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Crystal packing (stereo view) of wild-type packing has a profound effect on the elec-
azurin (beige) and the disulfide linked tron exchange.
dimer of N42C/M64E azurin (blue). The
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The stabilization of a highly asymmetricM. Viciano-Chumillas, S. Tanase, G. Aromı́,
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four different coordination modes of theE. Bouwman, J. Reedijk* ....... 2635�2640
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ortho- and para-Thioquinonoid π-Com-
plexes: First Synthesis, Reactivity, and
Crystal Structure Determination

Keywords: Reactive intermediates / Coor-
dination modes / Sulfur / Thioquinones /
Iridium

Overcoming a long-standing challenge, ported. The organometallic linker 6 reacts
the o- and p-dithiobenzoquinone iridium with “Pt(bpy)” subunits to give the com-
complexes 6 and 7 were synthesized for the plex [Pt(bpy){Cp*Ir-o-(η4-C6H4S2)}][OTf]2
first time, and the X-ray molecular struc- (10), which forms a supramolecular chain
ture of [Cp*Ir-p-(η4-C6H4S2)] (7) is re- through π�π/Pt···Pt interactions.

Coordination Polymorphism

Either a very bulky monodenate phos- U. Fischbach, H. Rüegger,
phane ligand (cone angle about 250°) or a H. Grützmacher* .................. 2654�2667
tetradentate κ1:η6 ligand. These are the
coordination modes of the highly rigid Tris(dibenzo[a,d]cycloheptenyl)phosphane:
tris(5H-dibenzo[a,d]cyclohepten-5-yl)phos- A Bulky Monodentate or Tetrapodal
phane (trop3P) in d10 [AgI, AuI] and d8 Ligand
[RhI, IrI, PdII] valence configured metal
complexes. Keywords: Alkene ligands / Gold / Iri-

dium / Palladium / Phosphane ligands /
Rhodium / Silver / Tetradentate ligands /
Solid-state NMR spectroscopy

Coordination Polymers

L. Cheng, W.-X. Zhang, B.-H. Ye,*
J.-B. Lin, X.-M. Chen* ......... 2668�2676

Spin Canting and Topological Ferrimagne-
tism in Two Manganese(II) Coordination
Polymers Generated by In Situ Solvother-
mal Ligand Reactions

Keywords: Solvothermal ligand reaction /
Coordination polymers / Spin canting /
Topological ferrimagnetism

Two MnII coordination polymers, situ generated bpt and pa ligands have been
[Mn2(bpt)(pa)2(N3)]n [1; Hpa � picolinic synthesized under solvothermal conditions.
acid, Hbpt � 3,5-bis(2-pyridyl)-4H-1,2,4- They exhibit spin-canting magnetism and
triazole] and [Mn3(ina)2(pa)2(N3)2]n (2; topological ferrimagnetism with an AF-
Hina � isonicotinic acid), containing in AF-F sequence, respectively.

Eur. J. Inorg. Chem. 2007, 2519�2531 www.eurjic.org  2007 Wiley-VCH Verlag GmbH & Co. KGaA, Weinheim 2523



CONTENTS

Titanium Chemistry

T. E. Hanna, E. Lobkovsky,
P. J. Chirik* .......................... 2677�2685

N�H Group Transfer and Oxidative Addi-
tion Chemistry Promoted by Isolable Bis-
(cyclopentadienyl)titanium Sandwich
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The water-soluble CuI compounds [Cu-A. M. Kirillov, P. Smoleński,
(PTAH)4](NO3)5 and [Cu(PTA)4](NO3)M. F. C. Guedes da Silva,
were easily prepared and fully character-A. J. L. Pombeiro* ................ 2686�2692
ized, providing the first examples of Cu
complexes bearing PTA or any derivedThe First Copper Complexes Bearing the
ligand with a cagelike PTA core.1,3,5-Triaza-7-phosphaadamantane (PTA)

Ligand
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The allenylcarbene complex [OsCl2{�CPh- fulvene complexes. A similar coupling reac-Keywords: Osmium / Fulvenes / Carbenes /
(η2-CH�C�CHPh)}(PPh3)2] undergoes tion also occurs between this complex andAlkynes / Alkenes
coupling reactions with alkynes to produce styrene.
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aryl rings of chelating diphosphane ligandsC. Claver,
increase the activity of PdII catalysts for theE. J. Garcia Suarez ............... 2702�2710
alternating CO/ethene copolymerization in
either protic or aprotic solvents. In particu-Unraveling the o-Methoxy Effect in the
lar, the presence of o-MeO substituents af-CO/Ethene Copolymerization Reaction by
fects the kinetics of the copolymerizationDiphosphanepalladium(II) Catalysis
process that becomes independent of the
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mation on relevant steps of the copolymer-merization / Kinetics
ization process.
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A new synthesis of iridabenzene species is M. Paneque,* M. L. Poveda,*
described. Surprisingly, the coupling of the N. Rendón, E. Álvarez,
iridacyclopentadienes 1 and 1-H with pro- E. Carmona .......................... 2711�2720
pene is highly dependent on the nature of
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the behavior of the ligand itself, its binding

Metal�Fullerene Complexes

η1-Allyl and η3-allyl, ethyl, and hydrido Y. Matsuo, T. Uematsu,
ruthenium complexes of pentamethyl[60]- E. Nakamura* ....................... 2729�2733
fullerene, Ru(η5-C60Me5)R(CO)2 (R � η1-
allyl, Et, H) and Ru(η5-C60Me5)(η3-allyl)- Synthesis and Catalytic Activity of η1-Allyl
(CO), were prepared. Conversion of the η1- and η3-Allyl, Ethyl, and Hydrido Com-
allyl complex to the η3-allyl complex and plexes of Ruthenium�Pentamethyl[60]-
catalytic performance of the hydrido com- fullerene
plex in the isomerization of 1-decene to
internal decenes are described. Keywords: Ruthenium / Fullerenes / Allyl

complexes / Hydrido complexes / Isomeri-
zation

Coordination Chemistry

Large bathochromic shifts in emission M. Lepeltier, T. K.-M. Lee, K. K.-W. Lo,*
energy at 77 K can be achieved by adding L. Toupet, H. Le Bozec,
a conjugated styryl group to the ppy ligand V. Guerchais* ........................ 2734�2747
of the [Ir(C�N-ppy)2(acac)] complex and
by introducing either a strong electron- Synthesis and Photophysical Properties of
donating (dialkylamino, λem � 651 nm) or Bis-Cyclometallated Iridium(III)�Styryl
-withdrawing (nitro, λem � 647 nm) group. Complexes and Their Saturated Analogues
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[Fe-only]-Hydrogenase Models

The syntheses of novel [Fe-only]-hydroge-J. Windhager, M. Rudolph,* S. Bräutigam,
nase models starting from 1,2,4-trithiolane,H. Görls, W. Weigand* .......... 2748�2760
1,2,5-trithiepane, 1,2,5-trithiocane and
1,2,6-trithionane are described. The prod-Reactions of 1,2,4-Trithiolane, 1,2,5-Tri-
ucts were characterised by spectroscopicthiepane, 1,2,5-Trithiocane and 1,2,6-Tri-
methods and X-ray structure analyses. Thethionane with Nonacarbonyldiiron: Struc-
electrochemical behaviour of one represen-tural Determination and Electrochemical
tative complex is described in detail.Investigation

Keywords: Iron / Cluster compounds / S li-
gands / Hydrogenase / Electrocatalysis /
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Nickel Cluster Chemistry

The shown general reaction scheme (R �C. Papatriantafyllopoulou, G. Aromi,
Me, Ph) gives a family of hexanuclearA. J. Tasiopoulos, V. Nastopoulos,
nickel(II) clusters containing the [Ni3(µ3-C. P. Raptopoulou, S. J. Teat,* A. Escuer,*
OH)(µ3-SO4)3(µ3-ONR�)3]2� core. TheS. P. Perlepes* ....................... 2761�2774
complexes exhibit an overall antiferro-
magnetic behavior, with a simple 2-J modelUse of the Sulfato Ligand in 3d-Metal
adequately describing the thermal variationCluster Chemistry: A Family of Hexanu-
of the molar magnetic susceptibility.clear Nickel(II) Complexes with 2-Pyridyl-

Substituted Oxime Ligands

Keywords: Nickel(II) clusters / Magnetic
properties / Sulfato complexes / Oxime
complexes

Coordination Polymers

The complex [Cp2Cr2(CO)4(µ,η2-P2)] reactsM. Scheer,* L. J. Gregoriades, M. Zabel,
with copper(I) halides to yield new 1DM. Sierka, L. Zhang,
coordination polymers (iodide derivativeH. Eckert* ............................. 2775�2782
shown). Solid-state multinuclear NMR
spectroscopy demonstrates the extremeConformational Analysis of One-Dimen-
sensitivity of the chemical shift to appa-sional Coordination Polymers Based on
rently minor structural variations, and den-[Cp2Cr2(CO)4(µ,η2-P2)] by Solid-State
sity functional calculations corroborate theMultinuclear NMR Spectroscopy and
conclusions deduced from the experimen-Density Functional Calculations
tal evidence.
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spectroscopy / Phosphorus

Fluorescent (Arene)RuII Complexes

Fluorescent (arene)ruthenium(II) com-F. Zobi, B. B. Mood, P. A. Wood,
plexes, obtained from the reaction of theF. P. A. Fabbiani, S. Parsons,
[(p-cymene)RuCl2]2 dimer with isatoic acidP. J. Sadler* .......................... 2783�2796
based ligands, were structurally charac-
terized and their solution and fluorescenceTagging (Arene)ruthenium(II) Anticancer
properties investigated. When the fluoro-Complexes with Fluorescent Labels
genic reporter is tagged onto the complex
through an ester bond, the resulting com-Keywords: Anticancer agents / Organo-
pound is a substrate for cytosolic esterases.metallic compounds / Fluorescence / Ru-
Compounds bearing an ester bond may bethenium / Hydrolysis
models for esterase-activated Ru-based
prodrug delivery systems.
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Doped Silica Films

A surfactant�hafnium alkoxide complex R. Supplit, N. Hüsing,* S. Gross,
was used as a template in a sol�gel dip- S. Bernstorff, M. Puchberger ... 2797�2802
coating process to produce hafnium oxide
doped silica films with ratios between 1:60 Hafnium Oxide Doped Mesostructured
and 1:6. The influence of subsequent heat Silica Films
treatment was studied by GISAXS and
TEM. The surface and in-depth molecular Keywords: Mesostructured films / Ligand-
composition of the films was studied by assisted templating / Self-assembly /
XPS. Surfactants

Water-Soluble Ru Complexes

Water-soluble ruthenium(II) complexes A. Romerosa,* M. Saoud,
have been synthesized and characterised. T. Campos-Malpartida, C. Lidrissi,
The crystal structure of [RuCp- M. Serrano-Ruiz, M. Peruzzini,
(mTPPMS)(PPh3)(PTA)]⋅2H2O, which is J. A. Garrido,
the first half-sandwich ruthenium complex F. Garcı́a-Maroto .................. 2803�2812
to contain three different phosphanes, has
been determined. The binding properties of DNA Interactions Mediated by Cyclopen-
the complexes obtained and of the ligand tadienidoruthenium(II) Complexes Con-
mTPPMS towards DNA have been studied taining Water-Soluble Phosphanes
using the mobility shift assay.

Keywords: Ruthenium / Cyclopentadienyl
ligands / Phosphanes / DNA / Bioinor-
ganic chemistry

Hydride Protonation

P. A. Dub, M. Baya, J. Houghton,
N. V. Belkova, J.-C. Daran, R. Poli,*
L. M. Epstein,
E. S. Shubina* ...................... 2813�2826

Solvent Control in the Protonation of
[Cp*Mo(dppe)H3] by CF3COOH

The outcome of proton transfer from acetate ions or H2 evolution with forma- Keywords: Molybdenum / Hydrido ligand /
CF3COOH to [Cp*Mo(dppe)H3] is highly tion of the new [Cp*Mo(dppe)H2- Trifluoroacetato ligand / Proton transfer /
solvent-dependent: either formation of (O2CCF3)] complex is observed. Dihydrogen bonding
separated [Cp*Mo(dppe)H4]� and trifluoro-

Functionalized Molybdenocenes

[Mo(CO)2(NCCH3)2(Cp�)][BF4] (Cp� � J. Honzı́ček, F. A. Almeida Paz,
Cp, Ind) react with spiro[2.4]hepta-4,6- C. C. Romão* ....................... 2827�2838
diene and spiro[4.4]nona-1,3-diene to give
η4-compounds or products of a ring- Synthesis, Characterization and Stability of
opening reaction. The ansa compound Spirodiene Complexes of Molybdenum(II):
[Mo(η5-C5H4CH2-η1-CH2)(CO)(Ind)][BF4] New Route to ansa-Molybdenocene and
was found to be a suitable precursor for the Ring-Functionalized Molybdenocene
synthesis of ring-functionalized molybde- Compounds
nocenes.

Keywords: Metallocenes / Molybdenum /
Spiro compounds / Functionalized cyclo-
pentadienes / X-ray diffraction
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C�F Bond Activation

The hafnium metallocene complexR. D. Rieth, W. W. Brennessel,
Cp*2HfH2 has been shown to react with aW. D. Jones* .......................... 2839�2847
variety of carbon�fluorine bonds in aro-
matic, vinylic, and aliphatic organicActivation of Aromatic, Aliphatic, and
substrates. The mechanism(s) of reactionOlefinic Carbon�Fluorine Bonds Using
are discussed and compared with theCp*2HfH2

zirconium analog.
Keywords: Metallocenes / Hydrides / Re-
duction / Fluorocarbons

Catalyst-Loading Effects

A. Caballero, M. M. Dı́az-Requejo,
S. Trofimenko, T. R. Belderraı́n,*
P. J. Pérez* ........................... 2848�2852

The Effect of Catalyst Loading in Copper-
Catalyzed Cyclohexane Functionalization
by Carbene Insertion

Keywords: Copper / C�H activation /
Homogeneous catalysis / Carbenes / N
ligands

A study of the insertion of the :CHCO2Et effect of the catalyst loading, namely that
group into the C�H bonds of cyclohexane the use of low concentrations of catalyst
in the presence of a TpxCu complex as produces an increase in the yield of the
catalyst has demonstrated an anomalous C�H activation product.

Luminescent Lanthanides

M. Gagliardo, F. Rizzo, M. Lutz,
A. L. Spek, G. P. M. van Klink,
A. E. Merbach, L. De Cola,
G. van Koten* ........................ 2853�2861

A PCP-Pincer RuII�Terpyridine Building
Block as a Potential “Antenna Unit” for
Intramolecular Sensitization

Keywords: Ruthenium / Lanthanides /
Pincer ligands / Luminescence

Through application of the “complex as of [Ru(PCP)(tpy-DTTANa4)]Cl. Weak
ligand” approach, the heterodinuclear d�f energy transfer occurs in the complex
complexes [Ru(PCP)(tpy-DTTA)Ln(H2O)2] [Ru(PCP)(tpy-DTTA)Eu(H2O)2], which
were prepared by coordination of GdIII results in sensitized luminescence from the
and EuIII ions to the chromophoric moiety EuIII ion.

Ruthenium�NHC Chelates

A series of ruthenium complexes bearingI. Özdemir,* S. Demir, B. C� etinkaya,
di- or tridentate ligands incorporating anL. Toupet, R. Castarlenas, C. Fischmeister,
N-heterocyclic carbene (NHC) is reported.P. H. Dixneuf* ....................... 2862�2869
X-ray structures are provided, and the cata-
lytic activity for the ring opening metathe-Chelating η6-Arene-η1-carbene Ligands in
sis polymerization (ROMP) of norborneneRuthenium Complexes
is investigated.

Keywords: Ruthenium�arene / NHCs /
Imidazolinylidene / Metathesis / ROMP /
Polymerization
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Antitumour Agents

The first water-soluble ruthenium(II) com- S. Grguric-Sipka, C. R. Kowol,
plex with mixed thiosemicarbazone/PTA li- S.-M. Valiahdi, R. Eichinger,
gands has been prepared and characterised M. A. Jakupec, A. Roller, S. Shova,
by X-ray crystallography and spectroscopic V. B. Arion,* B. K. Keppler* .... 2870�2878
methods. The complex shows pH-depen-
dent antiproliferative activity in vitro in Ruthenium(II) Complexes of Thiosemicarb-
micromolar concentrations. azones: The First Water-Soluble Complex

with pH-Dependent Antiproliferative Acti-
vity

Keywords: Antitumour agents / Ruthe-
nium / N,S ligands / X-ray diffraction

Aqueous Alkyne Semihydrogenation

G. Kovács, G. Ujaque, A. Lledós,*
F. Joó* .................................. 2879�2889

The Role of Water in the Stereoselective
Hydrogenation of 1,2-Diphenylacetylene

Density functional theory was applied to substituted alkynes with the water-soluble Catalyzed by the Water-Soluble [{RuCl2-
describe the reaction mechanism of the ruthenium complex [{RuCl2(mtppms)2}2] (mtppms)2}2]
stereoselective hydrogenation of phenyl- in acidic aqueous solution.

Keywords: Alkynes / Biphasic catalysis /
Density functional calculations / Hydroge-
nation / Reaction mechanisms

Dendritic Phthalocyanine Complexes

The first generation of a phosphorus-con- J. Leclaire, R. Dagiral,
taining dendrimer possessing a metal-free A. Pla-Quintana, A.-M. Caminade,*
phthalocyanine as its core is used to com- J.-P. Majoral* ....................... 2890�2896
plex cobalt, and then the synthesis of the
dendrimer is pursued up to the eighth gene- Metallated Phthalocyanines as the Core of
ration. The progressive influence of the Dendrimers � Synthesis and Spectros-
branches upon the core is studied by UV/ copic Studies
Vis spectroscopy.

Keywords: Dendrimers / Phthalocyanine /
Phosphorus / UV/Vis spectroscopy /
Cobalt

Early�Late Dimetallic Complexes

Tris(phosphinoamide)zirconium com- T. Sue, Y. Sunada,
plexes, (PPh2NR)3ZrCl [R � tBu (1a), iPr H. Nagashima* ..................... 2897�2908
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