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Synthesis and structure of penta-platinum
o-bonded derivatives of corannulene

An oxidative addition reaction of 1,3,5,7,9-
pentachlorocorannulene with Pt(PEts), af-
fords a penta-platinum o-bonded deriva-
tive of corannulene. The substitution
reaction of 1-ethynyl-4-nitro- benzene is
described.
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Benzoxaboroles - Old compounds with
new applications

Benzoxaboroles - derivatives of boronic
acids - were first described over 50 years
ago, however most of them have been
investigated only recently due to their
exceptional properties and wide applica-
tions. In addition to their usage as building
blocks and protecting groups in organic
synthesis, certain benzoxaboroles display
biological and receptor activity.
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Fulvalenediyl-bridged heterobimetallic
complexes consisting of sandwich and
half-sandwich compounds with early-late
transition metals

A straightforward synthesis methodology
to prepare heterobimetallic complexes
with early and late transition metals of
type [(n°-CsHs)(n’>-CsHs-CsMes)M]  and
[(n°-CsHs)((n-n”:n’-CsHa-CsMey)TiCls)M]
(M = Fe, Ru) is described. These fulvalene-
diyl bridged complexes were characterized
and the electrochemical and spectroelec-
trochemical behavior of 4a is reported.
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Platina-p-diketones as catalysts for
hydrosilylation and their reactivity
towards hydrosilanes

Platina-p-diketones were found to catalyze
the hydrosilylation of alkynes and alkenes
such as hexynes, hex-1-ene, styrene and
trimethylvinylsilane showing up to twice
as high activities in comparison with the
well-established catalysts from Speier and
Karstedt. To get insight into the mechan-
ism of the hydrosilylation, Si-H oxidative
addition reactions towards the dinuclear
platina-B-diketone [Pt,{(COMe),H}>(u-Cl);]
have been explored resulting with an 8-
quinolyl substituted silane under loss of
H, in the formation of a diacetyl(silyl)-
platinum(IV) complex [Pt(COMe),-
CI(N—SiMe ~N-x2N,N’ kSi)].
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Synthesis and structure of an air-stable
hypervalent organobismuth (1)
perfluorooctanesulfonate and its use as
high-efficiency catalyst for Mannich-type
reactions in water

A new air-stable hypervalent organo-
bismuth (IlI) perfluorooctanesulfonate
(C6H11N(CH,CsH4),Bi(0S0,CsF17)) was
synthesized and characterized, and found
to show high catalytic efficiency towards
one-pot Mannich-type reaction of ketones
with aromatic aldehydes and aromatic
amines, showing high yield as well as good
selectivity, stability, recyclability and
reusability.
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Structural and X-ray powder diffraction
studies of nano-structured lead(ll)
coordination polymer with #? Pb...C
interactions

Nano-structures of a new Pb(Il) one-di-
mensional polymer with #* Pb-C interac-
tions, [Pby(ps-ba)y(pp-ba)y], (1) [ba™=
benzylacetylacetonate] were synthesized
by both thermal gradient and sonochem-
ical methods. The new nano-structure was
characterized by scanning electron micro-
scopy, X-ray powder diffraction, IR spectro-
scopy and elemental analyses.
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Synthesis, and characterization  of
ruthenium(ll)  polypyridyl complexes
containing o-amino acids and its DNA
binding behavior

Ruthenium complexes [Ru(«?-
tptz)(PPhs)Cly] and [Ru(k3-tpy)(PPhs)Cl>]
[tptz = 2,4,6-tris(2-pyridyl)-1,3,5-triazine;
tpy = 2,2":6’,2”-terpyridine] containing o-
amino acids [glycine (gly); leucine (leu);
isoleucine (isoleu); valine (val); tyrosine
(tyr); proline (pro) and phenylalanine
(phe)] act as mild Topo II inhibitors and
also inhibit heme polymerase activity of
the malarial parasite Plasmodium yoelii
lysate.
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The synthesis of oligoether-substituted
benzimidazolium bromides and their use
as ligand precursors for the Pd-catalyzed
Heck coupling in water

Synthesis and characterization of oli-
goether-substituted 3-7 and oligoether-
linked 8-13 benzimidazolium bromides
were carried out. Pd-NHC complexes 14-
19 of the salts 4 and 6 were also prepared.
The benzimidazolium salts and preformed
Pd(II) complexes were tested as catalyst for
the Heck coupling reaction in water.
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Synthesis,  spectral and  structural
characterization of dinuclear rhodium (II)
complexes of the anticonvulsant drug
valproate with theophylline and caffeine

The dinuclear complex tetra(p-valproato)
dirhodium(Il), Rhy(valp)s (1), and its bis-
adducts with theophylline, Rhy(valp)s-
(ThH), (4), or caffeine, Rhy(valp)s(Caf),
(5), have been synthesized and character-
ized by various techniques. Within, the
syntheses and X-ray structures are
reported.
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Synthesis and reactivity of new
functionalized  Pd(Il)  cyclometallated
complexes with boronic esters

Schiff base ligands bearing boronic esters
are a new route to functionalized pallada-
cycles. Under the appropriate conditions
the boronic ester sites undergo transester-
ification and the Petasis reaction.
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Dinuclear tetrapyridyl pendant-armed
azamacrocyclic complexes of Co(II), Ni(II),
Cu(Il) and Cd(II)

The coordination capability of the new tetrapyr-
idyl pendant-armed azamacrocyclic ligand L,
towards Co(II), Ni(II), Cu(Il) and Cd(II) ions was
studied. The ligand and the complexes were
characterized by microanalysis, LSI mass spectro-

metry, IR, UV-Vis and NMR spectroscopy, mag-
netic studies and conductivity measurements.
Crystal structures of [Co,L(CH5CN), -
(Cl04)42CH3CN  and [Cd,L(NOs3),](NO3),2H,0
complexes have been determined. The X-ray
studies show the presence of dinuclear endoma-
crocyclic complexes with the metal ion in a
similar distorted octahedral environment, coor-
dinated by one pyridyl bridgehead group, two
amine nitrogen atoms and two pyridyl pendant-
arms. The six coordination position around the
metal ion is completed by one acetonitrile
molecule in [Co,L(CH3CN),](Cl04)4-2CH3CN and
by one monodentate nitrate anion in
[Cd,L(NO3),](NO3)»-2H,0. Different sort of intra-
molecular non-classical hydrogen bonds were
found in the crystal lattice of both structures.
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A new binuclear Cd(Il)-containing ionic
liquid: Preparation and electrocatalytic
activities

The structure of the Cd(Il)-containing ionic
liquid (Cd-IL) was characterized by X-ray
crystallography, IR spectroscopy and ele-
mental analysis. The melting point of Cd-IL
was 80 °C. Electrochemical properties of
the Cd-IL had been investigated by prepar-
ing bulk-modified carbon paste electrode
(Cd-IL/CPE). This modified electrode
showed good electrocatalytic activities to-
ward the reduction of the hydrogen per-
oxide and bromate.
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Direct metalation of methoxymethyl
arylmethyl ethers: A tin-free approach to
the generation of «-alkoxyalkoxy-
substituted aryllithiums

A wide array of a-methoxymethoxy-sub-
stituted arylmethyllithiums was generated
by direct metalation of the corresponding
arylmethyl methoxymethyl ethers, thus
avoiding manipulation and isolation of
toxic organotin reagents. Substituents lo-
cated on the aromatic ring promote the set
up of a competition between lateral and
aromatic metalation.
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A high hydroarylation activity of KyPtCl,/
AgOTf catalyst in the reaction of propiolic
acid with unactivated and activated arenes

A mixed catalyst K,PtCl4/AgOTf showed an
extremely high activity for hydroarylation
of propiolic acid to form cis-cinnamic acids
in good to high yields. This catalyst was
effective even in the reaction with less
reactive benzene and toluene to give cis-
cinnamic acids in good yield.
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1-Methyl-4-ferrocenylmethyl-3,5-diphenyl-
pyrazole: A  versatile ligand for
palladium(Il) and platinum(II)

The study of the reactivity of the novel
ferrocene derivatives containing 3,5-diphe-
nylpyrazole [1-R-3,5-Phy-(C5N;)-CH,-Fc]
{Fc = (n°-CsHs)Fe(n°-CsHy) and R=H (2)
or Me (3)}, cis-[MCl(dmso),] (M = Pd or Pt,
Pd(OAc), has allowed to isolate and char-
acterize a wide variety of complexes where
the ligands adopt an N-donor or a
[C(sp?,phenyl)N(pyrazole)] mode of
binding.

M =Pd or Pt
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Structures, preparation and catalytic
activity of ruthenium cyclopentadienyl
complexes based on pyridyl-phosphine
ligand

Complex [(#°-CsHs)Ru(PPhs),Cl] on reac-
tion with diphenyl-2-pyridylphosphine
(PPh,Py) afforded mono [(#°-CsHs)Ru(k!-
P-PPh,Py)(PPh3)Cl] (1) and bis-chelated
complex [(#3-CsHs)Ru(k?-P,N-PPh,Py)-
(PPh3)]* (1a). Complex 1 effectively cata-
lyze reduction of aldehydes/substituted
aldehydes into corresponding alcohol in
the presence of HCOONa in water under
aerobic conditions.
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Studies on two coordination polymers
[M(p4-pz25dc)], (M=cCd or Zn,
pz25dc = pyrazine-2,5-dicarboxylato) with
three-dimensional pillared-layer three-
nodal framework: Synthesis, structural
characterization, strong optical non-
linearities and optical limiting properties

Two isomorphous coordination polymer
candidates for nonlinear optical (NLO)
materials have been synthesized hydro-
thermally and characterized crystallogra-
phically as pillared-layer three-nodal
frameworks. Both polymers have large
hyperpolarizability y and limiting thresh-
old values. The heavy atom effect plays
important role in the enhancement of
optical non-linearities and optical limiting
properties.

Gabriela Vargas-Diaz, Herbert Hopfl
J. Organomet. Chem. 694 (2009) 3660

A cationic mononuclear and a neutral
trinuclear boron compound derived from
boric acid and N,O,-type ligands of the
Salan class

A mononuclear boronium and a neutral
trinuclear boron complex have been pre-
pared by reaction of two different Salan
ligands with boric acid. Both compounds
might have applications, the trinuclear
species as Lewis acid catalyst and the
borocation as positively charged counter-
ion for voluminous anions.
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Application of Biginelli reaction to the
synthesis of ferrocenylpyrimidones and
[3]-ferrocenophane-containing pyrimido-
[4,5-d]pyrimidinediones

Ferrocene-containing dihydropyrimidines
(DHP’s) and cis-fused pyrimido[4,5-d]pyr-
imidine-2,7(1H,3H)-diones with [3]-ferro-
cenophane motif were prepared either by
boric acid - or iron(lll)-mediated three-
component Biginelli reactions of ferrocene-
carboxaldehydes, urea and 1,3-dioxo- or
methyl ketone components. The structure
of the new compounds was established by
IR and NMR spectroscopy, including
HMQC, HMBC and DEPT measurements.




viii

Contents

Notes

Marcos J. Lo Fiego, Maria T. Lockhart,
Alicia B. Chopa

J. Organomet. Chem. 694 (2009) 3674

Tertiary alkanoyl chlorides react regiose-
lectively with electronically diverse aryl-
stannanes to form the corresponding aryl
ketones in good to excellent yields in
absence of any type of catalyst. Under
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Reactions of sodium selenide with ethynyl
and bromoethynyl ketones: Stereo- and
regioselective synthesis of functionalized
divinyl selenides and 1,3-diselenetanes

dimethylene-1,3-diselenetanes based on
the novel reaction of sodium selenide with
bromoethynyl ketones has been developed.
New functionalized divinyl selenides have
been obtained by regio- and stereoselective
addition of sodium selenide to ethynyl
ketones.
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