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CeHyN3)l (1) and  [{Re(O)CI(PPhy)}a(p-
O)(u-CgHyN3),] (2), respectively. The struc-
tures of 1 and 2 reveal the presence of two
rhenium(V) centers linked through two
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ging oxo ligand. Due to the geometric con-

The [ReOX;3(PPh;),] complexes (X = Cl and straints of the two bridging N-donor Ii-

Br) react with an excess of benzotriazole
(Hbta) in ethanol/acetone to give the sym-
metrically substituted dinuclear rhenium
complexes [{Re(O)Br(PPh3)},(n-O)(u-

gands the {Re,O;} units in 1 and 2 are
bent.
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Chiral macrocyclic lanthanide complexes

derived from (1R,2R)-1,2-diphenylethylene-
diamine and 2,6-diformylpyridine

The enantiopure La**, Ce’* and Eu®*
complexes of the new chiral macrocycle de-
rived from (1R,2R)-1,2-diphenylethylene-
diamine and 2,6-diformylpyridine have been
obtained in template condensation. The
complexes have been characterised by 2D
NMR spectroscopy and mass spectrometry.
The X-ray crystal structure of the ceriu-
m(III) complex shows the Ce(III) ion coor-
dinated by six nitrogen atoms of the macro-
cyclic ligand and three chloride anions. The
macrocycle in this complex adopts a rela-
tively flat, twist-bent conformation.
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Polyhedron 22 (2003) 2885

Crystal structures and solution dynamics of
monocyclopentadienyl titanium(IV) com-
plexes bearing pendant ether and phosphanyl
type functionalities

Two novel half-sandwich Ti(IV) complexes,
[m°n'-0-Cs(CH;),CH,CH,OCH;]TiCly
and (n*n'-P-CsH,CH,CH,PPh,)TiCls,
were prepared and structurally charac-
terised. Their dynamic behaviour in solu-
tions has been studied by variable-tempera-
ture 'H, 3C and *'P NMR spectroscopy.
The intramolecular M(IV) <~ E (M =Ti, Zr;
E = O, P) coordination in half-sandwich cy-
clopentadienyl complexes is discussed.
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Polyhedron 22 (2003) 2895

The reaction of nickel(II) xanthates with
tetraphenyldiphosphinoethane (dppe) revis-
ited. Formation and crystal structures of
Ni3S,(S,COR),(dppe) (R =Me, Et; dppe =
Ph,PCH,CH,PPh;) at room temperature
and of Ni(S,CO)(dppe) at 150 K

Two new trinuclear Ni(Il) complexes,
[Ni3(13-S)2(S2COR)x(dppe)] (R =Me, Et),
have been prepared and there crystal struc-
tures were determined. These complexes
contain a trigonal bipyramidal central
Ni3S, core, with sulfur atoms in axial posi-
tions and nickel atoms in equatorial posi-
tions. One of the Ni(II) sites is coordinated
by a chelating dppe ligand, the other two
nickel atoms are chelated by two xanthate
ligands. The crystal structure of the mono-
nuclear [Ni(S,CO)(dppe)] was reinvestigated
at low temperature (150 K).

Adrian-Raul Tomsa, Liana Muresan,
Aglaia Koutsodimou, Polycarpos Falaras,
Mariana Rusu

Polyhedron 22 (2003) 2901
Synthesis and characterisation of two new

lanthanide sandwich-type heteropolyoxome-
talates

The sodium and cesium salts of two
new  heteropolyoxometalate =~ complexes
[{Lﬂ303(0H2)z}(PW9034)2]157 were synthe-
sized and studied using spectroscopy and
cyclic voltammetry. We proposed for
[{Ln;03(0H,)}(PW5034)2]'°~ (Ln=La'",
Ce'™  polyoxoanions the sandwich-type
structure, consisting of two [PWoOs4]’~
units connected by a belt of three lantha-
nide atoms alternating with three oxygen
atoms, in agreement with the structure of
the [(Ce'Y0); (OH2)2(PW5034)2]* ™~ polyox-
oanion determined by Knoth (Inorg. Chem.
25 (1986) 1577).

Ruo-Jie Tao, Shuang-Quan Zang,
Yan-Xiang Cheng, Qing-Lun Wang,
Ning-Hai Hu, Jing-Yang Niu,
Dai-Zheng Liao

Polyhedron 22 (2003) 2911

Oxamido-bridged heterobinuclear
copper(Il)—nickel(II) complex and homotri-
nuclear nickel(II) complex with 2D supra-
molecular  structure: synthesis, crystal
structure, magnetic and spectroscopic prop-
erties

Dissymmetrical oxamido-bridged heterobinuclear
copper(II)—nickel(IT) complex, [Cu(oxbe)-
Ni(phen),]Cl04-3H,0 (1) and trinickel homolo-
gue {[Ni(oxbe)],Ni(H,0),}-2.5DMF (2) have
been synthesized. It is proposed that complex 1
has extended oxamido-bridged structure consist-
ing of planar copper(I) and octahedral Nicke-
1(I1) ions. The yp and pegr versus 7' plots of 1 is
typical of an antiferromagnetically coupled
Cu(IDNi(I) pair with a spin-doublet ground
state. The molecular structure of 2 is centrosym-
metrical, with one octahedral nickel atom lying
on an inversion center and two terminal Ni(II)
atoms in approximately square planar environ-
ment. Through the hydrogen bonds and n—n
stacking interactions, a 2D supramolecular struc-
ture is formed.
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Polyhedron 22 (2003) 2917

The kinetics of adduct formation between
heteropolymetallic targets (1g-O)Ny-
Cuy_ M, X4 and Cu(NS), reagent in nitro-
benzene

The rate laws for the earliest events in the
specific stoichiometric monotransmetalation
of heteropolymetallic targets (py-O)(ami-
ne),Cuy _ M, X¢, where the amine are pyri-
dine type ligand, x is 1-3, M is Co or
Ni(H,0), X is CI or Br, by transmetalators
M’(NS),, B, and their solution adduct for-
mation by reagent Cu(NS), in nitrobenzene,
where M’ is Co, Ni or Zn and NS is mono-
anionic  S-methylisopropylidinehydrazine-
carbodithioate, depends on the amine, M,
M’, x and X. The structural-mechanistic
origins of monotransmetalation specificity
and adduct formation in these systems are
discussed.
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Synthesis, X-ray structure and magnetic
properties of trinuclear copper(Il) tridentate
Schiff base complexes containing a partial
cubane Cuz0y4 core

Two copper(Il) complexes have been
synthesized and characterized by X-ray
structural analysis. Both complexes contain
a partial cubane Cu;04 core. Complex 1 ex-
hibits an antiferromagnetic interactions be-
tween the copper ions with J= —2.40
em ! and g=2.038. Complex 2 exhibits a
rare ferromagnetic interaction between the
copper ions with J=7.83 cm~' and g=
2.02.
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Construction of coordination polymers of
cadmium(IT) with mixed hexamethylenetetra-
mine and terephthalate or thiocyanate li-
gands

Hexamethylenetetramine forms two differ-
ent one-dimensional polymeric chains with
Cd(IT) thiocyanate, [Cd(hmt)(SCN),-
(H20)2], and [Cd3(o-hmt)2(SCN)s(H0),],-
With Cd(II) terephthalate it forms a three-
dimensional polymer having water-filled mi-
croporous channels. X-ray single crystal
structures of all three compounds are deter-
mined.
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John E. Drake, Michael B. Hursthouse,
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Reactions of (N-phenylsalicylideneimina-
to)aluminium(IIT)di(p-isopropoxo)di  (iso-
propoxo)aluminium(III) with simple and
internally functionallized oximes. Molecular
structure of the penta-coordinated complex
(2-acetylthiophenyloximato)bis(/N -phenylsa-
licylideneiminato)aluminium(IIT)

Binuclear complexes of the type, [C¢H4O-
{CH=N(C¢Hjs)}],Al(n-OPr'),Al(ON=
CRR)(OPr') as well as [C(H,O{CH=
N(CgHs)} L Al(u-OPr'),AI(ON=CRR"), and
[CeH4O{CH=N(CxHs)}]oAI(ON=CRR’)
[where R =R’"=CHj;; R=CH;, R'=
C4H3S-2, C4H30-2 and C5H4N-2] have
been prepared and characterised by elemen-
tal analyses, molecular weight measure-
ments and spectroscopy. The crystal struc-
ture of [CcH4O{CH=N(CsHs)}],AlI{ON =
C(CH3)C4H3S-2} -CH,Cl, indicates the pre-
sence of penta-coordination around alumi-
nium.
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Synthesis, structure and interconversion of
two Co(II) coordination polymers showing
topological isomerism from 1D chain to 3D
chiral network

Two Co(II) coordination polymers have
been synthesized, which were characterized
by single crystal X-ray determination, IR
and thermogravimetric analysis. They show
an unusual example of topological isomer-
ism. The structural interconversion between
the two compounds revealed that self-as-
sembly in the synthesis and interconversion
of crystalline solids is a thermodynamically
controlled process.
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