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Pyridyl-substituted porphyrins on palladium
nanoparticles

Central versus peripheric: the binding mode of
pyridylporphyrins strongly influences particle
agglomeration and solubility.
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Complexes of technetium(I) (PTc, *°™Tc)
pentacarbonyl core with m-acceptor ligands
(tert-butyl isocyanide and triphenylphosphine):
Crystal structures of [Tc¢(CO)s(PPh3)]OTf and
[Te(CO)s(CNC(CH3)3)IC104

Complexes [*™TcX(CO)s] (X = Cl, Br, I) were
prepared by high-pressure carbonylation with
CO of ®™TcO,” in aqueous solutions; they
stable in solutions for several hours, but in a
longer storage, they gradually decompose to
give the tricarbonyl species. Substitution of the
halide ligands in [*TcX(CO)s] and
[*™TcX(CO)s] with rers-butyl isocyanide and
triphenylphosphine was studied. The struc-
tures of the complexes [Tc(CO)s(PPh3)]OTE
and [Tc(CO)s(CNC(CH3);)]ClIO, are pre-
sented.
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Wide bite angle diphosphine rhodium

complexes: Synthesis, structure, and catalytic
1,4-addition of arylboronic acids to enones

A terphspan Rh(I) complex has been prepared
and structurally characterized. The terphspan
ligand L1 has a wide bite angle of 171.37° in
the [CIRh(CO)L1] complex. The terphspan
ligand supports active catalysts for 1,4-addi-
tion of arylboronic acids to enones.
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A facile synthesis and the asymmetric catalytic

activity of BINOL-based thiazole (thiadiazole)
thioether ligands

Four new BINOL-based thiazole (thiadiazole)
thioether ligands were prepared and their
asymmetric catalytic effectiveness was tested.
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Optically active cyclopentadienyl and indenyl
ligands obtained from lactic acid esters

Asymmetric cyclopentadienes and indenes are
obtained by nucleophilic attack of LiCp and
IndCp on sulfonates of ethyl (S)-(-) lactate.
The selectivity of the reaction depends on the
nature of the leaving group. This is particu-
larly true in the case of the reaction of LiCp
with ethyl (S)-(-) lactate.
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Synthesis and structural characterization of

enantiopure exo and endo six-membered
oxazoline-derived palladacycles

The first example of enantiopure six-mem-
bered exo palladacycle and examples of rare
six-membered endo palladacycles were ob-
tained either by cyclopalladation of oxazolines
(HL) wusing Pd(OAc), or by reacting
Pd(HL),(OAc), with Pd(OAc),. The re-
giospecific reaction of (S)-2,4-dibenzyl-2-ox-
azoline with Pd(OAc), demonstrated a
preference of the endo cyclopalladation over
exo.
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Oligothiophene-2-yl-vinyl bridged mono- and

binuclear ruthenium(II) tris-bipyridine
complexes: Synthesis, photophysics,
electrochemistry and electrogenerated

chemiluminescence

A series of mono- and binuclear ruthenium(II)
tris-bipyridine complexes tethered to oligo-
thienylenevinylenes have been synthesized and
photophysics, electrochemistry and electro-
generated chemiluminescence (ECL) proper-
ties are studied.
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Olefin—aminocarbyne coupling in diiron

complexes: Synthesis of new bridging
aminoallylidene complexes

Activated olefins, in the presence of NaH and
Me;NO, give regio- and stereospecific addition
at the bridging aminocarbyne ligand, in diiron
complexes, affording novel bridging ami-
noallylidene complexes. The reactivity of these
complexes is also reported.
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Synthesis, structural characterization, and
reactivity of organolanthanides derived from
a new chiral ligand (S)-2-(pyrrol-2-ylmethyl-
eneamino)-2"-hydroxy-1,1’-binaphthyl

A new series of chiral organolanthanide
amides have been prepared from the reaction
between the ligand (S)-2-(pyrrol-2-ylmethyl-
eneamino)-2"-hydroxy-1,1’-binaphthyl  (1H,)
and Ln[N(SiMes),];. These amides can initiate
the polymerization of MMA, leading to syn-
rich poly(MMA)s.
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Cobalt(I) complexes with disubstituted 3-
aminopyrazole  derivative: ~ Mononuclear
Co(II) complex with in situ prepared
formamidine ligand

The novel [Co(ampf)(MeOH),NO;]NO; com-
plex with a formamidine-type ligand is ob-
tained by an one-step template synthesis. It is
characterized by X-ray diffraction, FT-IR and
UV-Vis spectroscopy, elemental and thermal
analysis. The quantum chemical computations
indicate a comparable involvement of the
ligand donor atoms in the total charge
transfer.
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Reactions  of  (Me,C)(MesSi)[(n’-CsH)-
Mo(CO);], with nitrile and subsequent
cleavage of the C=N bond by cooperation of
molybdenum and ruthenium

The p-n>-n? nitrile complexes were obtained
by thermal reaction of (Me,C)(Me,Si)[(n’-
CsH;3;)Mo(CO);], with PhCN  or from
(MexC)(MesSi)(CsHy), and (RCN);Mo(CO);
(R = Me, Et). Subsequent reaction of the p-
n?n? acetonitrile complex with Rus(CO);»
yielded two C=N bond cleavaged MoRu
clusters.
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Reactivity of a triruthenium alkenyl cluster
complex with conjugated diynes: Coupling of
two diyne molecules via a face-capping diyne
intermediate

Triruthenium carbonyl cluster complexes
containing large hydrocarbyl ligands, such as
[Rus(ps-k>-HNNMe,)(u-k*-PhCHCPh) { p3-*-
PhCCCC(Ph)C(Ph)CCCPh}(CO)g] (shown in
the figure), have been prepared by treating
[Rus(p3-k*-HNNMe,)(p-k>-PhCHCPh)(p-CO),-
(CO)g] with conjugated diynes. These com-
plexes are formed through an intermediate
that contains a face-capping diyne ligand.
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New synthesis and thermal studies of
palladacycloalkanes and their precursors

Novel palladacycloalkane complexes have
been prepared and characterized. Thermal
decomposition studies are indicated the for-
mation of various organic products by B-hy-
dride elimination as well as reductive
elimination of these complexes. The stability of
these complexes strongly depends on various
factors.
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Triarylantimony dicarboxylates as pseudo-
halides for palladium-catalyzed cross-coupling
reaction with arylboronic acids and triaryl-
bismuthanes without any base

The reaction of triarylantimony diacetates
with arylboronic acids and triarylbismuthane
in the presence of Pd(PPh;), led to the for-
mation of cross-coupling products, biaryls,
under mild conditions without any base. Single
crystal X-ray analysis of tri(p-tolyl)- and tris-
(p-trifluoromethylphenyl)-antimony diacetates
revealed the presence of intramolecular co-
ordination between the antimony and two
carbonyl oxygen atoms with cis orientation.
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Synthesis and reactivity of ruthenium

tetrazolate complexes containing a
tris(pyrazolyl)borato (Tp) ligand

Treatment of the neutral ruthenium cyclopro-
penyl complex 1 with pyrazole afforded the
ruthenium metallacyclic pyrazole complex 7a.
The reaction of 7a with Me;SiN; gives the
zwitterionic tetrazolate complex 9a.
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New organobimetallic compounds containing
catecholate and o-semiquinolate ligands

New organobimetallic compounds
CatSn[CpM(CO),]> (2-4) were obtained by the
insertion of CatSn(II) (1) into the metal-metal
bond of [CpM(CO),], (Cat — 3,6-di-tert-bu-
tylcatecholate dianion; M = Fe (2), n=2;
M = Mo (3), W (4), n = 3). The structure of
CatSn[CpMo(CO);], was determined by X-ray
analysis. The oxidation of compounds 2-4
with silver(I) triflate was found to produce
stable paramagnetic o-semiquinolate deriva-
tives which keep both Sn-M bonds. New
paramagnetic tin(IV) complexes were in-
vestigated by EPR spectroscopy.
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Direct arylation of oxazole and benzoxazole

with aryl or heteroaryl halides using a
palladium—diphosphine catalyst

Through the use of PdCl(dppb)(Cs;Hs) as a
catalyst, a range of aryl bromides and chlor-
ides undergoes coupling via C-H bond acti-
vation/functionalization reaction with
benzoxazole in good yields. This air-stable
catalyst can be used at low loadings with sev-
eral substrates.

C"th 2 CH,CH=CH,
\> el i ©: \
> ;
+ DMF, Cs,COs, Cs,CO;,

100-150 °C, 20 h
ArX

Metin Zora, Ayse Nur Pinar,
Mustafa Odabasoglu, Orhan Biiyiikgiingor,
Giinseli Turgut

J. Organomet. Chem. 693 (2008) 145
Synthesis of ferrocenyl pyrazoles by the

reaction of  3-ferrocenylpropynal  with
hydrazinium salts

Synthesis of ferrocenyl-substituted pyrazoles
via the reaction of 3-ferrocenylpropynal with
hydrazinium salts is described.
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The influence of the ligand structure on
activation of hafnocene polymerization
catalysts: A theoretical study

The influence of ligand structure of hafnocene
catalysts on activation has been studied by
quantum chemical methods. Altogether 54
hafnocenes with different bridges, ligands and
ligand substituents were included in the ana-
lysis.
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Synthesis and structure of the monometallic

cationic complex [Cp(CO),Fe{n*-(CH,CH-
CH,CH3)}]PFs (Cp = n*-CsHs)

The reaction of trifluoroacetic acid in THF
with [Cp(CO),Fe(CH,CHCH,CH,)Fe(CO),-
Cp]PF¢ gave the chiral mononuclear cationic
complex [Cp(CO),Fe(CH,CHCH,CHj3)]PF,
where the CH,CHCH,CH; group is coord-
inated in a rigid n’-manner, in high yield. It
formed yellow orthorhombic crystals in the
space group P2,2,2;.
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Synthesis and characterization of 1-methyl-1-
silaindane and 1-methyl-1-germaindane

The synthesis and characterization of 1-
methyl-1-silaindane and 1-methyl-1-germain-
dane are described.
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Titanium (IV) complexes based on substituted
2-[(2-hydroxyethyl)laminophenols

Novel substituted 2-[(2-hydroxyethyl)Jamino-
phenols were synthesized by the reaction of
2-methylaminophenol with different oxiranes.
Titano-spiro-bis(ocanes) based on these ligands
have been synthesized. The structure of
obtained compounds was studied with 'H and
13C NMR spectroscopy. The structure of
hydrolyse product of one of these ocanes was
established by X-ray structure analysis.
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