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Abstract: Due to the increased demand for palladium, as well due to its reduced availability in na-
ture, its recovery from diluted waste solutions becomes a necessity, and perhaps an emergency. As 
a result of economic and technological development, new materials with improved adsorbent prop-
erties that are more efficient for metallic ions’ recovery were synthesized and introduced to market. 
The goal of this study was to obtain a new adsorbent material by functionalizing through impreg-
nation a commercial polymeric support that was both inexpensive and environmentally friendly 
(Amberlite XAD7) with crown ether (di-benzo-18-crown-6—DB18C6). Crown ethers are known for 
their ability to form complexes within metallic ions, by including them inside of the ring, regardless 
of its atomic size. Adsorbent material was prepared by impregnation using the solvent-impregnated 
resin method (SIR). To highlight the presence of crown ether on the resin surface, a new synthesized 
material was characterized by scanning electron microscopy (SEM), elemental analysis X-ray energy 
dispersive spectroscopy (EDX) and Fourier transform infrared spectroscopy (FT-IR). The specific 
surface of the adsorbent material was also determined by the Brunauer–Emmett–Teller (BET) 
method. Adsorbent performances of the prepared material were highlighted by kinetic, thermody-
namic and equilibrium studies and a possible mechanism was also proposed. The influence of spe-
cific parameters for the adsorption process (contact time, temperature, Pd(II) initial concentration) 
on the maximum adsorption capacity was pursued. 
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1. Introduction 
An important class of elements it is represented by platinum group metals (PGMs)—

i.e., iridium, palladium, osmium, rhodium and ruthenium—due to their large range of 
applications in various industries [1]. Like all noble metals, palladium possesses attractive 
physical and chemical properties such as high melting point, good corrosion resistance 
and remarkable catalytic properties [2,3]. Considering all these properties, palladium has 
been a vital material in industries such as refining, petrochemical, medicine, jewelry and 
ornaments, electronic and electrical industries, integrated circuits, systems with good cor-
rosion resistance, dental alloys and as a catalyst for different industrial processes [2]. 

Because of all the benefits of Pd usage, technological development has led to a sig-
nificant growth in the demand for Pd, which almost inevitably led to an increase of Pd 
release into the environment. Such environmental release causes the contamination of 
food and waters worldwide [2,3], leading finally to bioaccumulation in different living 
organisms [3]. Experimental data proved that Pd has no biological role, being at the same 
time highly toxic and carcinogenic to humans, causing asthma, rhino-conjunctivitis, aller-
gies, etc. [3,4]. In this context, due to the limited resources, it is very important to find a 
way to recover Pd from wastewaters produced by different industries which use PGMs 
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extensively [2,4–6]. Pd recovery and recycling becomes feasible by developing new tech-
niques for Pd effective pre-concentration and separation from such wastewaters [2]. 

Recently, adsorbent materials were developed by functionalization of halloysite 
nanotubes with amino groups, and further, such materials were used for Pb2+ ions’ re-
moval [7]. Nanocomposite materials based on clay nanoparticles were developed and 
used for removal of inorganic and organic pollutants [8]. 

The main technologies used for PMG recovery during recent decades have been rep-
resented by solvent extraction, precipitation, membrane separation [1] and ion exchange 
technologies [6]. In case of conventional recovery techniques, extraction and precipitation 
from different waste liquids involve usage of different synthetic reagents with different 
adsorption capacities/selectivity. In case of wastewaters containing low concentration of 
Pd(II) ions, such treatment technologies present a large disadvantage: low efficiency, in-
complete metal recovery, high capital cost and high complexity—involving large-scale 
equipment and large amounts of effluents and chemicals. These technologies are respon-
sible for generating large amounts of secondary wastes [1]. From all recovery methods 
used today, adsorption attracts great interest due to its high selectivity for different me-
tallic ions and because it also depends on the nature of the used adsorbent material. 

Therefore, interest in obtaining new materials with good adsorbent properties has 
increased during the past decade due to the necessity for production of materials with 
specific properties for adsorptive processes, with good specific surfaces, good reactivity, 
and a huge number of active centers on the material surface [9]. 

The aim of the present study was to prepare a new adsorbent material by functional-
ization of a cheap and environment friendly commercial polymeric support (Amberlite 
XAD7) with crown ether (di-benzo-18-crown-6—DB18C6, which has the structure pre-
sented in Figure 1 supplementary material). Crown ethers are well known for their ability 
to form complexes with different metallic ions by including them inside of their ring; such 
complex formation depends on the ring dimension and the metallic ion size. Preparation 
of tested adsorbent material was done by functionalization of Amberlite XAD7 resin with 
crown ether by using the solvent-impregnated resin method (SIR method) [10–13]. 

  
(a) Amberlite XAD7 resin (b) XAD7-DB18C6 material 

Figure 1. Scanning electron microscopy (SEM) before (a) and after functionalization (b). 

The obtained adsorbent material has been used for Pd(II) recovery by adsorption, 
due to the high complexing capacity of DB18C6 extractant, proving a higher efficiency for 
Pd(II) removal by adsorption. Adsorptive performance of the newly produced material 
was demonstrated by kinetics, thermodynamics and equilibrium studies, further leading 
to a possible adsorption mechanism. 

  



Materials 2021, 14, 1003 3 of 17 
 

2. Materials and Methods 
2.1. Materials 

The support used was Amberlite XAD7 (Sigma-Aldrich, Merck, Darmstadt, Ger-
many), a commercial polymeric resin with acrylic matrix with particles size between 20 
and 60 mesh, having a pore volume of 0.5 mL g−1 and a specific surface area of 380 m2 g−1. 
The extractant used was dibenzo 18-crown-6 (DB18C6) ether, which is a macrocyclic pol-
yether having the IUPAC name 1,4,7,10,13,16-Hexaoxacyclooctadecane and a purity of 
99%. Matrix and extractant were purchased from the Sigma-Aldrich company (St. Louis, 
MO, USA). Amberlite functionalization was achieved by using the solvent-impregnated 
resin method (SIR method), in which the extractant is dissolved in nitrobenzene (99% pu-
rity, purchased from Carl Roth, Karlsruhe, Germany). In order to prepare the Pd(II) aque-
ous solutions used to establish optimum conditions, we used a stock solution containing 
1000 mg Pd(II) L−1 in 0.5 mol HNO3 L−1, purchased from Merck, Darmstadt, Germany. 

2.2. Characterization and Preparation of Adsorbent 
2.2.1. Functionalized of the Amberlite XAD7 Resin 

A newly prepared material, designated as XAD7-DB18C6, was obtained through 
functionalization by impregnation using the dry SIR method, using a mass ratio sup-
port:extractant = 10:1. In order to achieve the functionalization of Amberlite resin, the two 
components were kept in contact for 24 h, after that being dried for 24 h at 323 K. 

2.2.2. Characterization of Adsorbent Material 
In order to understand the applicability of such materials in adsorptive processes it 

is important to prove the presence of the extractant on the support surface. So, the pres-
ence of crown ether extractant on the surface of the Amberlite obtained material was char-
acterized by scanning electron microscopy (SEM) coupled with X-ray energy dispersive 
spectroscopy (EDX) using an FEI Quanta FEG 250 scanning electron microscope (FEI, 
Hillsboro, OR, USA). The presence of DB18C6 crown ether on the functionalized support 
was confirmed by recording the FT-IR spectra (FTIR, Bruker, Billerica, MA, USA) of the 
new material. Further new prepared material was characterized by determining its spe-
cific surface by using the Brunauer–Emmett–Teller (BET) method, using a Quantachrome 
Nova 1200e instrument (Anton Paar GmbH, Osfildern-Scharnhausen, Germany). 

2.3. Effect of Recovery Parameters 
The adsorptive performance of the prepared material was highlighted by kinetic, 

thermodynamic and equilibrium studies, which further led to a possible adsorption mech-
anism. The influence of specific parameters for the adsorptive processes (such as contact 
time, temperature, Pd(II) initial concentration) on the maximum adsorption capacity was 
studied. 

In this case, the maximum adsorption capacity of the adsorbent material, q (mg g−1) 
was calculated using the following equation: q = (C଴ − C୤)Vm  (1)

where C0—initial concentration of Pd(II) from solution, (mg L−1) 
Cf—residual concentration of Pd(II) from solution, (mg L−1) 
V—volume solution, (L) 
m—adsorbent mass, (g). 

2.4. Kinetc Sudies 
Contact time and temperature represent important factors used for further evalua-

tion of the newly prepared material for Pd(II) ions. In order to evaluate the influence of 
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contact time and temperature on the maximum adsorption capacity of XAD7-DB18C6 
0adsorbent, we weighed 0.1 g of material which was mixed with 25 mL of Pd(II) solution 
having a concentration of 20 mg Pd(II) per L. Samples were stirred at 200 rotations per 
minute for different times (30, 60, 90, 120, 180 and 240 min.) at different temperatures (298, 
308 and 318 K) using a thermostatic bath (Julabo SW23, Julabo, Seelbach, Baden-Württem-
berg, Germany). After that the residual concentration of Pd(II) ions was determined by 
atomic adsorption spectrometry using a Varian SpectrAA 280 FS atomic adsorption spec-
trometer (Varian, Palo Alto, CA, USA). All experiments were carried out at pH 2. 

2.4.1. Kinetic Models 
Kinetic models used to describe the studied adsorptive process were obtained by 

modeling recorded experimental data with two well-known models: the pseudo first-or-
der model—Lagergren model [13,14], described by the equation: 

( ) tklnqqqln 1ete −=−  (2)

where qe—equilibrium adsorption capacity, (mg g−1) 
qt—adsorption capacity at time t, (mg g−1) 
k1—speed constant for pseudo first-order (min.−1) 
t—contact time, (min.) 
and the pseudo second-order model—Ho and McKay model [13,15,16]: 

e
2
e2t q

t

qk

1

q

t +=  (3)

where qe—equilibrium adsorption capacity, (mg/g) 
qt—adsorption capacity at time t, (mg/g) 
k2—speed constant for pseudo second-order, (g/mg ∙ min.) 
t—contact time, (min.). 
When the experimental data were modeled using the pseudo first-order model, the 

dependence between ln(qe-qt) versus t was calculated. From the obtained straight line 
equation, we determined the speed constant (k1) associated with the model and the max-
imum adsorption capacity (qe,calc). Similarly, for the pseudo second-order model we plot-
ted the linear dependence between t/qt versus t. From the line equation associated with 
this model were calculated the speed constant (k2) and maximum adsorption capacity for 
the pseudo second-order model. 

2.4.2. Activated Energy, Ea 
Another parameter used to characterize the adsorption process of Pd(II) onto differ-

ent adsorbent materials is the activation energy (Ea). This parameter can be evaluated 
from the following Arrhenius equation: 

RT

E
lnAkln a

2 −=  (4)

where k2—kinetic constant obtained from the pseudo second-order model, (g min−1 mg−1) 
A—Arrhenius constant, (g min−1 mg−1) 
Ea—activation energy, (kJ mol−1) 
T—absolute temperature, (K) 
R—the ideal gas constant, (8.314 J mol−1 K−1). 
The activation energy for adsorption of Pd(II) is calculated from the linear depend-

ence of lnk2 versus 1/T. 
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2.4.3. Thermodynamic Parameters 
In order to confirm that the Pd(II) adsorption on the XAD7-DB18C6 adsorbent is a 

spontaneous process, we determined the value of free Gibbs energy (ΔG0) by using the 
Gibbs–Helmholtz equation [17]: ∆ܩ଴ = ଴ܪ∆	 − ܶ	∆ܵ଴ (5)

where ΔG0—the standard variation of Gibbs free energy (kJ/mol) 
ΔH0—the standard variation of enthalpy, (kJ/mol) 
ΔS0—the standard variation of entropy, (J/mol ∙ K) 
T—absolute temperature, (K). 
Entropy standard variation (ΔS0) and enthalpy standard variation (ΔH0) were deter-

mined using the van’t Hoff Equation (6), by plotting the linear dependence between lnKd 
versus 1/T. 

RT

ΔH

R

ΔS
Kln d


−=  (6)

where Kd—equilibrium constant 
ΔS0—the standard variation of entropy, (J mol−1 K−1) 
ΔH0—the standard variation of enthalpy, (kJ mol−1) 
T—absolute temperature, (K) 
R—the ideal gas constant, (8.314 J mol−1 ∙ K−1). 
The equilibrium constant is ratio between the adsorption capacity at equilibrium qe 

and the equilibrium concentration Ce: 

e

e
d C

q
K =  (7)

where qe—equilibrium adsorption capacity, (mg/g) 
Ce—equilibrium concentration, (mg/L). 

2.5. Equilibrium Studies 
For equilibrium studies, 0.1 g of XAD7-DB18C6 adsorbent material was mixed with 

25 mL of Pd(II) solution having different concentrations (5, 10, 15, 20, 30, 40, 50, 60, 70 and 
80 mg L−1). All adsorption studies were carried out for 1 h, pH 2, at 298 K by using a 
thermostatic bath. At the end of each experiment, each sample was filtered. In each ob-
tained solution we determined the residual concentration of Pd(II) ions. 

2.5.1. Adsorption Isotherms 
Establishing the equilibrium data, which are generally known as adsorption iso-

therms, represents a basic requirement for further understanding of the adsorption mech-
anism. Classic adsorption isotherms used to describe adsorption processes are Langmuir, 
Freundlich and Sips, which were also used in the present study to describe the adsorption 
process of Pd(II) ions onto XAD7-DB18C6. 

The Langmuir adsorption isotherm is used to describe the adsorptive processes in 
homogenous media, explaining well monolayer adsorptive processes. In the case of the 
Langmuir adsorption isotherm, active centers are identical and evenly distributed on the 
adsorbent surface, and the ability of a molecule to adsorb on one of the active centers is 
independent of the occupancy of the neighboring active centers. The nonlinear form of 
the Langmuir adsorption isotherm is [18]: 

eL

eLL
e CK1

CKq
q

+
=  (8)

where qe—equilibrium adsorption capacity, (mg g−1) 
Ce—equilibrium concentration for Pd(II) ions from solution, (mg L−1) 
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qL—Langmuir maximum adsorption capacity, (mg g−1) 
KL—Langmuir constant. 
One important characteristic of the Langmuir isotherm is the dimension less constant 

RL, named the separation factor. This parameter can be evaluated with the equation: 

CoK1

1
R

L
L +

=  (9)

where RL—separation factor; 
KL—Langmuir constant (L mg−1) 
Co—Pd(II) initial concentration, (mg L−1). 
The Freundlich isotherm [19] assumes that the adsorbent surface is heterogenous, on 

which the distribution of adsorption heat is nonuniform, and a multilayer adsorption can 
occur due to the unlimited number of active centers. The nonlinear form of the Freundlich 
isotherm is: 

fn1
eFe CKq =  (10)

where qe—equilibrium adsorption capacity, (mg g−1) 
Ce—equilibrium concentration for Pd(II) from solution, (mg g−1) 
KF and nF—characteristic constants which may be associated with the relative adsorp-

tion capacities in respect of the adsorption intensity. 
Starting from these two adsorption isotherms, we developed the Sips isotherm, 

which is used to explain adsorptive processes. At low concentrations, the Sips isotherm is 
reduced at the Freundlich isotherm, and at higher concentration of adsorbate it is reduced 
at the Langmuir isotherm; therefore, it can be used to calculate the monolayer adsorption 
capacity. The nonlinear form of the Sips isotherm is [20]: 

S

S

n1
eS

n1
eSs

e
CK1

CKq
q

+
=  (11)

where qS—maximum equilibrium adsorption capacity (mg g−1) 
KS—constant related to the adsorption capacity of the adsorbent 
nS—heterogenic factor. 

3. Results and Discussion 
3.1. Characterization of the Adsorbents 
3.1.1. Scanning Electron Microscopy (SEM) 

In Figure 1 are depicted the SEM micrographs recorded for Amberlite XAD7 support 
before and after functionalization with DB18C6 crown ether. 

From the recorded micrographs, we can observe the presence of some white dots on 
the support surface in case of functionalized Amberlite XAD7 resin. The presence of these 
white spots can be associated with the presence of DB18C6 crown ether molecules on the 
support surface. 

3.1.2. X-Ray Dispersive Energy Spectroscopy (EDX) 
X-ray dispersive energy spectroscopy (EDX) was used to obtain information regard-

ing the elemental composition of analyzed samples, the obtained data being depicted in 
Figure 2. 
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(a) Amberlite XAD7 resin (b) XAD7-DB18C6 material 

Figure 2. X-ray dispersive energy spectroscopy (EDX) before (a) and after functionalization (b). 

From data depicted in Figure 3, we can observe that the carbon and oxygen concen-
trations increased in case of functionalized support, being a confirmation of functionali-
zation of Amberlite XAD7 with DB18C6 crown ether. 

 
Figure 3. FT-IR spectra recorded for Amberlite XAD7 and Amberlite XAD7-DB18C6. 

3.1.3. Fourier Transform Infrared Spectroscopy (FT-IR) 
Further confirmation of Amberlite XAD7 functionalization was obtained from FT-IR 

spectra recorded for pure and functionalized support (spectra are depicted in Figure 3). 
From the FT-IR spectra of Amberlite XAD7, we can observe a broad band located at 

3450 cm−1 which is associated with the stretching vibrations of H-O groups. Sharp and 
strong adsorption bands located at 2975, 2930, 2890 cm−1 are associated with the stretching 
vibrations of the C-H bond. The vibration peak observed at 1745 cm−1 can be associated 
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with the vibrations of –C=O groups, and the vibrations from 1477 and 1390 cm−1 are at-
tributed to stretching and deformation of the C-H bond from –CH3 aliphatic groups. Vi-
brations observed at 1260 and 1135 cm−1 are associated with the stretching vibrations of –
C-O groups [21]. 

Amberlite XAD7 functionalization with DB18C6 crown ether induced some modifi-
cations in the FT-IR spectra; modifications which are associated with the presence of 
DB18C6 crown ether on the support surface. From Amberlite XAD7-DB18C6 spectra, we 
can observe the presence of a vibration at 3017 cm−1; a vibration which can be associated 
with the stretching of the C-H bond from the aromatic nucleus. Another different vibra-
tion can be observed at 2938 cm−1, which is associated with the stretching of the C-H bond 
from methylene groups. This vibration becomes more pronounced for functionalized Am-
berlite XAD7. A specific vibration for DB8C6 crown ether can be observed at 1302 cm−1; a 
vibration which can be associated with the symmetric stretching of the Ph-O-C group, 
followed by the appearance of a non-symmetric vibration at 1240 cm−1. Another specific 
vibration appeared at 1128 cm−1; this vibration can be associated with the symmetric 
stretching of free C-O-C groups [22]. 

3.1.4. BET Surface Area 
The N2 adsorption-desorption isotherms were obtained by using a Quantachrome 

NOVA 1200e device. The samples were degassed beforehand at room temperature in a 
vacuum for 4 h. The analysis was done at 77 K with nitrogen atmosphere. In Figure 4 is 
presented the experimental data point of the sample with pore size distribution (inset pic-
ture).  

Evaluating the data with IUPAC [17], we can conclude that the material presenting a 
type IV isotherm was obtained. The presence of hysteresis is one of the main factors that 
can show the occurrence of capillary condensation. Comparing the hysteresis obtained 
with IUPAC, we obtained a type H2b representative for pore blocking, but the size distri-
bution of neck widths was now much larger. 

The BET method (Brunauer–Emmett–Teller) was used in order to obtain the surface 
area in the range 0.05–0.30 P/Po, indicating a value of 92 m2 g−1. The total pore volume was 
obtained from the last point of isotherm at P/Po = 0.98655, indicating a value of 1.730 × 10−1 
cc g−1 for pores smaller than 145.0 nm. Using the BJH method (Barrett–Joyner–Halenda) 
[23] from the desorption branch, the pore size distribution indicated a unimodal distribu-
tion in the mesoporous region with a mean value of ~6.5 nm, also represented in inset 
Figure 4.  



Materials 2021, 14, 1003 9 of 17 
 

0.0 0.2 0.4 0.6 0.8 1.0
0

20

40

60

80

100

120

vo
lu

m
e 

ad
so

rb
ed

, c
c/

g

relative pressure, P/Po

 XAD7-DB18C6

0 10 20 30 40 50 60 70
0.00

0.02

0.04

0.06

dV
(d

), 
cc

/n
m

/g
pore diameter, nm

 
Figure 4. Brunauer–Emmett–Teller (BET) surface area. 

3.2. Effect of Recovery Parameters 
3.2.1. Contact Time and Temperature Influence 

In order to better understand adsorptive processes, it is important to know the con-
tact time and temperature needed to reach adsorbent—adsorbate equilibrium. In Figure 5 
is depicted the influence of contact time at four different temperatures (298, 308, 318 and 
328 K) obtained for Pd(II) adsorption onto Amberlite XAD7-DB18C6. 

 
Figure 5. Influence of contact time and temperature on the adsorption capacity of Pd(II) on XAD7-
DB18C6. 

From the data depicted in Figure 6, we can observe that with the increase of the con-
tact time an increase of adsorption capacity occurred, until the 240 min. mark. Further 
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increase of the contact time led to no significant increase of the adsorption capacity. Based 
on this observation, we can consider that 240 min. represented the time needed for the 
studied system to reach equilibrium. Further experiments were carried out using a contact 
time of 240 min. 

 
Figure 6. Influence of initial concentration for Pd(II) recovery on XAD7-DB18C6. 

From data depicted in Figure 6, we can also observe that temperature had a great in-
fluence over the Pd(II) adsorption onto Amberlite XAD7-DB18C6. The increase of tempera-
ture from 298 to 328 K led to an increase of adsorption capacity from 0.83 to 3.05 mg g−1. 

3.2.2. Pd(II) Initial Concentration Influence 
Distribution of Pd(II) ions between adsorbent material and aqueous solution at equi-

librium assumes a higher importance for further determination of maximum adsorption 
capacity at equilibrium [24]. 

The aim of the present study was to determine the maximum adsorption capacity of 
Amberlite XAD7—DB8C6 (data being depicted in Figure 6). 

From experimental data presented in Figure 6, we can observe that the increase of 
Pd(II) initial concentration led to an increase of the quantity of Pd(II) ions adsorbed onto 
the Amberlite XAD7—BD18C6 crown ether. Such increase is due to the presence of free 
active sites on the material surface; when these active sites were occupied, any further 
increase of Pd(II) initial concentration led to no increase of maximum adsorption capacity 
of the material. In case of the studied adsorption process, the maximum adsorption capac-
ity was 6.5 mg g−1, and was reached at an initial concentration of Pd(II) ions equal to 60 
mg L−1. 

3.3. Adsorption Kinetics 
Kinetics of the adsorptive processes are dependent on the interactions established 

between adsorbate and adsorbent material. To assess the kinetic mechanism of the Pd(II) 
adsorption onto Amberlite XAD7-DB18C6 material, all experimental data were modeled 
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using pseudo first-order and pseudo second-order kinetic equations. Obtained linear de-
pendences are presented in Figure 7, and based on depicted data we evaluated the param-
eters associated with these two models (presented in Table 1). 

  
(a) Pseudo first-order (b) Pseudo second-order 

Figure 7. Kinetic models for Pd(II) adsorption onto XAD7-DB18C6, at different temperatures. 

Table 1. Kinetic parameters for adsorption of Pd(II) onto XAD7-DB18C6 material. 

Pseudo First-Order 

Temperature (K) qe,exp k1 qe,calc R2 (mg ∙ g−1) (min−1) (mg ∙ g−1) 
298 2.61 0.004 ± 0.00001 2.48 ± 0.01 0.9139 ± 0.001 
308 2.77 0.0046 ± 0.00001 2.46 ± 0.01 0.9401 ± 0.001 
318 2.98 0.0056 ± 0.00001 2.43 ± 0.01 0.9548 ± 0.001 
328 3.05 0.0061 ± 0.00001 2.32 ± 0.01 0.9593 ± 0.001 

Pseudo Second-Order 

Temperature (K) 
qe,exp k2 qe,calc 

R2 
(mg ∙ g−1) (g ∙ mg−1 ∙ min−1) (mg ∙ g−1) 

298 2.61 0.508 ± 0.00001 3.30 ± 0.01 0.9950 ± 0.001 
308 2.77 0.605 ± 0.00001 3.44 ± 0.01 0.9971 ± 0.001 
318 2.98 0.746 ± 0.00001 3.64 ± 0.01 0.9949 ± 0.001 
328 3.05 0.855 ± 0.00001 3.67 ± 0.01 0.9967 ± 0.001 

The value of the k1 constant—associated with the pseudo first-order model—was 
evaluated from the slope of the linear dependence ln(qe-qt) versus time. Similarly, we eval-
uated the value of the k2 constant—associated with the pseudo second-order model—
from the slope of linear dependence t/qt versus time. The studied adsorption process was 
better described by the model for which the correlation coefficient was much closer to 1. 
Based on data presented in Table 1, we can observe that the Pd(II) adsorption onto Am-
berlite XAD7-DB18C6 was better described by the pseudo second-order model, for which 
the correlation coefficient was located between 0.9950 and 0.9971, depending on the tem-
perature. This correlation is in concordance with the literature data, showing that the 
Pd(II) adsorption was influenced by time and temperature [1,25]. 

For the studied adsorption process, it seems that the chemical reactions show the 
limiting step of the adsorption process is of great importance [26]. 
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Further, by using the speed constant obtained from pseudo second-order model (k2) 
and the Arrhenius equation, we calculated the activation energy associated with the stud-
ied adsorption process. The value of the activation energy was calculated from the slope 
of the linear dependence between lnk2 and 1/T (data depicted in Figure 8). 

 
Figure 8. Arrhenius plot. 

Based on the obtained experimental data, we determined a value of 1.44 kJ mol−1 for 
the activation energy, with a correlation coefficient of 0.9960. If the activation energy has 
a value lower than 40 kJ mol−1, we can say that the Pd(II) ions’ adsorption is a physical 
adsorption [27]. 

3.4. Adsorption Equilibrium 
In order to understand the Pd(II) ions’ behavior at the interface during the adsorption 

process, obtained experimental data were modeled using three isotherms: Langmuir, 
Freundlich and Sips. The correlation coefficient, R2, was determined for each isotherm to 
establish which one better described the Pd(II) adsorption onto Amberlite XAD7-DB18C6 
adsorbent material. Obtained adsorption isotherms are shown in Figure 9 and, based on 
data presented in this figure, we determined the parameters specific to each isotherm (Ta-
ble 2). 
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Figure 9. Adsorption isotherm model for adsorption of Pd(II) onto XAD7-DB18C6. 

Table 2. Parameters of isotherm model for adsorption of Pd(II) onto XAD7-DB18C6. 

Langmuir Isotherm 
qm,exp (mg g−1) KL (L mg−1) qL (mg g−1) R2 

6.5 0.0308 ± 0.01 3.2 ± 0.01 0.98549 ± 0.001 
Freundlich Isotherm 

KF (mg g−1) 1/nF R2 
0.7001 0.589 ± 0.01 0.97164 ± 0.001 

Sips Isotherm 
KS qS (mg g−1) 1/nS R2 

0011 5.9 ± 0.01 0.36 ± 0.01 0.99531 ± 0.001 

Based on data presented in Table 2, we can observe that the correlation coefficient 
had the biggest value in case of the Sips isotherm (0.99531) and was closer to unity, mean-
ing that this isotherm better described Pd(II) ions’ adsorption onto the studied adsorbent. 
It can also be observed that the maximum value of adsorption capacity evaluated based 
on the Sips isotherm was 5.9 mg g−1, much closer to the experimental one 6.5 mg g−1. Based 
on the value of the coefficient ns, which is higher than 1, we can say that the studied ad-
sorption process is a heterogeneous one. 

In Table 3 are presented some other synthesized or modified adsorbent materials 
used for Pd(II) recovery from aqueous solutions. The well-known ability of Amberlite 
XAD7 resin, and especially the ability of functionalized Amberlite XAD7, in the recovery 
of metallic ions from aqueous solutions is in concordance with data from the literature 
[28,29] and was also confirmed by experimental data obtained in the present study. 

Table 3. Comparison to other materials for Pd(II) adsorption. 

Adsorbents Adsorption Capacities, mg g−1 Reference 
Crosslinked carboxymethyl chitosan hydrogels 1.05 [30] 
Fungus aspergillus sp. immobilized on Cellex-T 0.47 [31] 

Thiocyanate retaining tannin gel 6.92 [32] 
AP-XAD 16 resin 8 [33] 

Unmodified chitosan 5.9 [34] 
Polystyrene divinylbebzene-Dithiooxamide 10.6 [35] 
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Cellulose-MBT 5 [36] 
Native cellulose 1.87 [36] 

Ion exchange resin Diaion WA21J 4.85 [37] 
Radiation cross-linked carboxymethylchitosan hydrogels 1.063 [30] 

XAD7-DB18C6 6.5 Present paper 

3.5. Thermodynamic Parameters 
To investigate the spontaneity of the studied adsorption process, we determined the 

thermodynamic parameters from the linear dependence between lnkd and 1/T (graph de-
picted in Figure 10). Obtained thermodynamic parameters are presented in Table 4. 

 
Figure 10. Plot of ln Kd vs 1/T for the estimation of thermodynamic parameters for Pd(II) recovery 
on XAD7-DB18C6. 

Table 4. Thermodynamic parameters for adsorption of Pd(II) onto XAD7-DB18C6. 

ΔH° 
(kJ mol−1) 

ΔS° 
(J mol−1 ∙ K−1) 

ΔG° 
(kJ mol−1) R2 

10.16 23.3 
298 K 308 K 318 K 328 K 

0.9912 
−6.94 −7.17 −7.40 −7.63 

Based on the obtained experimental data, we evaluated the values of thermodynamic 
parameters—free Gibbs energy (ΔG°), enthalpy (ΔH°) and entropy (ΔS°). At the same 
time, the regression coefficient, R2, value was established. The positive value of the en-
thalpy, ΔH°, demonstrated that the energy required for the adsorption process was the 
energy used to put in contact Pd(II) ions with the surface of the adsorbent material. Ad-
sorption of Pd(II) ions onto the adsorbent surface was possible due to electrostatic attrac-
tion and may be due to endothermic complexation processes. 

The value of the free Gibbs energy, ΔG°, calculated from the experimental data was 
negative, indicating that the adsorption of Pd(II) on XAD7- DB18C6 was a spontaneous 
process. This value became more negative as the temperature increased, which can be 
attributed to the effective increase of the contact surface between the adsorbent material 
and the Pd(II) ions. 
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The positive value of entropy (ΔS°) suggests that adsorption speed increased at ma-
terial/solution interface and the degree of particle clutter increased with increasing tem-
perature, which can be attributed to changes at the surface of the material. Thus, the ad-
sorption of Pd(II) onto the material surface was an endothermic and spontaneous process. 

The aqueous solution at pH ~3 Pd can be expressed in the form of [Pd(NO3]4]2−. Based 
on these considerations, the following mechanism is proposed: 2Haq+ +[Pd(NO3)]4]aq2-+Ss=[(H+)2(Pd(NO3)4)2-]s (12)

where aq and s represent the aqueous or solid phase. Ss is the solid support of Amberlite 
XAD7-DB18C6 resin. 

The proposed mechanism is also confirmed by the literature data [5]. 

4. Conclusions 
In the present study, a new adsorbent material was obtained by chemical modifica-

tion of Amberlite XAD7 polymer by functionalization with dibenzo-18-crown-6 ether. 
Presence of the crown ether on the polymer surface was evidenced by the characterization 
of the obtained material by X-ray energy dispersion (EDX), scanning electron microscopy 
(SEM) and Fourier transform infrared spectroscopy (FT-IR). At the same time, the specific 
surface of the Amberlite support was determined, as was the material obtained after func-
tionalization by impregnation with crown ether. It was observed that the extractant mi-
grated into the resin pores, reducing its specific surface. 

The adsorption of Pd(II) ions onto the XAD7-DB18C6 material was spontaneous, en-
dothermic and can be considered due to physical processes that took place at the adsor-
bent-adsorbed interface. 

Experimental data were better modeled by the pseudo second-order kinetic model 
and by the Sips adsorption isotherm. Evaluation of the thermodynamic parameters from 
the van’t Hoff equation indicated that the studied adsorption process was a spontaneous 
and endothermic one. The newly produced adsorbent material (XAD7-DB18C6) had a 
maximum adsorption capacity of 6.5 mg Pd(II) per g of adsorbent, representing a possible 
candidate for recovery of Pd(II) ions from residual solutions. 

Author Contributions: O.A.G. and R.V. carried out experiments, M.C. analyzed results, A.N. and 
N.D wrote the paper. P.N. supervised all of the work carried out in this research and reviewed the 
manuscript. All authors have read and agreed to the published version of the manuscript. 

Funding: This research was funded by Romanian Ministry of Research and Innovation, CCCDI—
UEFISCDI, project number PN-III-P1-1.2-PCCDI-2017-0391/CIA_CLIM. 

Institutional Review Board Statement: Not applicable. 

Informed Consent Statement: Not applicable. 

Data Availability Statement: Data will be available at request. 

Acknowledgments: This work was supported by a grant of the Romanian Ministry of Research and 
Innovation, CCCDI—UEFISCDI, project number PN-III-P1-1.2-PCCDI-2017-0391/CIA_CLIM —
Smart buildings adaptable to climate change effects, within PNCDI III. 

Conflicts of Interest: The authors declare no conflict of interest. 

References 
1. Sharififard, H.; Soleimani, M.; Ashtiani, F.Z. Evaluation of activated carbon and bio-polymer modified activated carbon 

performance for palladium and platinum removal. J. Taiwan Inst. Chem. Eng. 2012, 43, 696–703, doi:10.1016/j.jtice.2012.04.007. 
2. Li, R.; He, Q.; Hu, Z.; Zhang, S.; Zhang, L.; Chang, X. Highly selective solid-phase extraction of trace Pd(II) by murexide 

functionalized halloysite nanotubes. Anal. Chim. Acta 2012, 713, 136–144, doi:10.1016/j.aca.2011.11.047. 
3. Rastegarzadeh, S.; Pourreza, N.; Kiasat, A.R.; Yahyavi, H. Selective solid phase extraction of palladium by adsorption of its 5(p-

dimethylaminobenzylidene)rhodanine complex on silica-PEG as a new adsorbent. Microchim. Acta 2010, 170, 135–140, 
doi:10.1007/s00604-010-0386-1. 



Materials 2021, 14, 1003 16 of 17 
 

4. Krishna, M.V.B.; Ranjit, M.; Chandrasekaran, K.; Venkateswarlu, G.; Karunasagar, D. On-line preconcentration and recovery of 
palladium from waters using polyaniline (PANI) loaded in mini-column and determination by ICP-MS; elimination of spectral 
interferences. Talanta 2009, 79, 1454–1463, doi:10.1016/j.talanta.2009.06.008. 

5. Bai, F.; Ye, G.; Chen, G.; Wei, J.; Wang, J.; Chen, J. Highly selective recovery of palladium by a new silica-based adsorbent 
functionalized with macrocyclic ligand. Sep. Purif. Technol. 2013, 106, 38–46, doi:10.1016/j.seppur.2012.12.021. 

6. Uheida, A.; Iglesias, M.; Fontàs, C.; Zhang, Y.; Muhammed, M. Adsorption Behavior of Platinum Group Metals (Pd, Pt, Rh) on 
Nonylthiourea-Coated Fe3O4 Nanoparticles. Sep. Sci. Technol. 2006, 41, 909–923, doi:10.1080/01496390600588952. 

7. Cataldo, S.; Lazzara, G.; Massaro, M.; Muratore, N.; Pettignano, A.; Riela, S. Functionalized halloysite nanotubes for enhanced 
removal of lead(II) ions from aqueous solutions. Appl. Clay Sci. 2018, 156, 87–95, doi:10.1016/j.clay.2018.01.028. 

8. Cavallaro, G.; Lazzara, G.; Rozhina, E.; Konnova, S.; Kryuchkova, M.; Khaertdinov, N.; Fakhrullin, R. Organic-nanoclay 
composite materials as removal agents for environmental decontamination. Rsc Adv. 2019, 9, 40553–40564, 
doi:10.1039/C9RA08230A. 

9. Siegel, R.W.; Hu, E.; Cox, D.M.; Goronkin, H.; Jelinski, L.; Koch, C.C.; Mendel, J.; Roco, M.C.; Shaw, D.T. Nanostructure Science 
and Technology—R&D Status and Trends in Nanoparticles, Nanostructured Materials, and Nanodevices; Springer: Dordrecht, The 
Netherlands, 1999; p. 335, doi:10.1007/978-94-015-9185-0. 

10. Ciopec, M.; Negrea, A.; Duteanu, N.; Davidescu, C.M.; Hulka, I.; Motoc, M.; Negrea, P.; Grad, O.; Vaduva, D.B. As(III) Removal 
by Dynamic Adsorption onto Amberlite XAD7 Functionalized with Crown Ether and Doped with Fe(III) Ions. Rev. De Chim. 
2019, 70, 2330–2334. 

11. Cortina, J.L.; Miralles, N.; Sastre, A.M.; Aguilar, M. Solid-liquid extraction studies of divalent metals with impregnated resins 
containing mixtures of organophosphorus extractants. React. Funct. Polym. 1997, 32, 221–229, doi:10.1016/S1381-5148(96)00083-
1. 

12. Ciopec, M.; Davidescu, C.M.; Negrea, A.; Duţeanu, N.; Rusu, G.; Grad, O.; Negrea, P. Amberlite XAD7 resin functionalized with 
crown ether and Fe(III) used for arsenic removal from water. Pure Appl. Chem. 2019, 91, 375–388, doi:10.1515/pac-2018-0607. 

13. Mihailescu, M.; Negrea, A.; Ciopec, M.; Davidescu, C.M.; Negrea, P.; Duteanu, N.; Rusu, G. Gold (III) adsorption from dilute 
waste solutions onto Amberlite XAD7 resin modified with L-glutamic acid. Sci. Rep 2019, 9, 8757–8757. 

14. Lagergren, S. About the theory of so-called adsorption of soluble substabces. Kungl. Sven. Vetensk. Handl. 1898, 24, 1–39. 
15. Ho, Y.S. Review of second-order models for adsorption systems. J. Hazard. Mater. 2006, 136, 681–689, 

doi:10.1016/j.jhazmat.2005.12.043. 
16. Ho, Y.S.; McKay, G. A Comparison of Chemisorption Kinetic Models Applied to Pollutant Removal on Various Sorbents. Process 

Saf. Environ. Prot. 1998, 76, 332–340, doi:10.1205/095758298529696. 
17. Atkins, P.; de Paula, J. Atkins' Physical Chemistry; Oxford University Press: Oxford, UK, 2005; p. 1008. 
18. Langmuir, I. The adsorption of gases on plane surfaces of glass, mica and platinum. J. Am. Chem. Soc. 1918, 40, 1361–1403, 

doi:10.1021/ja02242a004. 
19. Freundlich, H.M.F. Over the adsorption in solution. J. Phys. Chem. 1906, 57, 385–470. 
20. Sips, R. On the Structure of a Catalyst Surface. J. Chem. Phys. 1948, 16, 490–495, doi:10.1063/1.1746922. 
21. Draa, M.T.; Belaid, T.; Benamor, M. Extraction of Pb(II) by XAD7 impregnated resins with organophosphorus extractants 

(DEHPA, IONQUEST 801, CYANEX 272). Sep. Purif. Technol. 2004, 40, 77–86, doi:10.1016/j.seppur.2004.01.006. 
22. Roy, P.M.; Kundu, M. Supramolecular Assembly of Ionic Liquid with Cyclic Polyethers to Form Inclusion Complexes. Indian J. 

Adv. Chem. Sci. 2017, 5, 92–101. 
23. Wang, F.; Xiao, S.; Chang, Z.; Yang, Y.; Wu, Y. Nanoporous LiNi1/3Co1/3Mn1/3O2 as an ultra-fast charge cathode material for 

aqueous rechargeable lithium batteries. Chem. Commun. 2013, 49, 9209–9211, doi:10.1039/C3CC44360D. 
24. Cooney, D.O. Adsorption Design for Wastewater Treatment; Lewis Publishers: Boca Raton, Fl, USA, 1999. 
25. Sari, A.; Mendil, D.; Tuzen, M.; Soylak, M. Biosorption of palladium(II) from aqueous solution by moss (Racomitrium 

lanuginosum) biomass: Equilibrium, kinetic and thermodynamic studies. J. Hazard. Mater. 2009, 162, 874–879, 
doi:10.1016/j.jhazmat.2008.05.112. 

26. Ho, Y.S.; Mckay, G. The kinetics of sorption of basic dyes from aqueous solution by sphagnum moss peat. Can. J. Chem. Eng. 
1998, 76, 822–827, doi:10.1002/cjce.5450760419. 

27. Zhang, Y.; Yu, F.; Cheng, W.; Wang, J.; Ma, J. Adsorption Equilibrium and Kinetics of the Removal of Ammoniacal Nitrogen by 
Zeolite X/Activated Carbon Composite Synthesized from Elutrilithe. J. Chem. 2017, 2017, 1936829, doi:10.1155/2017/1936829. 

28. Gabor, A.; Davidescu C.M.; Negrea A.; Ciopec, M.; Muntean, C.; Duteanu, N.; Negrea, P. Sorption properties of Amberlite XAD 
7 functionalized with sodium beta-glycerophosphate. Pure Appl. Chem. 2016, 88, 1143–1154, doi:10.1515/pac-2016-0806. 

29. Gabor, A.; Davidescu, C.M.; Popa, A.; Negrea, A.; Ciopec, M.; Motoc, M.; Lupa, L.; Buzatu, A.R.; Negrea, P. Equilibrium Studies 
for Crown Ether Impregnated Solid Support Used in the Removal Process of Nd(III), La(III), Sr(II), Tl(I), Eu(III). Rev. De Chim. 
2016, 67, 580–583. 

30. Wasikiewicz, J.M.; Mitomo, H.; Seko, N.; Tamada, M.; Yoshii, F. Platinum and palladium ions adsorption at the trace amounts 
by radiation crosslinked carboxymethylchitin and carboxymethylchitosan hydrogels. J. Appl. Polym. Sci. 2007, 104, 4015–4023, 
doi:10.1002/app.26034. 

31. Woinska, S.; Godlewska-Żyłkiewicz, B. Determination of platinum and palladium in road dust after their separation on 
immobilized fungus by electrothermal atomic absorption spectrometry. Spectrochim. Acta Part B-At. Spectrosc. Spectrochim Acta 
Pt B-Spec 2011, 66, 522–528, doi:10.1016/j.sab.2011.03.009. 



Materials 2021, 14, 1003 17 of 17 
 

32. Morisada, S.; Kim, Y.-H.; Yakuwa, S.; Ogata, T.; Nakano, Y. Improved adsorption and separation of palladium(II) and 
platinum(IV) in strong hydrochloric acid solutions using thiocyanate-retaining tannin gel. J. Appl. Polym. Sci. 2012, 126, E478–
E483, doi:10.1002/app.36738. 

33. Ruhela, R.; Singh, K.K.; Tomar, B.S.; Sharma, J.N.; Kumar, M.; Hubli, R.C.; Suri, A.K. Amberlite XAD-16 functionalized with 2-
acetyl pyridine group for the solid phase extraction and recovery of palladium from high level waste solution. Sep. Purif. Technol. 
2012, 99, 36–43, doi:10.1016/j.seppur.2012.08.018. 

34. Kumar, A.S.K.; Sharma, S.; Reddy, R.S.; Barathi, M.; Rajesh, N. Comprehending the interaction between chitosan and ionic 
liquid for the adsorption of palladium. Int. J. Biol. Macromol. 2015, 72, 633–639, doi:10.1016/j.ijbiomac.2014.09.002. 

35. Dutta, S.; Mohapatra, P.K.; Manchanda, V.K.; Das, A.K. Preconcentration and separation of trace amounts of palladium using 
dithiooxamide functionalized chelating resin followed by its determination using radiotracer technique. J. Radioanal. Nucl. Chem. 
2007, 274, 245–250, doi:10.1007/s10967-007-1106-0. 

36. Sharma, S.; Rajesh, N. 2-Mercaptobenzothiazole impregnated cellulose prepared by ultrasonication for the effective adsorption 
of precious metal palladium. Chem. Eng. J. 2014, 241, 112–121, doi:10.1016/j.cej.2013.12.002. 

37. Shen, S.; Pan, T.; Liu, X.; Yuan, L.; Zhang, Y.; Wang, J.; Guo, Z. Adsorption of Pd(II) complexes from chloride solutions obtained 
by leaching chlorinated spent automotive catalysts on ion exchange resin Diaion WA21J. J. Colloid Interface Sci. 2010, 345, 12–18, 
doi:10.1016/j.jcis.2010.01.049. 

 


