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Abstract
Two nano-sized mixed-ligand Cd (II) coordination polymers; [Cd (4,4' -bpy)
(C4H4O4)].1/4 H2O (1) and[Cd(bpy)1.5 (NO3)2].3H2O (2) (bpy=bipiridine) were
synthesized by a sonochemical method and characterized by elemental analyses,
thermal gravimetric analysis (TGA), differential thermal analysis (DTA), scanning
electron microscopy (SEM) and Fourier transform infrared spectroscopy (FT-IR). The
crystallinity of these compounds were studied by Powder X-ray diffraction (XRD). CdO
nanostructures were obtained by direct calcinations of nano polymers at 400 oC. The
cadmium (II) oxidenano-particles were characterized by Powder X-ray diffraction
(XRD) and scanning electron microscopy (SEM).
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the polymer could be grown in one, two and threedimensional networks. The coordination polymers are
prepared by some useful crystallization methods such as
slow diffusion, hydrothermal and solvothermal. The
ligand must have a bridging organic group at least in
one extended dimension and the metal atoms must
solely be bridged by this organic ligand. The
coordination number of most cadmium polymers equals
six and they accept octahedral (Oh) symmetry [9–12].
Cadmium (II) as a metal center with spacer and linker
ligands can accommodate all kinds of architectures (1D,
2D and 3D polymers), just as other transition metals
[13–16]. Till date many methods have been adopted to
grow CdO, including chemical bath deposition [17],
solvothermal method [18] and vapor phasetransport [1920]. In this paper, we report synthesis of nano-sized
cadmium (II) coordination polymers, with two different

Introduction
Metal oxide nanostructures have now been widely
used in many areas, such asceramics, catalysis, sensors,
transparent conductive films, electro-optical and electrochromic devices [1–5]. The synthesis of nano structures
of semiconductors has been a rapidly growing area of
research due to their important optical, physical and
chemical properties [6]. Cadmium oxide (CdO), is an ntype semiconductor with a direct wide band gap (2.27
ev) and a narrow indirect band gap of 0.55 ev [7]. CdO
has high transparency in the visible region of the solar
spectrum [8]. Coordination polymers are highly
crystalline materials that are constructed from molecular
building blocks (metal ions, bridging ligands, counter
anions and guest molecules). The structure of this sort
of polymer is constructed from coordination bonds, and
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N-donor organic ligands prepared by a sonochemical
method. These nano-coordination polymers were used
as precursors for the preparation of cadmium (II) oxide
nanoparticles.
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solution of Cadmium (II) acetate under strong magnetic
stirring at room temperature. Then the solution was
irradiated with an ultrasonic horn for 30 min. After
cooling to room temperature, the precipitates were
centrifuged, washed by distilled water and ethanol in
sequence and dried in vacuum at 60 oC.Elemental
analysis calculated for C14H12.5CdN2O4.25: C, 49.12; H,
3.67; N,8.17. Found: C, 49.14; H, 3.73; N, 8.10 %.
Nano-sized [Cd(bipy)1.5 (NO3)2].3H2O (compound 2)
was prepared by reaction between 10 ml of 0.1 M
solution of Cd(NO3)2·4H2O in MeOHwhich was added
drop-wise to a mixed solution of 10 ml of ligand 4,4´bipyridine in MeOHunder strong magnetic stirring at
room temperature. Then the solution was irradiated with
an ultrasonic horn for 30 min. After cooling to room
temperature, the precipitates were centrifuged, washed
by distilled water and ethanol in sequence and dried in
vacuum at 60 oC. Elemental analysis calculated for
C15H18N5O9Cd: C, 34.28; H, 3.29; N 13.23; Found: C,
34.73, H, 2.94; N, 12.84:

Materials and Methods
All the reagents were of the commercial available
purity. A multiwave ultrasonic generator (Sonicator
3000; Bandeline, MS 72, Germany), equipped with a
converter/transducer and titanium oscillator (horn), 12.5
mm in diameter, operating at 20 kHz was used for the
ultrasonic irradiation. All ultrasonication experiments
were carried out at ultrasonic power between 100–110
mW measured by calorimetry [21]. Powder X-ray
diffraction (XRD) patterns were collected from a
diffractometer
of
Philips
Company
with
X'PertPromonochromatized Cu Kα radiation (λ = 1.54
Å). Microscopic morphology of products was visualized
by a LEO 1455VP scanning electron microscope
(SEM). The thermo gravimetric analysis (TGA) of
compound 1 was carried out with Pyris Diamond Perkin
Elmer under air atmosphere at a heating rate of 10
°C/min from room temperature to 500 °C. Fourier
transform infrared spectra were performed using KBr
pellets on FT-IR spectrometer (Magna-IR, 550 Nicolet)
in the range 400–4000 cm-1.

Synthesis of CdO nanoparticles
For preparation of CdO nanoparticles calcinations of
Nano compounds 1 and 2 were done at 400 ºC in static
atmosphere of air for 3h. IR spectrum and powder XRD
diffraction show that calcination was completed and
pure CdO was produced.

Synthesis of nono-sized [Cd(4,4′-bipy)(C4H4O4)].1/4
H2O (1) and [Cd(bipy)1.5 (NO3)2].3H2O (2) precursors
Nano-Sized [Cd (4,4 -bipy) (C4H4O4)].1/4 H2O
(compound 1) was prepared by reaction of between 10
ml of 0.1 M solution of Succinic acid which was added
drop-wise to a mixed solution of 10 ml of a 0.1 M
solution of ligand 4,4´-bipyridine and a 10 ml of 0.1 M

Results and Discussion
Figure 1 shows the FT-IR spectra of compound 1.
The IR spectra of compound 1 show absorption bands at
around 1566cm-1 due to the C–H of 4,4′-bipy. The C–O
modes of Succinic acid were revealed at 1007 and 1044
cm-1.The characteristic bands of the C-Nin the pyridine

Figure 1. FT-IR spectra of compound 1
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ligand was appeared at 807cm-1. The broad absorption
band at 3414 cm-1was assigned to H2O modes.
Figure 2 illustrates the IR spectra of compound 2.
The IR spectra of compound 2 show relatively weak
absorption bands at around 3108 cm-1 due to the C–H
modes involving the aromatic ring. Absorption bands
with variable intensity in the frequency range 1490 1611cm-1 correspond to the C–H mode of 4,4′-bipy

ligand. The characteristic band of the NO3- was
appeared at 1384cm-1.
Figures 3a and 3b illustrate thermal gravimetric
analysis (TGA) and differential thermal analysis (DTA)
of compound 1. TGA and DTA were carried under
nitrogen ﬂow. [Cd (4,4′-bipy) (C4H4O4)].1/4 H2O is
stable and do not decompose up to 39.5 ◦C.
Decomposition of the compound 1 occurred in six

Figure 2. FT-IR spectra ofcompound 2

Figure 3. (a) TGA (b) DTA curve of compound 1
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Figure 4. (a) TGA (b) DTA curve of compound 2

weight-loss steps. The first corresponding to 6.3%
weight loss, occurred in the range of 39.5◦C, which is
related to the elimination of H2O molecules due to its
previous exposure to air; other weight losses (13.2%,
28.6%, 5.6%, 17.4%) beginning at 135.8 ◦C are related
to the decomposition of 4,4′-bipy and C4H4O4. Final
weight loss shown (17.5%) at 496 ◦C was related to the
decomposition of CdO [22]. DTA curve displays five
endothermic effects at 61.2, 183.1, 289.6, 349.4, 403.9
◦
C and five exothermic effects at 106, 204, 324, 363
and 457.6 ◦C. Figures 4a and 4b depict TGA and DTA
curves of compound 2, respectively, which was carried
out between 30 and 500 oC in air. In the TGA curve,
two weight loss steps were observed. According to TGA
results, the first weight loss occurred in 117 oC (4.4%) is
related to the elimination of H2O molecules, and another
weight loss (66%) shown at 394.1 oC was related to
[Cd(bipy)1.5 (NO3)2] decomposition to CdO. DTA curve
displays three endothermic effects 32.1, 138.1 and 397.8
◦
C and six exothermic effects at 88.0, 113, 172, 195, 366
and 416 ◦C.
The morphology and structure of the products were
investigated by SEM images. Figures 5a and 5b show
SEM images of nanosized compounds 1 and 2. Figures

5c and 5d show SEM images of CdO synthesized by
compounds 1 and 2 as Cd source, respectively. Due to
the polymeric structure of Cd (II) coordination
polymers, high steric hindrance surrounds the Cd center.
The structure around Cd atoms plays the surfactant role
[23]. Therefore, since [Cd(bipy)1.5 (NO3)2].3H2O, has
higher steric hindrance than [Cd (4,4′-bipy)
(C4H4O4)].1/4 H2O, nano sized CdO which was
synthesized by calcination of compound 2 was much
smaller than the one that synthesized from compound 1.
Figures 6a and 6b show the XRD pattern of
compounds 1 and 2. Figures 6c and 6d show the XRD
pattern of CdO nanoparticles which were prepared by
calcinations of nano powders compounds 1 and 2
respectively. As shown in Figures 6c and 6d, pure CdO
phase was formed. The diffraction peaks of the products
can be indexed to orthorhombic phase CdO. No
remarkable diffractions of other impurities such as, C or
N can be found, indicating that pure CdO nanoparticles
were synthesized. The sharp diffraction peaks indicate
the good crystallinity of the nanoparticles and the peak
broadening is due to the small particle size of CdO
nanoparticles.
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Figure 5. SEM images of (a) nano-sized compound 1, (b) nano-sized compound 2, (c)CdO
nanoparticlesobtained from calcination of compound 1 and (d) CdOnanorod obtained from calcination
ofcompound 2

(NO3)2].3H2O
as starting agents.XRD results
indicated that pure CdO nanoparticles have been
successfully obtained by this simple route. In this
work, we attempted to produce CdO nanoparticles

Conclusion
In summary, CdO nanoparticles were produced by
calcination of nano compounds [Cd (4,4′ bipy)(C4H4O4)].1/4
H2O
and
[Cd(bipy) 1.5

117

Vol. 29 No. 2 Spring 2018

M. J. Soltanian fard, and A. Firoozadeh.

J. Sci. I. R. Iran

4. Wang S., Lin Z. X., Wang W. H., Kuo C. L., Hwang K. C.,
Hong C. C. Self-regenerating photocatalytic sensor based
on dielectrophoretically assembled TiO2 nanowires for
chemical vapor sensing.SensorActuator B. 194 1-9
(2014).
5. Afzali P., Abedi Y., Arzi E. Directional reduction of
graphene oxide sheets using photocatalytic activity of
ZnO nanowires for the fabrication of a high sensitive
oxygen sensor.Sensor Actuator B. 195: 92-97 (2014).
6. Terasako T., Fujiwara T., Nakata Y., Yagi M., Shirakata S.
Structural and optical properties of CdO nanostructures
prepared by atmospheric-pressure CVD. Thin Solid Films.
528: 237-241(2013).
7. Ghoshal T., Biswas S., Nambissan P.M.G., Majumdar G.,
De S.K. Cadmium Oxide Octahedrons and Nanowires on
the Micro-Octahedrons: A Simple Solvothermal
Synthesis.Cryst. GrowthDes. 9: 1287-1292 (2009).
8. Singh S.C., Swarnkar R.K. and Gopal R. Laser ablative
approach for the synthesis of cadmium hydroxide–oxide
nanocomposite.J. Nano part Res.,11: 1831-1838 (2009).
9. Yesilel O.Z., Gunay G., Mutlu A., Olmez H., Buyukgungor
O. Linkage isomerism for 4-methylimidazole and a new
coordination mode of pyrazine-2,3-dicarboxylate ligand in
{[Cd(pzdc)(4-mim)(5-mim)2]·½H2O}n
coordination
polymer.Inorg. Chem.Commun. 13: 1173-1177 (2010).
10. Bartholom M., Ploier B., Cheung H., Ouellette W.,
Zubieta J. Coordination polymers of Cu(II) and Cd(II)
with bifunctional chelates of the type dipicolylaminoalkylcarboxylate, (NC5H4CH2)2N(CH2)nCO2H (n = 1,
2, 3 and 4). Inorg. Chim. Acta. 363: 1659-1165 (2010).
11. Liu G., Chen Y.Q., Wang X.L., Chen B., Lin H. Ligandcontrolled assembly of Cd(II) coordination polymers
based on mixed ligands of naphthalene-dicarboxylate and
dipyrido[3,2-d:2′,3′-f]quinoxaline:
From
0D+1D
cocrystal, 2D rectangular network (4,4), to 3D PtS-type
architecture.J. Solid State Chem. 182:566-573 (2009).
12. Kong D.M., Zhu L.N., Wang J., Jin Y.W., Li X.Z., Mi
H.F., Shen H.X. Synthesis, crystal structure and DNA
cleavage activity of a novel Ni(II)–Cd(II) coordination
polymer.Inorg. Chim.Acta.362: 1109-1114 (2009).
13. Rofouei M.K., Payehghadr M., Morsali A.,
RashidiRanjbar Z., Shamsipur M. Structural and solution
studies of new cadmium(II) complexes with 2,2′-diamino4,4′-bithiazole.J.Coord. Chem. 63: 1052-1062 (2010).
14. RashidiRanjbar Z., Morsali A., Zhu L.G., Two different
2,2′-bipyridine cadmium(II) perchlorate complexes,
[Cd(2,2′ -bipy) 2 (H 2 O)(ClO4 )]ClO4 and [Cd(2,2′-bipy)3
](ClO4 )2· 0.5 2,2′-bipy, syntheses, characterization,
thermal and structural studies. J.Coord. Chem. 60: 667676 (2007).
15. Morsali A., Z. RashidiRanjbar, GhoreishiAmiri M.,
Askarinejad A., Xiao H.P. Synthesis, structural and
spectroscopic characterization of a new cadmium(II)
complex containing imidazole (Im) as ligand,
[Cd(Im)6](ClO4 ) 2.J.Coord. Chem. 59: 961-967 (2006).
16. RashidiRanjbar Z., Morsali A. Thermal, spectroscopic
and structural studies of dimeric and polymeric mixedligands cadmium(II) complexes, [Cd(phen)2(bpe)(H2O)]
(ClO4)2·H2O and [Cd(bpp)2(H2O)2](ClO4)2·bpe·H2O.
Inorg. Chim. Acta. 360: 2056-2062 (2007).
17. Kamblea A.S., Pawara R.C., Patil J.Y., Suryavanshib

Figure 6. XRD patterns of (a)nano-sized compound 1, (b)
nano-sized compound 2, (c) CdO nanoparticles obtained
from
calcination
of
compound
1,(d)
and
CdOnanorodobtained fromcalcinationof compound 2.

without using any caping agent. Hence, we used [Cd
(4,4′ -bipy) (C4H4O4)].1/4 H2O and [Cd(bipy) 1.5
(NO3)2].3H2O as new precursores, which can actas
surfactant in the reaction medium.
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