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COVER PICTURE

The cover picture shows two crystal structures of
porous coordination polymers, [Cu(SiFg)(4,4'-
bpy)a, and [Zn(SiFe)(pyz)al, (44'-bpy = 4.4'-bi-
pyridine, pyz = pyrazine), which have been gener- » o
ated from square-grid coordination polymers that UUELF@MU@( @WHO){US}
are cross-linked by p-SiFg anions. Although typical

bridging ligands such as 4,4’-bpy and 1,4-benzene- o
dicarboxylate produce open octahedral coordi-
nation polymers with micropores, such micropores
need to be further narrowed to become ultrami-
cropores (< 7 A) for separation and purification
of smaller gas molecules. We have succeeded in
obtaining the ultramicroporous coordination
polymer [Zn(SiF¢)(pyz),], with 4.5 = 4.5 A?
pores by simply replacing 4,4’-bpy in
[M(SiFg)(4,4"-bpy)s], M = Zn>*, Cu2+) with
pyz. The ultramicropores of [Zn(SiFﬁ)(pyz)z],,
adsorb Me,CO rather than iPrOH, showing the
size-exclusive effect. Additionally, this com-
pound shows a sharp uptake in H, adsorption

at 77 K, because the interaction potential is
expected to be strong as a result of the syner-
gistic effect of the neighbouring pore walls.
Details are discussed in the article by K
Uemura et al. on p. 2329ff.
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Ton-pairing is not solely the result of elec-
trostatic interaction between a positive and
a negative charge. Specific geometries for
ion pairs may result from H-bonding inter-

actions and could influence the thermo-
dynamics and/or kinetics in organometallic
chemistry.
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Hexafluorosilicate/pyrazine bridging porous
coordination polymers with 4.5Xx4.52
ultramicropores were synthesized and
characterized. They show a size-exclusive
effect and a sharp uptake in H, adsorption.
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Gram quantities of copper terephthalate
can be synthesized solvothermally in dmf
in a matter of hours. The resulting product
has crystallizes in the C2/m space group.
When thermally activated, it exhibits the
high surface area and magnetic properties
associated with similar frameworks.
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Three dimeric [Cu,(p-purine derivative),]
entities were employed in the construction
of supramolecular architectures from their
self-assembly process. DFT calculations
were carried out to evaluate the correlation
of the exchange value with several struc-
tural parameters and the nature of the
bridging ligand.
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Pyridyl-substituted verdazyl (p-PyV) and
the binuclear copper complex [Cu,-
(OCOCH3)4(p-PyV),] are synthesized and
structurally characterized. Their magnetic

+ CU,(CH,CO0),(H,0), = § b o ¥ ¥

)

Cu,(CH,COO),(p-PyV"),

properties are studied by ESR spectroscopy
and by measuring their temperature-depen-
dent magnetic susceptibility.
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Di(pyridin-2-yl) ligands form with the
VIVO?* ion mono- and bis-chelated com-
plexes with (Npy, Npy), (Npy, CO) and
(Npy» O7) coordination. The amino acid
derivatives promote the deprotonation and
coordination of the amide nitrogen to give
[VOLH_,]* and [VOLH_,] species. The
structures of the complexes and their EPR
parameters are predicted through DFT
methods.
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An organoplatinum complex was employed
as a promoter and chiral auxiliary in the
asymmetric Diels—Alder reaction of phos-
phane-functionalized terminal alkenols
with the diene 3,4-dimethyl-1-phenylphos-
phole. The cycloaddition reactions pro-
ceeded smoothly at room temperature,
leading to the generation of alcohol-func-
tionalized diphosphane ligands in high
yields and excellent stereoselectivities.
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Single-crystal LaF; with a ring-like struc-
ture is prepared by a simple molten salt
route without the need for a template. The
intrinsic crystallography of the sample is
studied by XRD and HRTEM, and a for-
mation mechanism involving central-etch-
ing of nanoplates is proposed on the basis
of experiments performed with varying re-
action times. The fluorescent properties of
this compound are characterized by doping
with Eu** cation.
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nescence were prepared through a con-
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trolled synthesis by using a facile template-

free hydrothermal route. The formation
mechanism of the products was proposed.
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Kinetic studies on the reactions of chloro-
phyll a and pheophytin a with CuAc,
showed that the rates and mechanisms of
these reactions depend strongly on the
properties of the solvent. As a conse-
quence, the transmetallation in MeOH
leads to the formation of a stable bimetallic
intermediate, whereas in MeCN it termin-
ates at the very initial stage of the reaction.
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Color tuning of iridium(III) complexes is
achieved by attaching electron-donating or
electron-withdrawing substituents to the
ancillary ligand L/X. The calculated re-
sults show that the low-lying excitations
have MLCT and ILCT character. For the
emission process, the main transition of
Flr(acac) is [d(Ir) + n(C"N) — n*(C/'N)]
and those of Flr(dbm) and Flr(natfac) are
[d(Ir) + (LX) — 7*(L"X)].
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The secondary and tertiary 1,3,5-triaza-
penta-1,3-dienes 2 and 3 were prepared
either from amidines and imidoyl chlorides
or from N-imidoylimidoates 5 and primary
amines. Treatment with M!! salts or BF;
led to novel 1:1 and 2:1 coordination com-
pounds with six-membered anionic or neu-
tral triazapentadienyl chelate ligands.
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