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Oxidation of Fischer tungsten—carbene uracil W(CO)s
2
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J. Organomet. Chem. 692 (2007) 1623 stituted uracils. In this investigation several | /’L [Ox] | N
commonly used oxidants have been considered R! N o — - R N0
Synthesis of uracil derivatives by oxidation of and, finally, #-butyl hydroperoxide, employed ﬁs FIRS
Fischer tungsten—carbene uracil complexes for the first time in the oxidation of Fischer- 2 3
type carbene complexes, proved to be a good
alternative to the other already available
methods.
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Rhodium-catalyzed intermolecular hydro-
acylation of l-alkynes: Effect of phosphines
and MK-10 on the reaction selectivity

duced, in detriment of ketones 1.
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Synthesis, characterization, and ethylene

polymerizations of various N-O chelated
mono Cp~ titanium complexes

Various mono Cp type titanium mononuclear MMAO
complexes (1-5) and dinuclear complexes (6
and 7) containing 2-pyridinecarboxylate ligand

were synthesized and structurally character- 050 '/Cp‘
ized. The 1 and 2/MMAO catalytic systems for R\& T'\CI
=
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PEs with multimodal MWD

ethylene polymerization exhibited a moderate
activity and produced polyethylenes with
multi-modal molecular weight distributions.
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Chemistry of vinylidene complexes. XVI.
Crystal and molecular structure of the novel
tetranuclear i,-pi3-bis-vinylidene complex (1>
dppe)PdMn(p;-C=CHPh)PdMn(p-C=CHPh)-
(CO)4Cp>

The reaction between Cp(CO),MnPd(p-
C=CHPh)(PPh;), and dppe gave (n*
dppe)PdMn(u;-C=CHPh)PdMn(n-C=CHPh)-
(CO)4Cp,. It is the first crystallographically
characterized complex containing the Pd—Mn—
Pd-Mn chain and two bridging vinylidene li-
gands with different types of coordination: the
symmetric p,-coordination and ps-coordina-
tion.
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Ligand degradation and phosphorus scav-
enging in the reaction between 1,2-
bis(diphenylphosphino)benzene (dppbz) and
Rug(ps-C)(CO),7:  Synthesis and  X-ray
structure of the edge-bridged square-
pyramidal cluster HRug(ps-C)(p3-P)(CO) 4~
(dppbz)

The hexaruthenium cluster Rug(ie-C)(CO);7
reacts with the diphosphine ligand 1,2-bis(di-
phenylphosphino)benzene (dppbz) to afford
the novel cluster HRug(ps-C)(p3-P)(CO),4-
(dppbz). The edge-bridged square-pyramidal
structure of the title cluster and the presence
of a capping phosphido ligand have been
confirmed by X-ray crystallography. The un-
precedented reactivity between Rug(ps-C)-
(CO),7 and dppbz is discussed relative to other
diphosphine ligands.

HRug(115-C) (115-P) (CO); 4(dppb2)
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J. Organomet. Chem. 692 (2007) 1653
Aerobic alcohol oxidation catalyzed by a new,

oxygen-bridged heterometallic compound
[PPhy][Ru(N)Mes(11,-0),Pd((—)-sparteine)]

The reaction between the new hydroxy com-
pound [PPh4][Ru(N)(OH),Me,] and Pd(O-
SiMe;),((—)-sparteine)  produces a  new
heterobimetallic compound [PPhg][Ru(N)-
Me,(1,-0),Pd((—)-sparteine)].  The Ru/Pd
bimetallic compound catalyzes the oxidation
of aryl and allyl alcohols to the corresponding
carbonyl compound in air and the rearrange-
ment of allylic alcohols unsaturated aldehydes.
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Mono and dinuclear iridium, rhodium and
ruthenium complexes containing chelating
carboxylato pyrazine ligands: Synthesis,
molecular structure and electrochemistry

The reaction of [{(n°-CsMes)MCl},] (M = Ir,
Rh) and [{(n%-arene)RuCl,},] (arene =
p-PriCcH;Me, Cg¢Mee) with various pyr-
azinecarboxylic acids in methanol yields neu-
tral mononuclear and dinuclear complexes
with chelating pyrazinecarboxylato ligands.
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Manoja K. Samantaray, Vimal Katiyar, Silver complexes of amido-functionalized and i::
Keliang Pang, Hemant Nanavati, nonfunctionalized N-heterocyclic carbenes é\; * 4’
Prasenjit Ghosh have been synthesized and structurally char-
J. Organomet. Chem. 692 (2007) 1672 acteri;ed. Thesp complexes .eﬂ“l'ciently catalyze “\r\/\ (
the ring-opening polymerization (ROP) of
Silver N-heterocyclic carbene complexes as L-lactide under solvent-free melt conditions. b »

initiators for bulk ring-opening polymeri-
zation (ROP) of L-lactides
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L-lactide polylactide
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Large bite bisphosphite, 2,6-CsH3N{CH,OP-
(-OCoHg)(1-S)(C1oHgO-)}5: Synthesis, deri-
vatization, transition metal chemistry and
application towards hydrogenation of olefins

A large bite bisphosphite ligand and its chelate
neutral (Rh!, Pd", Pt'h), cationic (Ru", Pd™)
and bridge binuclear (Au') complexes is
described. The ruthenium complex 5 shows
good activity for the catalytic hydrogenation
of styrene and o-methyl styrene.
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Luminescence of neutral and ionic gold(I)

complexes containing pyrazole or pyrazolate-
type ligands

Gold(I) complexes based on pyrazole (Hpz)
and pyrazolate (pz~) type ligands have been
shown to be luminescent in solid state
independently of the presence or not of inter-
metallic Au-Au interactions. They exhibit
different patterns of emission bands attributed
to ligand-to-metal charge transfer (LMCT)
transitions involving Hpz or pz~ ligands.

- pattern of bands type A: involving Au-pyrazolate complexes
pattern of bands type B: involving Au-pyrazole complexes
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Synthetic studies for the preparation of

phosphorus carbonyl rhenacycles with the
selenoimidodiphosphinate ligand [N(SePPhj),]

The synthesis of the rhenacycles [Re-
(CO)3(PR3){Ph,P(Se)NP(Se)Ph,-k>Se}], PR3 =
PPh; (1), PMePh, (2), and PMe,Ph (3) by
an easy high yield procedure is described.
Attempts at the preparation of the spiro
compound [Re(CO),(Ph,PCH,CH,PPh,-«*P)-
{Ph,P(Se)NP(Se)Ph,-2Se}] resulted in the
formation of complexes, [Re,(CO)¢{Ph,P(Se)-
NP(Se)Ph,-k’Se}, (u-Ph,PCH,CH,PPh,)] (4),
and  [Re(CO);(Ph,PCH,CH,PPh,-k>P){Ph,-
P(Se)NP(Se)Ph,-kSe}] (5). All new inorganic
rhenacycles 1-5 were characterized in solution
and in solid state.
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New multidentate heteroscorpionate ligands:
N-Phenyl-2,2-bis(pyrazol-1-yl)thioacetamide
and ethyl 2,2-bis(pyrazol-1-yl)dithioacetate as
well as their derivatives

N-phenyl-2,2-bis(pyrazol-1-yl)thioacetamide
can coordinate by three different ways, as
monodentate ligand by the sulfur atom,
as neutral «>-(n,N) bidentate ligand, and as
tridentate monoanionic «>-(N,N.,S) chelating
ligand to different metals.
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Dimerization of terminal alkynes catalyzed by
chloro(n’-pentadienyl) bis(triphenylphosphine)-
ruthenium(II) and kinetics of phosphine
substitution

Exchange of PMe,Ph for PPh; in (n’-pentadie-
nyl)ruthenium  {bis(triphenylphosphine)}-chlor-
ide, (n°-CsH7)Ru(PPhs),Cl (1) under first order
conditions in THF proceeds smoothly with a
pseudo-first order rate constant of 17 £ 2 x
107* s7" at 21 °C and activation parameters, AH'
=16.1 £04 kcal mol™ and AST=-16+1
cal K™! mol™".

Reaction of 1 with NaPFy in acetonitrile
yields [(n’-CsH7)Ru(PPhs),(CH;CN)][PF¢] (7).
Compound 1 is more active than other ruthe-
nium(II) complexes CpRu(PPh;),Cl, (n°-
indenyl)Ru(PPh;),Cl and TpRu(PPh;),Cl in the
dimerization of phenylacetylene, ethynyl-
ferrocene, trimethylsilylacetylene and ‘butyl-
acetylene.

RCH=CHCCR + oligomers
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Oxidative decarbonylation of Mo(CO)s with
[-Se(Se)P(Oi-Pr),], generates the mixed-valent
tetranuclear cluster Moy(p3-Se)4[Se,P(Oi-Pr);]¢
and a cationic trinuclear cluster [Mos(u3-Se)-
(H2-Se2)3{Se,P(Oi- Pr)y}5]"

Both tetranuclear cluster Moy(us3- Se)s[Se,P(Oi-
Pr),]s (1) and cationic, trinuclear cluster [Mos(p3-
Se) (u-Se,)3{SesP(0i-Pr),}3]* (2) were obtained in
an one-pot reaction via Se transfer in the oxidative
decarbonylation of Mo(CO)s with [-Se(Se)P(Oi-
Pr),],. While cluster 1 is the first [Mo4(p3-Se),] cu-
bane core with outer selenium-donor ligands, the
cluster 2 displays unusual, intermolecular Se- - -Se
contacts to produce infinite chains. In addition, the
“sandwiched” halide anion is attached to three,
electrophilic Se,x atoms of one Mos unit and one
Secq atom of the neighboring unit and these dis-
tances are far shorter than the sum of the van der
Waals radii.
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Dimethyltin(IV) complexes with zwitterionic
buffers (Mes and Mops)

Equilibrium studies in aqueous solution are
reported for dimethyltin(IV) complexes of the
zwitterionic buffers “Good’s buffer”. The ther-
modynamic parameters AH°, AS° and AG°
calculated from the temperature dependence of
the formation constant of the dimethyltin(IV)-

Mes complex was investigated. The effect of
dioxane as a solvent on the formation constants
of dimethyltin(IV)-Mes complex was discussed.
The bonding sites of the dimethyltin(IV) com-
plexes in solid state with Mes and Mops were
characterized by means of elemental analyses
and FTIR. The NMR ('H, '3C) spectra of the
DMT-Mes complex exhibits the strongly dis-
torted octahedron geometry around tin atom.
Also, thermal analyses (TGA and DTA) were
discussed. Thermodynamic parameters such as
activation energy (E,), pre-exponential factor
(A), entropy of activation (AS”) and free energy
of activation (AG") have been calculated for
each step, employing integral method Coats and
Redfern.
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Heterometallic complexes containing 1,1-
(C=C),F¢’ units linking two different metal
centres

Proto-desilylation of 1-(Me;SiC=C)-1’-{Cp"-
(dppe)RuC=C}Fc¢’ (1) afforded the corre-
sponding ethynyl derivative 2, from which

the green Co,(pu-dppm),(CO)g_n, (n =0, 1)
adducts 3 and 4 were obtained. Replacement
of the ethynyl proton in reactions between 2
and AuCI(PPh;), Hg(OAc), or FeCl(dppe)Cp”
gave complexes 1-(RC=C)-1’-{Cp"(dppe)-
RuC=C}Fc¢’ [R = Au(PPh;) 5, 1/2Hg 6,
Fe(dppe)Cp” 8; the latter gave bis-vinylidene 9
with Mel, characterised (as was 2) by a single
crystal X-ray study. Oxidative coupling of 2
(CuCl/tmeda/acetone, air) gave diyne 10, while
coupling of 5 with Cosz(u3-CBr)(p-dppm)(CO),
afforded 1-{Cpx(dppe)RuCEC}-1'-{(OC)7(u-
dppm)Co;(u3-CC=C)} Fc’ (11).
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Trimetallic  complexes containing 1,1’-

R¢’(C=C), units [R¢” = ruthenocene-1,1’-diyl,
Ru(n-CsHa-)s]

Reactions  between 1,1’-(Me3SiC=C),R¢’
[Rc¢” = ruthenocen-1,1’-diyl, = Ru(n-CsHy4),]
and RuCI(PP)Cp’ in the presence of KF gave
1,I’-{Cp(PP)RuC=C},Rc" [Cp’=Cp, PP =
PPhs 1, P(m-tol); 2, dppe 3, dppf 4; Cp’ = Cp’,
PP = dppe 5]. Compounds 1 and 2 react with
tene to give two diastereomers a/b of the allylic
(vinylcarbene) complexes 6 and 7, while
methylation of 5 gave the bis-vinylidene [1,1’-
{Cp’(dppe)Ru=C=CMe},Rc’|(BPhy), (8).
The X-ray structures of 4, 6b and 8 have been
determined.
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Synthesis and molecular structure of

hexanuclear organotitanium ion complex:
[CpgTis (13-0)] [C2B1oHig(11-S2),C2BoHyg)

The synthesis and crystal structure of novel
hexanuclear organotitanium ion complex [Cpj-
Ti(,(l,l:‘-o)g}[CzB]oHlo(H-Sz)2C2B9H10]2, which
contains both a divalent cationic organotita-
nium oxide and the derivative 7,8-dicarbaun-
decaborate anions, are reported.
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