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The crystal structure of the title compound, [Cd2Cl4-

(C6H9N3S)2], has been determined. The compound is

isomorphous with the previously reported CuII and CoII

complexes. It is centrosymmetric and contains binuclear

molecular units with five-coordinate Cd atoms, doubly bridged

by Cl atoms. The structure is stabilized by a two-dimensional

network of hydrogen bonds involving the terminal Cl atoms as

acceptors and thiocarbamoyl group N atoms as donors.

Comment

The complex of 3,5-dimethyl-1-(thiocarbamoyl)pyrazole with

cadmium chloride was obtained as a part of our systematic

studies on pyrazole-based complexes (Jaćimović et al., 1999;

Tomić et al., 2000; Mészáros Szécsényi et al., 2001; Mészáros

Szécsényi, Leovac, Češljević et al., 2003; Jaćimović et al., 2003).

The ligand 3,5-dimethyl-1-(thiocarbamoyl)pyrazole, L, was

synthesized by a reaction of thiosemicarbazide with acetyl-

acetone in an acidic aqueous solution and its crystal structure

was recently reported (Kovács et al., 2005).

The complexing ability of L was tested against a number of

transition metal ions. The ligand has three potential donor

atoms: the nitrogen of the pyrazole ring, the amino N atom

and the S atom of the thiocarbamoyl group. In principle, it can

take part in coordination as a bi- or monodentate neutral

species (Radosavljevic Evans, Howard, Mészáros Szécsényi et

al., 2004; Radosavljević Evans, Howard, Howard et al., 2004;

Kovács et al., 2005). In addition, there is a possibility of the

amino-group deprotonation, resulting in complexes of non-

electrolytic character (Mészáros Szécsényi et al., 2003; Rado-

savljević Evans, Howard, Mészáros Szécsényi et al., 2004). The

molecular structure of the coordination complex formed

depends primarily on the characteristic bonding preferences

of the central metal ion and the nature of the anion.

The crystal structure of the title compound, Cd2L2Cl4, (I),

consists of discrete neutral binuclear units (Fig. 1). The Cd

centres are doubly bridged by Cl atoms, with a Cd� � �Cd
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distance of 3.763 (1) Å. The molecule is centrosymmetric, but

the bridges within the Cd2Cl2 core are asymmetric, with Cd—

Cl distances of 2.5393 (7) and 2.6174 (7) Å, and a bridging

angle of 93.70 (2)�.

The Cd atoms are five-coordinate. Ligand L acts as a

neutral bidentate ligand, coordinating through the N atom of

the pyrazole ring and the thiocarbamoyl S atom. The Cd

coordination is completed by two bridging and one terminal Cl

atom. Pentacoordinate geometry can be described using the

distortion parameter � (Addison et al., 1984), where � = 1

corresponds to an ideal trigonal bipyramid and � = 0 to an

ideal square pyramid. In the case of the title complex, � = 0.69,

suggesting that the coordination of the Cd atom is best

described as distorted trigonal bipyramidal. The degree of

distortion is slightly higher than in the isomorphous CuII and

CoII complexes (� values of 0.75 and 0.77, respectively;

Radosavljević Evans, Howard, Howard et al., 2004). The axial

positions are occupied by a bridging Cl atom and the pyrazole

nitrogen, with a Cl—Cd—N angle of 165.20 (6)�. The ligand

bite angle is 75.10 (5)�, reflecting a larger degree of departure

from the right angle expected for an ideal trigonal–bipyr-

amidal environment than in the analogous Cu and Co

complexes. Both the pyrazole ring and the thiocarbamoyl

group are essentially planar, and they form a dihedral angle of

19.8 (5)�. The molecules are packed with the ligand pyrazole

rings parallel (Fig. 2). Each terminal Cl atom acts as a

hydrogen-bond acceptor for thiocarbamoyl NH groups in two

adjacent molecules, with H� � �Cl distances of 2.34 and 2.47 Å

(Table 2), giving rise to a two-dimensional hydrogen-bonding

network in the structure.

Experimental

CdCl2�H2O (0.20 g, 1 mmol) was suspended in MeOH (10 ml). 3,5–

Dimethyl-1-(thiocarbamoyl)pyrazole (0.31 g, 2 mmol) was added to

the suspension. The reaction mixture was heated under reflux. After

30 min of heating, the resulting clear solution was left at room

temperature. About 3 h later, the white precipitate was filtered off,

washed with MeOH and air-dried (yield: 0.14 g, 41%). Needle-shaped

single crystals were obtained by recrystallization from MeOH.

Crystal data

[Cd2Cl4(C6H9N3S)2]
Mr = 677.06
Triclinic, P1
a = 7.7442 (11) Å
b = 8.6866 (12) Å
c = 8.7559 (12) Å
� = 90.213 (3)�

� = 110.427 (3)�

� = 103.074 (3)�

V = 535.46 (13) Å3

Z = 1
Dx = 2.100 Mg m�3

Mo K� radiation
Cell parameters from 3323

reflections
� = 4.8–60.1�

� = 2.69 mm�1

T = 150 K
Needle, white
0.10 � 0.04 � 0.04 mm

Data collection

Bruker SMART APEX
diffractometer

! scans
Absorption correction: multi-scan

(SADABS; Sheldrick, 1996)
Tmin = 0.841, Tmax = 0.900

6938 measured reflections

3102 independent reflections
2669 reflections with I > 2�(I)
Rint = 0.018
�max = 30.1�

h = �10! 10
k = �12! 12
l = �12! 12

Refinement

Refinement on F 2

R[F 2 > 2�(F 2)] = 0.023
wR(F 2) = 0.053
S = 0.91
2669 reflections
118 parameters
H-atom parameters not refined

w = [1 � (F o � F c)
2/36�2(F )]2/

[2.82T0(x) + 3.29T1(x) +
1.36T2(x)] where Ti are Cheby-
chev polynomials and x = F c/F max

(Watkin, 1994; Prince, 1982)
(�/�)max = 0.001
��max = 0.63 e Å�3

��min = �0.65 e Å�3

Table 1
Selected geometric parameters (Å, �).

Cd1—Cl2i 2.6174 (7)
Cd1—Cl2 2.5393 (7)
Cd1—S3 2.5768 (7)
Cd1—Cl4 2.4598 (7)
Cd1—N5 2.343 (2)
S3—C8 1.701 (3)
N5—N7 1.383 (3)
N5—C12 1.313 (3)

N6—C8 1.312 (3)
N7—C8 1.393 (3)
N7—C10 1.396 (3)
C9—C10 1.363 (4)
C9—C12 1.416 (4)
C10—C13 1.492 (4)
C11—C12 1.494 (4)

Cl2i—Cd1—Cl2 86.30 (2)
Cl2i—Cd1—S3 94.26 (3)
Cl2—Cd1—S3 120.31 (3)
Cl2i—Cd1—Cl4 98.40 (2)
Cl2—Cd1—Cl4 115.31 (2)
S3—Cd1—Cl4 123.50 (2)
Cl2i—Cd1—N5 165.20 (6)
Cl2—Cd1—N5 90.24 (6)
S3—Cd1—N5 75.10 (5)
Cl4—Cd1—N5 96.09 (6)
Cd1i—Cl2—Cd1 93.70 (2)
Cd1—S3—C8 101.41 (9)
Cd1—N5—N7 120.12 (16)
Cd1—N5—C12 131.48 (17)

N7—N5—C12 106.5 (2)
N5—N7—C8 118.6 (2)
N5—N7—C10 109.9 (2)
C8—N7—C10 131.4 (2)
N7—C8—S3 122.18 (19)
N7—C8—N6 117.9 (2)
S3—C8—N6 119.9 (2)
C10—C9—C12 106.8 (2)
N7—C10—C9 106.2 (2)
N7—C10—C13 125.8 (2)
C9—C10—C13 128.0 (2)
C11—C12—C9 128.2 (2)
C11—C12—N5 121.2 (2)
C9—C12—N5 110.7 (2)

Symmetry code: (i) �x;�y; 1� z.

Table 2
Hydrogen-bonding geometry (Å, �).

D—H� � �A D—H H� � �A D� � �A D—H� � �A

N6—H1� � �Cl4ii 1.00 2.34 3.252 (3) 151
N6—H2� � �Cl4iii 1.00 2.47 3.232 (3) 133

Symmetry codes: (ii) 1� x;�y; 2� z; (iii) x; y; 1þ z.
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Figure 1
The molecular structure of (I), showing the atom-numbering scheme.
Displacement ellipsoids are drawn at the 50% probability level. The suffix
A corresponds to the symmetry code (�x, �y, 1 � z).



H atoms were placed geometrically after each cycle and treated as

riding on their carrier atoms, with N/C—H = 1.00 Å and Uiso(H) =

1.2Ueq(N,C).

Data collection: SMART (Bruker, 1999); cell refinement: SAINT

(Bruker, 1999); data reduction: SAINT; program(s) used to solve

structure: SIR92 (Altomare et al., 1994); program(s) used to refine

structure: CRYSTALS (Betteridge et al., 2003); molecular graphics:

ATOMS (Dowty, 2000); software used to prepare material for

publication: CRYSTALS.

This work was financed in part by the Ministry for Science

and Environmental Protection of the Republic of Serbia

(Project 1318 – Physicochemical, Structural and Biological

Investigation of Complex Compounds). IRE thanks the

EPSRC for an Academic Fellowship.

References

Addison, A. W., Rao, T. N., Reedijk, J., Vanrijn, J. & Verschoor, G. C. (1984). J.
Chem. Soc. Dalton Trans. pp. 1349–1356.

Altomare, A., Cascarano, G., Giacovazzo, C., Guagliardi, A., Burla, M. C.,
Polidori, G. & Camalli, M. (1994). J. Appl. Cryst. 27, 435.

Betteridge, P. W., Carruthers, J. R., Cooper, R. I., Prout, K. & Watkin, D. J.
(2003). J. Appl. Cryst. 36, 1487.

Bruker (1999). SMART (Version 5.049) and SAINT (Version 5.00). Bruker
AXS Inc., Madison, Wisconsin, USA.

Dowty, E. (2000). ATOMS. Version 5.1. Shape Software, Kingsport, TN,
USA.
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de Biré, A. (2003). Inorg. Chim. Acta, 353, 253–262.
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Figure 2
The packing scheme for (I); red lines represent N—H� � �Cl hydrogen
bonds.
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