g) in CHCI3 (50 mL) for 2 h, CISO3H (50 mL)
in CHCI3 (50 mL) was added, and the mixture was stirred
for 24 h at room temperature and then filtered off and washed
thoroughly with dry CH,CI, followed by drying in a vacuum
at 60 °C for 72 h.

(b) Synthesis of the Chelating Resins H,L.. The dry
PS—S0,CI (5.0 g) was treated with 4-aminosalicylic acid (3.347
g) in acetone (20 mL). The reaction mixture was refluxed for
48 h. The product was filtered off and washed with acetone (3
x 15 mL) and diethyl ether (3 x 15 mL) followed by dryingin
vacuum at 60 °C for 24 h.

(c) Synthesis of Aminated PS—SO,CI. The dry PS—SO,Cl
(5.0 g) was mixed with ethylenediamine (0.731 mL, 0.657 Q)
in 250 mL of dry CH,CI, for 24 h at room temperature. The
reaction mixture was then refluxed for a further 48 h. The
reaction product was filtered off and washed with dioxane (3
x 5 mL) and double distilled water (3 x 15 mL) followed by
drying in vacuum at 60 °C for 24 h.

(d) Synthesisof the Chelating Resins H,L2 The dry product
of aminated PS—SO,Cl (5.0 g) was treated with 5-formylsali-
cylic acid (1.86 @) in acetone or chloroform (20 mL). The
reaction mixture was refluxed for 48 h. The obtained product
was filtered off and washed with acetone (3 x 15 mL) and
diethyl ether (3 x 15 mL) followed by drying in vacuum at 60
°C for 24 h.

Synthesis of the Metal Complexes. The metal complexes
were synthesized by two methods.

Method A. To a solution of metal salt, Cd(NOs),-4H,0,
Hg(NO3)2'H20, Fe(NO3)3'9H20, or Pb(N03)2 (5'10_4 mOl) in
methanol (20 mL) was added H,L?! (0.345 g, 6.42-10* mol)
or HyL? (0.606 g, 1.02:10"2 mol). The reaction mixture was
refluxed and stirred for 24 h. The obtained complex wasfiltered,

washed by methanol (5 x 10 mL) and diethyl ether (10 x 10
mL), and then dried in vacuum at 60 °C for 24 h.

Method B. To asolution of Cd(NO3),+4H,0, Hg(NO;),+ H,0,
Fe(NO3),+9H,0, or Pb(NOs3), (5-10~* moal) in double distilled
water (100 mL) was added H,L* (0.345 g, 6.42-10* mol) or
H,L2 (0.606 g, 1.02- 102 mol). The reaction mixture was shaken
for 24 h. The obtained complex was filtered off, washed by
diethyl ether (10 x 10 mL), and then dried in an oven at 60 °C
for 24 h.

The complexes were aso obtained from the batch method.

Effect of pH on the Metal Sorption. The batch method was
used to determine the metal ion uptake from aqueous solution
containing 110~ mmol of Fe*", Cd?*, Hg?*, and Pb?" ionsin
triplicate. To a50 mL of solution of the metal ion (0.002 M) in
a stoppered glass bottle, 100 mg of H,L! or resin HoL? was
added. The pH of the solution was adjusted in the range of 1.5
to 8.0 for Pb?" and Cd?*, 1.5 to 4.0 for Hg?*, and 1.5 to 4.5 for
Fe*". The mixture was shaken at a shaking rate of 200 rpm at
(25 £+ 1) °Cfor 1 h then filtered off. An appropriate volume of
each solution of the filtrate was analyzed by |CP-OES. The metal
uptake was calculated from eq 1

g =(C,— C)V/m  mmol-g* (1)

where V (L) is the volume of the solution in the flask; C, and
C; (mmol-L™1) are the concentrations of the meta ion in the
aqueous phase at start and at time t, respectively; and mis the
mass of the chelating resin (g).

Effect of Shaking Time on the Metal Sorption. The metal
sorption capacity was determined in triplicate at an initia pH
of 4.0 for Fe**, 3.6 for Hg?*, and 7.0 for Cd?* and Pb?", which
were determined as the optimum pH values for the metal ions.
To 50 mL of solution of the metal ion (0.002 M) in a stoppered
glass bottle was added 50 mg of resin H,L* or resin H,L2. The
whole system was shaken at a constant shaking rate of 350 rpm
at (25 £+ 1) °C at appropriate intervals in the range of (2 to
120) min and then filtered off. An appropriate volume of each
solution of the filtrate of the metal ion was determined by 1CP-
OES. The kinetic data were analyzed by Vermeulen's ap-
proximation.?®

Separation of Fe** from Mixtures. To an aqueous solution
(25 mL) containing Fe**—Hg?", Fe**—Cd?*, and Fe*"—Pb?*
binary mixtures of 0.1 mg-mL~* of each metal ion, 10 mg of
dry resin was added in a stoppered glass bottle. The mixtures
were automatically shaken for 30 min. After remaining motion-
less for 2 h and filtered off with deionized water, the filtrate
and washings were recovered into a 100 mL volumetric flask,
and deionized water was added to the mark. The concentration
of each ion was determined by ICP-OES. The results of the
average of triplicate measurements with a precision in most cases
are very close to + 1.1 %. The separating factor K was
calculated by using eq 2

K = (Ca1 — Cax)Cro/(Cgy — Cg)Cay )

where Ca, and Cp, are the concentration of the metal ion A
(Fe*" inthis case) before and after separation, respectively, while
Cs; and Cg; are the concentration of the second metal ion (Cd?*
and Pb?") before and after separation, respectively.
Regeneration of the Resins. The regeneration of the resin
loaded with a known amount of Fe**, Cd?", or Pb?" was
performed with a2.0 M HNO; solution. After the heavy metal
ions were recovered from the resins, the resins were washed
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Table 1. Elemental Analysis of Ligands
% C

% H % N %S

compound calcd (found) caled (found) caled (found) caled (found)
[PS—SO.CI-H,0], 48.68(48.36) 4.46 (5.55) - 12.98 (13.42)
[HoL1H,0], 58.37(58.92) 4.50(5.80) 2.60(2.89) 11.53(12.00)
[PS—SO.Cl + en] 59.40(59.56) 5.40(5.26) 6.30(6.20) 14.40 (13.95)
[HoL2-2H,0], 57.32(57.30) 5.09(5.30) 5.09(4.79) 10.19(10.12)

with enough distilled water and then regenerated with 2 M
HNO; solution. These regenerated resins were used again for
the retention of the metal ions.

Determination of Metal lons in Water Samples. A rea
sample of Gulf water (5000 mL) was preconcentrated to a final
volume of 40 mL. The amount of different metal ions was
determined by ICP-OES. Three portions of 50.0 mL of the
preconcentrated sample were adjusted to pH 6, 5, and 4 and
treated with 300 mg of the investigated resins under a shaking
rate of 350 rpm for (6 to 24) h. The mixture in each case was
filtered and the resin washed several times with doubly distilled
water. The results of |CP-OES measurements before and after
treatment and the percent sorption of metal ions onto the
chelating resins are computed according to eq 3

% sorption = [C; — C,/C]-100 3

where C; and C; are the initial and final concentration of the
metal ion (mg-L 1) before and after treatment, respectively. The
results are the average of triplicate measurements, and the
precision in most cases is very close to + 1.6 %.

Results and Discussion

Characterization of the Chelating Resins. Elemental
Analysis. Although the sulfonamide hydrogen haslow reactivity,
along refluxing time of 24 h assisted this group to react with
another chlorosulfonated moiety which is consistent with other
published results.?’~3? The elemental analyses of the two
chelating resins, H,L* and H,L?, are included in Table 1. Both
sulfur and nitrogen contents deliver useful information on
loading capacities such as, for example, the sulfonyl group

Scheme 1

Amberlite XAD-16
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H,N

PS-0,5—NH

NH,

aminated PS-SO,CI

CHO

COOH

o

contents or diamine or salicylic moieties, respectively. From
data presented in Table 1, it is possible to calculate the first
step modification of Amberlite-XAD-16 to chlorosulfonated
Amberlite, which delivers the product with about 4 mmol of
sulfonyl groups per gram. With the neglect ion of possible partia
cross-linking of the resin, the second stages of transformation
were performed with stoichiometric quantities of ethylenedi-
amine and 4-aminosalicyclic acid. The percentage of conversion
is calculated based on the percentage of nitrogen, which was
found to be 5.15 and 7.89, respectively. The elemental analysis
reflects the formation of compounds H,L* and H,L2 according
to Scheme 1. PS—S0,Cl was a sulfur analysis of 13.42 %, which
agrees with the formula PS—SO,CI -H,0. Transformation of
compound PS—S0,CI to derivative H,L* was confirmed based
on anitrogen analysis of 2.89 %, which agrees with the structure
H,L* in the hydrated form H,L'+H,O. In addition, the percent
of nitrogen increases upon using ethylenediamine to 6.20 % in
agreement with the aminated PS—SO,Cl structure. Similarly,
compound H,L? was confirmed (cf. Scheme 1 and Table 1).

IR Spectra of the Polymer and Modified Polymer. The FT-
IR spectrum of aminated PS—SO,Cl displays a broad band at
3430 cm™* which can be assigned to ). The spectrum exhibits
a weak band at 3045 cm™* due to the aromatic C—H, while
those at (2998, 2977, and 2913) cm™ are assigned for the
aliphatic C—H. The spectra of resins H,L* and H,L? display
broad bands at (3436 and 3433) cm™* for H-bonded OH. The
carbony! of the carboxylic group in both resins is assumed to
be involved in a hydrogen bonding of the type —C=0-+-HO—
asindicated from its shape and position at (1710 to 1662) cm™.
The bands at (1476, 1450, 897 and 1490, 1456, 889) cm™* for
resins H,LL* and H,L 2, respectively, could be taken as evidence
for the presence of the sulfonamide moiety in both resins.

Effect of pH on Metal Sorption. The effect of pH on metal
sorption of the Fe(I11), Hg(l1), Cd(l1), and Pb(l1) ions onto H,L*
and H,L? was investigated for fixed concentrations of the four
cations and ionic strength. The data obtained are shown in Figure
1. The observed extraction of the metal ionsis attributed to the
complex formation with the introduced salicylic acid chelating
ligand since Amberlite XAD-16 itself does not retain these metal
ions. The complexation of the chelating resins with the different

OH

——————+ PS-SO,—N HGCOOH

H,L'

NH, and/or PS-O,8——NH HN—SO,-PS

PS-0,8S—NH N—CH PS-0,8—N N—SO,-PS
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Figure 1. Effect of pH on the sorption of Fe**, Hg?", Cd?", and Pb?" by (A) H,L* and (B) H,L2

Table 2. Separation Factors (Krem2+) of FE™ over Hg?", Cd?*, and
Pp2*

Table 3. ICP-OES Results of a Gulf Ocean Water Sample before
and after Treatment with the Chelating Resins H,L* and H,L2?2

resn mg-mL~tof M™  Fet—Hg?" Fet-Cd*t  Fett—Pb?t

HoL!  Cre Cp1 518 520 520 520 520 520
Krem 4.53 42.98 59.32

Cre Ce2 354 486 37 509 38 512

HoL?  Cre Cg1 520 520 520 516 520 519
Krem 2.90 38.53 47.47

Cre Cg2 356 469 43 504 35 509

metal ionsis due to the bonding with the carboxylate—carbonyl
oxygen and the hydroxyl—oxygen atoms as proved from the
FT-IR spectra of the isolated complexes for these chelating
resins.

At low pH (1.5 to 3.0), the metal complex formation is in
competition with the formation of the hydronium ion, making
the resins unsatisfactory for complexing the metal ion.>33* At
pH > 4.0, the complexing groups are deprotonated and manage
to overcome the hydrophobic effect of the matrix.

The highest metal uptake values were recorded at a pH prior
to the precipitation limit of the metal hydroxide, Hg?" (4.0),
Fe** (5.0), Cd?* (8.1), and Pb?" (7.5). The observed sudden
increase in the uptake with increasing pH at more than the
precipitation limit is attributed to the formation of insoluble
metal hydroxides.

The metal capacities of the two resins are similar which could
be due to the similarity in the chelating centers, while the spacer
arms appeared to have no effect. Both chelating resins have
high capacities toward Fe** and Hg?" but lower capacities
toward Cd?" and Pb?*. The capacities can be ordered as: Fe**
> Hg?" > Cd?" > Pb?". This is consistent with the reported
formation constants of the free chelating organic ligands with
these metal ions. In general, the effect of solution pH on the
metal ion retention is due to the modification of both metal ion
concentration and the ratio between the acid form (—COOH)
and basic form (—COOQ") of the carboxylic groups.**—3"

The effect of the adsorption/desorption cycles on the metal
uptake by these two resins showed an increase in the metal
capacity of H,L! and H,L? up to two cycles for both. This
observation is a positive aspect of these newly synthesized H,L*
and H,L? because in most cases the metal capacity of the
chelating resins usually decreases upon the regeneration of the
resins.®® The increased metal capacity of these resins upon
regeneration could be discussed on the basis of the increased
accessibility of the metal ions to the salicylic acid moiety.
Furthermore, this result could be assigned to the increase of
the chain flexibility in the whole matrix.

Effect of Shaking Time. The variation of shaking time on
metal uptake by H,L* and H,L2 was studied. Complete saturation
was reached for: (i) Fe*" after 30 min at pH 4.0 for both resins,
(i) Cd?* after 50 min at pH 7.0, (iii) Pb®" after 90 min at pH

HoL! H,L?
metal ion G C % sorption C % sorption

PNat 16427550 2506.550  84.742  2793.483 82.995
bK+ 763.900 178.260 76.664 1144.760 81.049
PMg?t 1611400 164580  89.787 213.380 86.758
bcat 509.500 16.870 96.689 17.390 96.587
cCo?t 2.540 0.273 89.252 ND
ONi2* 13.750 0.173 98.737 0.838 93.391
cCu?t 13.700 0.154  98.876 0.194 91.285
°Cd?t BDL ND ND
°Pp?* 74200  25.148  66.108 33.997 54.182
°Fe’t 1.070 0.014 98.692 0.0138 98.103
“Hg?* 15.100 0.885  94.139 0.938 93.788

aND = not detected; BDL = below detection limit. ® C; in mg-L 1.
°Ciinug-L™%

7.0 for both resins, and (iv) Hg?t after (25 and 20) min for
H.L' and H,L? respectively, at pH 3.6. Furthermore, the
chelating resins exhibit similar absorption characterization with
respect to the four metal ions. It was found that the percent
sorption increases with increasing shaking speed and attains a
maximum sorption at 350 rpm and decreases again upon
increasing the shaking speed more than 350 rpm. Therefore,
all other studies are carried out at a speed of shaking of 350
rpm for all metal ions with the two chelating resins.

Sorption Selectizity. The chelating resins H,L* and H,L? are
used to study the possibilities of their potential uses for the
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Figure 2. EDS analysis for (A) H,L'—Cd, (B) HL'—Hg, (C) H.L'—Fe,
and (D) Ph.
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Figure 3. EDS analysis for (A) H,L?>—Cd, (B) H,L?>—Hg, (C) H.L>—Fe,

and (D) H,L>—Pb.
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selective separation of Fe*" present in binary mixtures with other
ions utilizing the batch method. The method was applied for
separation of Fe** from the binary mixtures, Fe**—Hg?",
Fe*r—Cd?*, and Fe*—Pb?" at pH 5 and a shaking time of 30
min. The data given in Table 2 show that: for the same resin,
the iron can be separated to an extent of about (92 + 1) % in
the presence of Cd?" or Pb?*. That is to say that iron can be
separated to a high extent in the presence of either of these two
metal ions. This could be explained on the basis of the
interaction of the harder and more strongly polarizing Fe** ion
with the hard donor oxygen atoms in the chelating resins. (ii)
The presence of Hg?" retards the separation of Fe** although it
isasoft ion. This could be attributed to the formation of some
organo-mercury compounds which compete with the complex-
ation of iron. (iii) For the same binary mixture the values of
the separation factors (Kg:>"/y?") arein the order HL! > HoL2
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Figure 5. BJH desorption pore size distributions of (A) HoL* and (B) HaL2.

Application of the Chelating Resins for Gulf Ocean
Water Analysis. The synthesized and characterized chelating
resins were used to determine different metal ions in a real
sample of Gulf ocean water. Table 3 shows that the resins are
able to remove 11 elements, namely, Na, K, Mg, Ca, Co, Ni,
Cu, Cd, Pb, Fe, and Hg from the ocean water.

Thermal Stability. TGA of H,L?Y, HyL? and their metal-
lopolymer complexes has revealed that the weight |oss percent
(wt %) for the polymers and their complexes over the temper-
ature range (25 to 200) °C is due to the loss of water absorbed
or adsorbed within the compound and H-bonding in the
polymeric material. The total weight loss was obtained under
nitrogen with a heating rate of 10 °C-min™2.

The TGA of H,L! and its metallopolymer complexes
showed that the thermal stability of Cd is the highest, while
the Pb-complex is the lowest. The following arrangement
shows the thermal stability sequence: H,L'—Cd > H,L'—Hg
> HyL'—Fe > HyL! > H,L!—Ph.

On the other hand, the thermal stability of H,L? and its
metallopolymer complexes is arranged as follows: H,L?—Hg
> H,L2 > H,L2—Cd > H,L?>—Fe > H,L2—Pb.

In both cases the Pb?" complex was the |east stable, while
Cd?* and Hg?" showed the most stable complexes. The metal
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Figure 6. SEM micrographs of (1) polystyrene, (2) chlorosulfonated polystyrene, (3) H.L* and its complexes, (4) HoL'—Cd, (5) H.L'—Fe, (6) HoL'—Hg,

and (7) HoL1—Pb.

residual percent could be arranged in the case of H,L! as
follows: H,L!—Hg (9.706 %) > H,L!—Cd (5.562 %) >
HoL'—Pb (4.799 %) > H,L'—Fe (2.37 %). That of HL?2
showed the following sequence: H,L?—Pb (33.184 %) >
H,L2—Cd (4.146 %) > H,L?—Hg (2.445 %) > H,L?>—Fe
(1.453 %).

Energy Dispersive Spectroscopy (EDS). Energy dispersive
spectroscopy (EDS) is an analytical technique used for the
elemental analysis or chemical characterization of a sample.
Figure 2 showed the energy dispersive spectroscopy (EDS)
of the H,L! and its metallopolymer complexes. The metal

uptake by H,L* has been confirmed by EDS spectra which
reveals the presence of different metal ions. In addition, EDS
spectra (Figure 3) of H,L? and its complexes confirm the
presence of the metal ions. All of these data confirm the
formation of complex products. Thus, EDS analysis of both
resins supports the formation of the proposed chelating resins.

Porosity of the Synthesized Polymer and Its Metallopoly-
mer Complexes. The amount of pores on the surface of H,L*
and H,L? is found to be more than that on the surface of
PS—S0,Cl, and the amount of pores on H,L? is more than
H,L1. The existence of these pores would provide convenient
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(12)

Figure 7. SEM micrographs of (8) ammoniated chlorosulfonated polystyrene, (9) HoL? and its complexes, (10) H,L?>—Cd, (11) HyL?>—Fe, (12) HoL?>—Hg,
and (13) H,L>—Pb.

diffusion channels for metal ions into the interior of the
resins. The porous structure parameters of the chelating resins
H,L!' and H,L? are determined by a nitrogen adsorption
experiment at 77.33 K. The adsorption—desorption isotherms
of both resins are shown in Figure 4. According to the [lUPAC
classification and as reported,®* pores within porous materials
are classified into: (i) micropore (width less than 2 nm), (ii)
mesopore width between (2 and 50) nm, and (iii) macropore
(width greater than 50 nm). It can be seen from Figures 4
and 5 that there was almost no dinitrogen adsorbed at lower
relative pressure (P/P°) which is due to the mechanism of
meso- and micropore filling. This indicates that there are no
micropores in both resins. Furthermore, the shape of the
curves of the dinitrogen adsorption—desorption could be
taken as evidence for the mechanism of capillary condensa-
tion, suggesting a quite large contribution of mesopores in
both resins. In the entire region of relative pressure, the
nitrogen volume adsorbed by H,L? is nearly twice that of
H,L?Y, indicating that H,L? is of lower porosity than H,L*
which is consistent with SEM.

(13)

Morphology of the Synthesized Polymer. Molecular shape
and the way molecules are arranged in a solid are important
factorsin determining the properties of the polymers. The SEM
images of the PS—S0,Cl, HyL%, H;L?, and their complexes,
Figures 6 and 7, show the morphological differences.

(a) The surface of PS seemed to be like beans in its shape.
(b) Change in the surface due to sulfonation was observed where
the surface seemed to be like a big platelet.

(c) Another clear change in the surface has been observed. A
small and big cavity were observed in the case of H,L! and
the Cd complex. Fine surface-like particles were observed
in the case of the Fe complex. A cloudy like surface in the
case of the Hg and Pb complexes was observed. Little change
was observed upon treating chlorosufonated XAD-16 with
ethylenediamine, while treatment with 5-formylsalicylic acid
showed a clear cavity. Complex formation with H,L? showed
fine particles in the case of Pb, Hg, and Fe, while in the case
of Cd a swelled cotton shape was observed.

Kinetic Studies. Kinetics of Sorption. Successful application
of adsorption demands innovation of cheap, easily available,
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Table 4. Kinetic Parameters for the Adsorption of Fe*", Hg?", Cd?", and Pb?" on H,L*

pseudofirst-order

pseudosecond-order

Qe (@(pﬂ) kl Qe k]_ Qe
metal ion (mmol-g™%) (mni~Y) (mmol-g™%) R? (g*mol~t-mni~%) (mmol-g™%) R?
Fe’t 9.80 8.03:10°2 9.77 0.9991 6.58-10°3 10.10 0.7741
Hg?" 7.35 4.58-1072 6.98 0.7767 6.23-1072 7.33 0.9997
Cao?* 2.20 2.33:10°2 2.34 0.8616 3.49-10°? 2.19 0.9992
Po?* 1.30 5.53:1072 131 0.9994 2.67-1072 141 0.6247
Table 5. Kinetic Parameters for the Adsorption of Fe", Hg?", Cd?", and Pb?" on H,L2
pseudofirst-order pseudosecond-order
Qe (@(pﬂ) kl Qe k]_ Qe
metal ion (mmol-g™%) (mni—t) (mmol-g™%) R? (g-mol~t-mni~?%) (mmol-g™%) R?
Fe’t 9.450 8.36:102 9.46 0.9995 1.01-10°? 10.010 0.8038
Hg?t 9.745 2.99-1072 8.81 0.8261 3.52:1072 9.742 0.9998
Cad?* 2.805 2.30-10°2 2.50 0.8091 3.02:10°? 2.821 0.9994
Po?* 1.800 3.15-1072 1.78 0.9997 1.50-107? 1.928 0.5991

and abundant adsorbents of known kinetic parameters and
adsorption characteristics. Adsorption kinetics can be modeled
by several models, including the pseudofirst-order Lagergren
eq 4 and the pseudosecond-order rate eq 5

log(de — a) = log g, — (k,/2.303)t 4

t/g, = 1/k,0.° — (1/gt (5)

where k; is the pseudofirst-order rate constant (min~3); g. and
: are the adsorption capacities of the metal ionin mmol-g™* at
equilibrium and at time t (min), respectively; and k; is the
pseudosecond-order rate constant (g-mmol <L -min~2).

The two models basically consider the externa film
diffusion, intraparticale diffusion, or interaction step for the
sorption process of the metal ions by the chelating resins.
Accordingly, the rate-determining step of the sorption may
be one of these three steps. The effect of the external film
diffusion could be reduced or minimized by shaking or
stirring. Therefore, the sorption process will be mainly
controlled by intraparticale diffusion or the interaction step.
The values of R? (Tables 4 and 5), which are regarded as a
measure of the goodness-of-fit of the experimental data on
the kinetic models, showed that the sorption of Fe** and Pb?*
on the chelating resins H,oL' and H,L? perfectly fit a
pseudofirst-order model, while Hg?* and Cd?" perfectly fit
the pseudosecond-order model. The data also indicate that
the kinetic behavior of both resins indicates that the textural
properties of the resin are the most effective factor on the
rate of metal sorption. This effect is confirmed from the plot

12 4

105 Fe,R*=0.9818
9] ¢ Hg,R?= 0.9692
> 751 5 +Fe
2 i Cd,R?*=0.9521
£ 457 Pb,R?=0.9641 " o
ERS e Apb
15 W x Hg
01 T O T e

01234567 891011121314
t0.5

(A)

of the quantity of metal ion sorbed at time intervals (g,
mmol -g~1) and the square root of time (t®%) by applying
eq 6

g =X + Kdifto'5 (6)

where X; is the boundary layer diffusion effects (external film
resistance) and K is the intraparticale diffusion rate constant
(mmol~t-g-min~Y?), which is usually used to compare the
mass transfer rates. The plots (Figure 8) hold good for all
metal ions with the two different chelating resins but deviate
as the shaking time is increased. The straight line obtained
in each case indicates that the sorption rate is mainly
controlled by the intraparticle diffusion process. In general,
as the value of X; decreases, the effect of external diffusion
on the sorption rate decreases. As shown from the data given
in Table 6, the values of X; values vary from —2.303 to
—0.186 for the sorption of Fe*" and Pb?" by H,L! and H,L>2.
These negative values indicate that boundary layer effects
(external film resistance) have a negligible or no role on the
rate of diffusion in the case of these two metal ions.
Therefore, the sorption of Fe*t and Pb?* by the two chelating
resins is mainly controlled by intraparticle diffusion and
interaction step.*® On the other hand, the positive values of
X; (+0.039 to +0.058) in the case of Hg?* and Cd?* by both
chelating resins indicate that the rate of diffusion is slightly
controlled by the external film diffusion. The dependence of
the sorption rate on the external film diffusion could be taken
as a reason of the shift of the reaction mechanism toward a
pseudosecond-order model in the case of Hg?" and Cd?*.

12
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Figure 8. Intraparticle diffusion kinetics model for the adsorption of Fe**, Hg?", Cd?*, and Pb?" by (A) HoL' and (B) HoL2
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Table 6. External Film Resistance (X;) and Intraparticale Diffusion
Rate Constant Values

HoL'(a) HoL%(b)
metal ion Kt Xi Kt Xi
Fe3* 2.667 —2.303 1.859 —0.402
Hg?" 1.380 +0.082 2.108 +0.039
Cd?* 0.412 +0.056 0.176 +0.058
Pb*™ 0.113 —0.256 0.368 —0.186
Conclusion

Chlorosulfonated Amberlite XAD-16 is functionalized by
aminosalicylic acid and formyl salicylic acid, giving chelating
resins H,L' and H,L2 These ligands are able to coordinate
metal ions through the carboxylate and phenolic oxygen
atoms. Their metal sorption and selectivity showed that both
chelating resins can separate iron from lead easier than from
cadmium but with difficulty from a mercury mixture with
selectivity factors for H,L! more than H,L2. The metal
capacities of the two resins are ordered as: Fe*" > Hg?" >
Cd?* > Pb?". Adsorption kinetics proceeds through pseud-
ofirst-order for the sorption of Fe*" and Pb?" and pseudo-
second-order for the sorption of Hg?" and Cd*" by the two
chelating resins. The chelating resins are used to determine
different metal ions in a real sample of Gulf ocean water,
and they are able to remove 11 elements, namely, Na, K,
Mg, Ca, Co, Ni, Cu, Cd, Pb, Fe, and Hg, from the sample.

Literature Cited

(1) Kim, Y. S, In, G.; Han, C. W.; Choi, J. M. Studies on synthesis and
application of XAD-4 salen chelate resin for separation of trace
elements by solid phase extraction. Microchem. Anal. 2005, 80, 151—
157.

(2) Rouessac, F.; Roouessac, A. Chemica analysis, 1st ed.; John Wiley
& Sons: England, 2000; p 378.

(3) Fritz, J. S. Analytical solid-phase extraction, 1st ed.; John Wiley &
Sons: New York, 1999.

(4) Duran, C.; Senturk, H. B.; Elci, L.; Soylak, M.; Tufekci, M.
Simultaneous preconcentration of Co(ll), Ni(l1), Cu (Il), and Cd
(1) from environmental samples on Amberlite XAD- 2000 column
and determination by FAAS. J. Hazard. Mater. 2009, 162, 292—
299.

(5) Tanco, M. A. L.; Tanaka, D. A. P.; Flores, V. C.; Nagase, T.; Suzuki,
T. M. Preparation of porous chelating resin containing linear polymer
ligand and the Adsorption characteristics for harmful metal ions. React.
Funct. Polym. 2002, 53, 91-101.

(6) Burgess, R. M.; Catwell, M. G.; Pelletier, M. C.; Ho, K. T.; Serbst,
J. R.; Cook, H. F.; Kuhn, A. Development of toxicity identification
evoluation procedure for characterizing metal toxiocity in marine
sediments. Environ. Toxicol. Chem. 2000, 19, 982-991.

(7) Lin, S. H,; Lai, L. S,; Leu, H. G. Removal of heavy metals from
agqueous solution by chelating resin in amultistage adsorption process.
J. Hazard. Mater. 2000, B76, 139-153.

(8) Minezewski, J.; Chewastowaska, J.; Dybezynski, R. Separation and
preconcentration Methods in inorganic trace analysis; Ellis Howood
Chichester: UK, 1982; p 283.

(9) Pesavento, M.; Biesuz, R.; Baffi, F.; Gnecco, C. Determination of
metal ions concentration and speciation in seawater by titration
with an iminodiacetic acid Resin. Anal. Chim. Acta 1999, 401, 265—
276.

(20) Sidorov, S. N.; Volkov, I. V.; Davankov, V. A.; Tsyurpa, M. P,;
Valetsky, P. M.; Bronstein, L. M.; Karlinsey, R.; Zwanziger, J. W.;
Matveeva, V. G.; Sulman, E. M.; Lakina, N. V.; Wilder, E. A,
Spontak, R. J. Platinum-Containing Hyper-Cross-Linked Polystyrene
as a Modifier-Free Selective Catalyst for L-Sorbose Oxidation. J. Am.
Chem. Soc. 2001, 123, 10502.

(11) sun, C; Qu, R; Xu, Q.; Chem, H.; Ji, C.; Wang, C.; Sun, Y.; Cheng,
G. Preparation of Crosslinked Polystyrene-supported Ethylenediamine
via a S-containing spacer and Adsorption properties Towards Metal
ions. Eur. Polym. J. 2007, 43, 1501-1509.

(12) Pyrzynska, K.; Wierzbicki, T. Preconcentration and Separation of
Vanadium on Amberlite IRA-904 resin functionalized with Porphyrin
Ligands. Anal. Chim. Acta 2005, 540, 91-94.

(13) Reo, T. P.; Metilda, P.; Gladis, J. M. Preconcentration techniques for
uranium(V1) and thorium(lV) prior to analytical determination-an
overview. Talanta 2006, 68, 1047.

(24) Mitra, S. Sample Preparation Techniques in Analytical Chemistry;
John Wiley, Sons Inc.: Hobken, New Jersey, 2003; p 400.

(15) Simpson, N. J. K. Solid Phase Extraction: Principles and applications;
Marcel Dekker: New York, 2000.

(16) Dorfiner, K. Synthetic lon Exchange Resins Reactions, lon Exchangers;
Walter de Gruyter: Berlin-New York, 1991; p 251.

(17) Yuchi, A.; Sato, T.; Morimoto, Y .; Mizuno, H.; Wada, H. Adsorption
Mechanism of Trivalent metal ions on chelating resins containing
iminodiacetiz acid groups with reference to selectivity. Anal. Chem.
1997, 69, 2941-2944.

(18) Kumagai, H.; Inoue, Y.; Yokoyama, T.; Suzuki, T. M. Chromoto-
graphic selectivity of rare earth elements on iminodiacetate-type
chelating resins having spacer arms of different lengths:importance
of steric flexibility of functional groups in a polymer chelating resin.
Anal. Chem. 1998, 70, 4070-4073.

(19) Kumagi, H.; Yokoyama, T.; Suzuki, T. M.; Suzuki, T. Liquid
chromatographic selectivity and retention behavior of rare earth
elements on a chelating resin having a propylenediaminetetraacetate-
type function of group. Analyst 1999, 124, 1595-1597.

(20) Mahmoud, M. E.; Soliman, E. M.; El-Dissouky, A. Metal Uptake
Properties of Polystyrene Resin Immobilized Polyamine and Formyl-
salicylic Acid Derivatives as Chelation lon Exchangers. Anal. Sci. Jpn.
1997, 13, 765.

(21) Jeragh, B. J. A.; Elassar, A. A.; El-Dissouky, A. Ligating behavior
and metal. Uptake of N-sulphonylpolyamine chelating resins anchored
on polystyrene- divinylbenzene beads. J. Appl. Polym. Sci. 2005, 96,
1839-1846.

(22) Venkatesh, G.; Sinjh, A. K. 2-{[1-(3,4-Dihydroxyphenyl)methyl-
diene]amino} benzoic acid immobilized Amberlite XAD-16 as metal
extractant. Talanta 2005, 67, 187-194.

(23) Abburi, K. Adsorption of phenol and p-chlorophenol from their single
and bisolute aqueous solutions on Amberlite XAD-16 resin. J. Hazard.
Mater. 2003, B105, 143-156.

(24) Soylak, M.; Elci, L.; Dogan, M. Solid Phase extraction of trace metal
ions with Amberlite XAD resins prior to atomic absorption spectro-
metric analysis. J. Trace Microporob. Technol. 2001, 19, 329-344.

(25) Sharma, R. K.; Pant, P. Preconcentration and determination of trace
metal ions from agueous samples by newly developed gallic acid
modified Amberlite XAD- 16 chelating resin. J. Hazard. Mater. 2009,
163, 295-301.

(26) Chiarizia, R.; Horwitz, E. P.; Alexandratos, S. D. Uptake of Metyal
lon by a New Chelating Exchange Resin. Part 4. Kinetics. Solvent
Extr. lon Exch. 1994, 12, 211-237.

(27) George, T. G.; Johnsamuedl, J.; Delfin, D. A.; Yakovich, A.; Mukherjeg,
M.; Phelps, M. A.; Dalton, J. T.; Sackett, D. L.; Kaiser, M.; Brun, R.;
Werbovetz, K. A. Antikinetoplastid antimitotic activity and metabolic
stability of dinitroaniline sulfonamides and benzamides. Bioorg. Med.
Chem. 2006, 14, 5699-5710.

(28) Bloxham, J;; Borzillo, G. V.; Callington, E. W.; Sadiq, S.; Sambrook,
S.; Colin, P.; Waller, C. L.; Wynne, G. M. Preparation of benzimi-
dazole-1-propanoic acids as integrin antagonists and anticancer agents.
PCT Int. Appl. 2006, p 112: WO 2006053342 A2 20060518.

(29) Ponzi, S.; Giuliano, C.; Donghi, M.; Poma, M.; Matassa, V. G,;
Stansfield, 1. Phenyldihydroxypyrimidines as HCV NS5B RNA
dependent RNA polymerase inhibitors. Part I1: Sulfonamides. Lett.
Drug Des. Discovery 2005, 2, 456-461.

(30) Sawa, M.; Tateishi, H.; Mizuno, K.; Harada, H.; Oue, M.; Tsujiuchi,
H.; Furutani, Y.; Kato, S. Tryptamine-based human /3 3-adrenergic
receptor agonists. Part 2: SAR of the methylene derivatives. Bioorg.
Med. Chem. Lett. 2004, 14, 5963-5966.

(31) Steffan, R. J.; Ashwell, M. A.; Solvibile, W. R.; Matelan, E.; Largis,
E.; Han, S; Tillet, J.; Mulvey, R. Novel substituted 4-aminometh-
ylpiperidines as potent and selective human [ 3-agonists. Part 2:
Arylethanolaminomethy!piperidines. Bioorg. Med. Chem. Lett. 2002,
12, 2963-2967.

(32) El-Maghraby, A. A.; Eyada, H. A. Synthesis of some new toluidinedis-
ulfonanilides and 1,2,4-benzothiadiazine 1,1-dioxides. J. Chem. 1983,
26, 355-9.

(33) Sillen, L. G.; Martell, A. E.; Bjerrum, J. Sability constants of metal-
ion complexes, Part B: Organic Ligands; J. Pergamon Press: Oxford,
N.Y, 1979.

(34) Boussetta, S.; Branger, C.; Margaillan, A.; Boudenne, J. L.; Coulomb,
B. Salicylic acid and derivatives anchored on polystyrene-codivinyl-
benzene resin and membrane via a diazo bridge: synthesis, Charact-
terization and application to metal extraction. React. Funct. Polym.
2008, 68, 775-786.

(35) Dinu, M. V.; Dragan, E. S. Heavy metal adsorption on some
iminodiacetate chelating resins as a function of the adsorption
parameters. React. Funct. Polym. 2008, 68, 1346-1354.



Journal of Chemical & Engineering Data, Vol. 55, No. 11, 2010 4839

(36) Baraka, A.; Hall, P. J;; Heslop, M. J. Preparation and characterization
of melamine—formaldehyde—DTPA chelating resin and its use as an
adsorbent for heavy metals removal from wastewater. React. Funct.
Polym. 2007, 67, 585-600.

(37) Singh, K. K.; Rastogi, R.; Hasan, S. H. Remova of Cr(VI) from
wastewater using rice bran. J. Colloid Interface Sci. 2005, 290, 61—
68.

(38) Nastasovic, A.; Jovanovic, J.; Onjia, A.; Jakovljevic, D.; Novakovic,
T. Metd sorption on macroporous poly(GMA-co-EGDMA) modified
with ethylene diamine. React. Funct. Polym. 2004, 58, 139.

(39) Hubicki, Z.; Wolowicz, A. Adsorption of palladium(l1) from chloride
solutions on Amberlyst A 29 and Amberlyst A 21 resins. Hydromet-
allurgy 2009, 96, 159-165.

(40) Guibal, E.; Milet, C. J.; Tobin, M. Metal-Anion Sorption by Chitosan
Beads; Equilibrium and Kinetic Studies. Ind. Eng. Chem. Res. 1998,
37, 1454-1463.

Received for review April 26, 2010. Accepted August 21, 2010. The
authors would like to acknowledge Kuwait University for the provision
of grant No. SC 09/06 and the general facility projects grant Nos. GS
01/01 and GS 03/01.

JE100424Y



