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COVER PICTURE

Rhenium(T) complexes as pH sensors

The cover picture shows that consecutive protonation
of the pyridine N and imine N atoms of 4-pyr-
idinealdazine (PCA) in the complex [Re(4,4'-
CO,Me-bpy)(CO);(PCA)]* (bpy = 2,2'-bipiridine)
lead to bell-shaped curves for both the absorbance
and the emission intensity vs. pH; the latter prop-
erty can be employed to devise novel luminescent
pH sensors of the on-off-on type. Details are dis-
cussed in the article by N. E. Katz et al. on p.
5323ft.
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A formal NNP fragment insertion into a
B—C bond was achieved by the reaction of
(Me3Si),N—N(SiMe;)—PCl, with B(C¢Fs)s.
A novel diazadiphosphetidine with a phos-
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phorus(III) atom attached to a pentafluoro-
phenyl group was isolated and fully charac-
terized.
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pH-Induced Luminescence Changes of
Chromophore-Quencher Tricarbonylpoly-
pyridylrhenium(I) Complexes with 4-Pyr-
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New emissive mono- and dinuclear chromo-
phore-quencher  tricarbonylpolypyridyl-
rhenium(I) complexes containing 4-pyr-
idinealdazine (PCA) are prepared and
characterized by spectroscopic, electro-
chemical, and photophysical techniques.
Consecutive protonation of the pyridinyl
nitrogen atom and the imine nitrogen atom
of PCA leads to bell-shaped curves for
both the absorbance and emission intensi-
ties vs. pH for some of these complexes;
this latter property can be employed to
devise novel luminescent pH sensors of the
on-off-on type.

Asymmetric Dimolybdenum Complex
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Synthesis, Structure and a DFT/TDDFT
Study of a Diimido-Bridged Asymmetric
Dimolybdenum Complex
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The two Mo centers in an asymmetric di-
meric mixed-valence molybdenum complex
containing oxidomolybdenum and desoxo-
molybdenum entities have formal oxidation
states that result from a combination of
MoV! and Mo'Y, as confirmed by IR, EPR,
and CV investigations and the results of
DFT-TDDFT calculations.

tronic  structure / Density functional
calculations
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Benzylideneruthenium complexes bearing
one or two pyridine-based ligands are syn-
thesized and the influence of these ligands
on the formation and interconversion of

+ pyridine
— pyridine

these complexes is discussed based on X-
ray crystallographic and mass spectro-
metric evidence. Color code: black = C,
blue = N, green = Cl, cyan = Ru.
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Pyridine-Based Ligands and Their Influ-
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Four new ZnBr,(pyrimidine) coordination
polymers were prepared, either in solution
or by thermal decomposition reactions,

AT l— pyrimidine
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and the thermal reactivity and thermo-
dynamic stability of these compounds
were investigated.
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The reaction between the Ni, assembly on
a formylphenolate template with a coordi-
nated terminal water molecule and a cap-
ping imidazolidine ligand and N3~ or
ClO,4~ anions leads to two different types
of products. The metallacrown-type coordi-
nation of the Na™ cations results in new
NaNi, complexes engaged in ferromag-
netic interactions.
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A series of mono- and polynuclear thiol-
atocopper(I) complexes exhibiting various
coordination spheres is structurally charac-
terized. The steric demands of the thiolato
ligand have a clear effect on the coordi-
nation features with little influence of the
reaction conditions. As low as the two-co-
ordinate Cu centers were obtained, which
represent structural models of the active
site of copper metallochaperones.
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......... 5369—5376
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Synthesis and X-ray Characterization of
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Multinuclear Cobalt Complexes from
Amino Alcohol Based Ligands

H,L'-H,L® +
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1:1 reaction
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Chiral amino alcohol based tridentate
Schiff bases, derived from 5-OMe-, 5-H-,
and 5-NO,-substituted salicylaldehydes
and (S)-(+)-2-phenylglycinol and (S)-(—)-
2-amino-3-phenyl-1-propanol, were found
to act as versatile ligands in their coordi-
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Relative reactivity in carbon—carbon bond
formation involving a four-coordinated
pathway follows the order: L = PPh; >
PH; > PCy; > PMes;. However, for re-

ductive elimination involving T-shaped
complexes by the ligand predissociation
pathway, relative reactivity changes in the
order: L = PCy; > PPh; > PH; > PMes;.
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As a result of the binding interaction
between DNA and an acridine moiety, a
14-fold promotion in the cleavage activity
of a diiron(Il) complex can be brought
about.
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dentate [C,N,0] and [O,N,O] Ligands: Syn-
thesis, Reactivity and Structural Isomerism
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C—H activation

Palladium(II) compounds with tridentate
[C,N,0] ligands display tetranuclear struc-
tures regardless of whether they are cyclo-
metallated. A new type of tetranuclear pal-
ladacyle bearing two different metallated
moieties was found.
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Luminescence studies on six lanthanide
complexes with two pyrrole-derivatized
carboxylic acid ligands show that modifi-
cation of the ligands can tune the triplet
energy levels of the ligands to match the
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D, energy level of Eu?** and the Dy
energy level of Tb*, which improves the
energy transfer efficiency from the antenna
to the Euw/Tb*" ions.
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Porous metal—organic framework struc-
tures are built from a podand ligand and
transition metal ions under ambient
conditions to form infinite chains of

%\

metallacycles.  Discrete  high-nuclearity
water clusters have been identified inside
the voids in these structures.
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The [a-diphenylethanedione bis(4-ethyl-
thiosemicarbazonato)]palladium(Il) com-
plex and the dichloridobis(5-ethoxy-4-
ethyl-5,6-diphenyl-4,5-dihydro-2 H-[1,2.4]-
triazine-3-thione)zinc(Il) complex, ob-
tained by metal-induced cyclization, have
been prepared and characterized by X-ray
analysis.
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Four heterometal phosphonates, NaM-
[OsPCH(OH)CO;] (M = Mn, Fe, Co, Zn),
with a 3D framework were synthesized
hydrothermally, and their structures were
determined by single-crystal X-ray diffrac-
tion. Their thermal stabilities and their
magnetic and luminescent properties are
also described.
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Oxalate—Selenate Hybrids
M.-L. Feng, J.-G. Mao* ......... 54475454

Luminescent Organically Templated Lan-
thanide Oxalate—Selenate Hybrids

Keywords: Hydrothermal syntheses / Lan-
thanides / Selenium / Crystal structures /
Luminescent properties

Two series of novel organically templated
lanthanide(III) oxalate—selenate hybrids
were prepared and structurally charac-
terized. Their structures range from 2D
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layers to 3D networks. They exhibit strong
luminescent emission bands in the visible
or near IR region.
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