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Formal chromium-chromium triple bonds
and bent rings in the binuclear cyclohepta-
trienylchromium carbonyls (C;H;),Cr,-
(CO), (n=6,5,4,3,2,1,0): A density
functional theory study

The structures and energetics of (C;H7),-
Cry(CO), (n=6,5,4,3,2,1,0) have been
investigated by density functional theory.
Most of the predicted (C;H7),Cry(CO),
structures have bent trihapto or pentahapto
C;H; rings and Cr=Cr distances in the
range 2.4-2.5 A suggesting formal triple
bonds. In some cases rearrangement of the
heptagonal C;H5 ring to a tridentate cyclo-
propyldivinyl or tridentate bis(carbene)-
alkyl ligand is observed.
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Fluxional behavior of methyl-substituted

tricarbonyl(tropone)iron complexes and
their different reactivity

The influence of methyl substituents on the
site preference of Fe(CO); group in neutral,
cationic C-protonized and O-trimethylsily-
lated tricarbonyliron complexes of (di)-
methyltropones was investigated and
the related differences in the reactivity of
these complexes in nucleophilic additions
and [3+2] cycloaddition reactions were
explained.
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Synthesis of E-alkenylsilanes with dithi-

enosilole and their electrochemical and
optical properties

The synthesis, optical, and electrochemical
properties of novel silylene-spaced dithie-
nosilole derivatives (3-10) by hydrosilyla-
tion of various terminal alkynes with 2,6-
bis(dimethylsilyl)-4,4-diphenyldithienosi-
lole (2) in the presence of platinum(0)
catalyst are described.
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((2-Hydroxynapthalen-1-yl)methylene)ani-

line derived Schiff base adducts of MTO:
Synthesis and catalytic application

((2-Hydroxynapthalen-1-yl)methylene)-
aniline derived Schiff base adducts of MTO
are synthesized. The catalytic activity de-
pends largely on the substituents of the
Schiff base ligand, despite the compara-
tively weak coordination of this ligand.
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Synthesis, characterization, and steric hin-
drance comparisons of selected transition
and main group metal B-ketoiminato
complexes

The coordination preference of the keto-
iminato ligand, RN(H)(C(Me)),C(Me)=0,
(R = 2,6-diisopropylphenyl, (Dipp)), L,
and RN(H)(C(Me)CHC(Me)=0, R = CyHy4-
NEt,, L2, have been investigated with a
range of d and p block metal halides, (or
alkyls).
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Synthesis and  structures of the

2-(dimethylsila)pyrimidine derivatives
[Si(Me) ,NC(AC(H)C(ADNX], (Ar = Ph,
C¢H4Bu'-4; X =H, SiMes, Li(hmpa)y,

K(thf)3; n=1,2)

Five 2-(dimethylsila)pyrimidine deriva-

tives [Si(Me),NC(ADC(H)C(ADNX], (1)-(5)
have been prepared and characterized:
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1,4-Bis(phosphine)-2,5-difluoro-3,6-dihy-
droxybenzenes and their P-oxides: Syn-
theses, structures, ligating and electronic
properties

p-Hydroquinones appended with phos- For F
phine substituents can be conveniently HO Pio o, HO PR,
prepared via low-temperature syntheses os -2 :E;[
involving the generation of organodilithio & OH RoP OH
intermediates. The compounds serve as R= Ph,iPr F

effective binucleating ligands towards o P
selected metal sources, or as starting PRNiPMeg; MR \N_,F'h
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Structural variations in nickel, palladium,

and platinum complexes containing pyri-
midyl N-heterocyclic carbene ligand

Nickel(Il), palladium(Il), and platinum(II) .
complexes of 2-(3-mesitylimidazolylide- (s;]’“@gﬁ\
nyl)pyrimidine have been prepared and
structurally characterized. — A0 \Q
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Interaction of N-(aryl)picolinamides with
iridium. N-H and C-H bond activations

Reaction of N-(aryl)picolinamides with
[Ir(PPh;)3Cl] in refluxing ethanol in the
presence of a base (NEt3) affords two
yellow complexes (1-R and 2-R). Similar
reaction of N-(naphthyl)picolinamide with
[Ir(PPh3)5Cl] affords two organometallic
complexes, 3 and 4.
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Asymmetric synthesis of a chiral hetero-

bidentate As-P ligand containing both As
and P-stereogenic centres

The organopalladium complex containing
ortho-metalated (S)-[1-(dimethylamino)-
ethyl|naphthalene as the chiral auxiliary
promoted the asymmetric cycloaddition
reaction between phenyldivinylphosphine
and 3,4-dimethyl-1-phenylarsole yielding
the optically pure As"-P" heterobidentate
ligand. An interesting arsenic elimination
reaction was also observed in the arsanor-
bornene skeleton.
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Novel coordination  polymers  with
ferrocene-containing dicarboxylate ligand:
Syntheses,  crystal  structures  and
properties

Self-assembly of a new ferrocene-containing
dicarboxylate ligand L (L = 5-ferrocene-1,3-
benzenedicarboxylic acid), M(II) salts (M = Co
and Zn) and chelating ligands dpa or phen
(dpa = 2,2’-dipyridylamine and phen = 1,10-
phen) gave rise to four new coordination

polymers 1-4. The isostructural complexes 1
and 2 possess 1D helical chain structures with
2, screw axes along the b-direction, and the
right- and left-handed helical chains are alter-
nate arrayed into 2D layer structures through
hydrogen-bonding interactions; while isostruc-
tural complexes 3 and 4 are 1D linear chain
structures with phen and ferrocene groups of L
as pendants hanging on the different sides of
the main chain. A structural comparison of
complexes 1-4 demonstrated that the charac-
teristics of subsidiary ligands and slight differ-
ence in coordination models of L play very
important role in the construction of the
complexes.
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The reactions of the very air-sensitive n>-
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Synthesis, fluxional behavior, and endo, (C0O)x(n-S,COEL)(CH3CN)] (1) with piperi- wt Py N
exo-stereoisomers of allyl molybdenum dine, pyrrolidyldithiocarbamate, bipyridine * endes oo
complexes with O-ethyldithiocarbonate, and diphos lig‘ands have been3 discussegl.
EtOCS;, containing ligand:  Crystal X-ray analyszls on [Mo(n*-C3Hs)(n*-
structures  of  [Mo(CH;CN)(n>-C3Hs)- S,COEt)(CO)(n"-dppa)] (8) shows that the
(CO)5(S,COEL)], exo-[Mo(dppm)(n3-C3Hs)- unit cell contains two independent mole-
(CO)(S,COEt)], and endo-, exo-[Mo(dppa)- cules, endo and exo, which differ mainly by
(n*-C3Hs)(CO)(S,COEL)] the orientation of the allyl group with
respect to the carbonyl group.
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