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The effect of thiophene ring substitution
position on the properties and
electrochemical behaviour of alkyne-
dicobaltcarbonylthiophene complexes

We report a comparative electrochemical 1007 ' ' ' ' ' ]
study of 2,5-, 2,4-, 3,4- and 2,3-bis(tri- Fc* added as
methylsilylethynyl)thiophene  Co,(CO)s- s0L internal reference i

and Coy(C0O)4(L-L)-substituted alkyne com-
plexes (L-L = dppa and dmpm), in order to
evaluate the extent of the electronic inter-
action between the “Co,C,” redox centres
depending on the position of the alkynyl sol
substituent on the thiophene ring.
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C-H activation of diphenylphosphinoaryl-
derivatives with dimethyltetrakis
(trimethylphosphine)iron(II)

Cyclometalation throughout C-H activa- -
tion is observed under mild conditions 5
when Fe(CH;);(PMes), reacts with diphe- . e ] ‘H‘!M:"
nylphosphinoaryl-derivatives. Carbon mono- o i, S

xide smoothly substitutes selectively one Npd Tonceme AM\W S _,C_\f”'/R
trimethylphosphine and the attached AR =
methyl group in the cyclometallated com- P pnPites
plex can be easily substituted by an acidic R = G{CHy)s SUCHys
alkyne.

Alexander Jakob, Petra Ecorchard,
Katrin Kohler, Heinrich Lang

J. Organomet. Chem. 693 (2008) 3479

2,2’-Bipyrimidine transition metal
complexes: Synthesis, reaction chemistry
and solid state structures

The synthesis, characterization and elec-
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Disilane- and siloxane-bridged biphenyl
and bithiophene derivatives as electron-
transporting materials in OLEDs

Electron transporting properties of Si-
bridged biphenyl and bithiophene were
evaluated by the performance of triple-
layered OLEDs. The device with a disilane-
bridged biphenyl exhibited the high per-
formance with the maximum luminance of
22000 cd/m? at the bias voltage of 13 V.
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Magnesium complexes containing
B-ketiminate and pB-diketiminate ligands
with dimethylamino substituents on the
ligand core nitrogen atoms

The synthesis, structure, and properties of
Mg(L')2, Mg(L?)2(4-tBupy),, Mg(L)>(4-tBu-
PY)z2, [Mg(L?)2]2, Mg(L?),, MgCp(L')(4-tBu-
py), [MgCp(L*)],, and [MgCp(L*)], are
described. Many of the complexes sublime
without decomposition at moderate tem-
peratures and low pressures, and thus
represent new potential precursors for thin
film growth using chemical vapor deposi-
tion and related techniques.
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o-Thioacetylalkylphosphonium salts:
Precursors for the preparation of
phosphonium-functionalised gold nano-
particles

The synthesis and characterisation of two
new o-thioacetylalkylphosphonium salts,
(3-thioacetylpropyl)triphenylphosphonium
bromide 5, and (6-thioacetylhexyl)triphe-

nylphosphonium bromide 6 is reported.
Both compounds act as ‘masked thiolate’
ligands which readily lose the acetyl group
forming triphenylphosphonioalkylthiolate
anions which are able to stabilise gold
nanoparticles forming cationic monolayer-
protected gold clusters. Thus, when com-
pounds 5 and 6 are treated with gold(III)
salts under reductive conditions, water-
soluble gold nanoparticles of ca. 5-10 nm
in size that are stable for up to six months
are formed. The related (3- thioacetylpro-
pyl)diphenylphosphine oxide has also pre-
pared but is not effective at stabilising gold
nanoparticles.
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Zirconium complexes with versatile
B-diketiminate ligands: Synthesis,
structure, and ethylene polymerization

Zirconium complexes bearing symmetrical
or unsymmetrical B-diketiminate ligand
were synthesized, which could produce
polyethylenes with ultra-high molecular
weight or broad molecular weight distri-
bution by varying the substituents of
B-diketiminate ligand as well as polymer-
ization conditions. It is the first time that
the unsymmetrical B-diketiminate ligands
were introduced to the zirconium
complexes.
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Enantioselective silicon-boron additions to
cyclic 1,3-dienes catalyzed by the platinum
group metal complexes

Enantioselective 1,4-silaborations of 1,3-
cyclohexadiene and 1,3-cycloheptadiene
were achieved using chiral catalysts. For
1,3-cyclohexadiene up to 82% ee was
observed. The resulting 1,4-adduct was
successfully used in microwave assisted
allylboration reactions that proceeded with
good to moderate diastereoselectivity.
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Further ‘tethered’ Ru(Il) catalysts for
asymmetric transfer hydrogenation (ATH)
of ketones; the use of a benzylic linker and
a cyclohexyldiamine ligand

The synthesis, characterisation and appli-
cation to the asymmetric transfer hydro-
genation (ATH) of ketones, of two new
Ru(Il) catalysts, 4 and 5, is described.
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Schiff bases of 1’-hydroxy-2’-
acetonaphthone containing chalcogen
functionalities and their complexes with
and (p-cymene)Ru(Il), Pd(II), Pt(Il) and
Hg(1I): Synthesis, structures  and
applications in C-C coupling reactions

Schiff bases 1-HO-C,,Hg-2-CH3)C=N-
(CH3),ECeH4-4-R (R=H or OMe; n=2 or
3; E =S (L'-L?), Se (L3-L*) or Te (L>-L?))
and their complexes with Pd(II), Pt(II),
Hg(ll) and Ru(Il) have been synthesized.
The single-crystal structures of ligands L,
L3 and L® and complexes of Pd(Il) with L,
L2, L? and L° have been determined. The
ligands coordinate in a uni-negative tri-
dentate mode with Pd(II). The bond lengths
are Pd-N 1.996(7) to 2.019(5) A; Pd-Se
2.3600(5) A; Pd-Te 2.5025(7) A. The Pd(II)
complexes have been used for Heck and
Suzuki reactions (Yields ~85%).
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Formation of 1,4-diphosphinobenzenes via
tele-substitution on fluorobenzenechro-
mium complexes

The meta-tele-substitution of 2-(boranato-
phosphino)fluorobenzenechromium com-
plexes took place with various lithiated
secondary phosphine-boranes as nucleo-
philes to give para-substituted bis(bora-
natophosphino)benzenechromiums as
shown below.
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