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COVER PICTURE

The cover picture shows the two representative
characteristics of pyrrole, “duality” as a hydrogen-
bonding acceptor (or a metal-coordination ligand)
N and a hydrogen-bonding donor (or an anion-
binding ligand) NH and “planarity” to form stack-
ing assemblies, depicted by the disks of Yin and
Yang. Acyclic n-conjugated oligopyrrole deriva-
tives, though less extensively studied so far, often
potentially have even more advantages than cyclic
ones. For example, the linear oligopyrroles pre-
pared by the author form infinite and discrete co-
ordination oligomers to give emissive spherical
colloids and nanorings, hydrogen-bonding supra-
molecular assemblies to afford unique crystalline
morphologies, and stacking structures to yield
organogels that can be controlled by anions. De-
tails are presented in the Microreview by H.
Maeda on p. 5313ff. This picture has been pro-
vided by Mr. Takashi Hashimoto, one of the
members in the author’s group.
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Acyclic n-conjugated oligopyrrole deriva-
tives, though not extensively studied, often
have more advantages as anion receptors
and metal-coordination ligands than their
cyclic counterparts. They can be used to
form versatile complexes, supramolecular
assemblies, and nanoscale materials.
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B-Seleno amides and selenocysteine deriva-
tives were synthesized by a straightforward
method involving a ring-opening reaction

dioxane, reflux, 24h
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of 2-oxazolines by indium selenolates that
was generated in situ.
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Indoles were prepared by annulation of
alkynylanilines with the use of a new
FeCl;—PdCl, catalytic combination. One
pot access to bis(indolyl)methanes and

trisubstituted indoles through annulation/
Friedel —Crafts alkylation and annulation/
1,4-Michael addition are described.
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The synthesis of 3-methyl- and 3,4-dimeth-
yltetrahydroisoquinolines from aromatic
aminoalkenes, using intramolecular hy-

nickel(l) salen

droamination by reductive aminomercur-
ation or sub-stoichiometric amounts of n-
butyllithium, is reported.
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Phenyl-conjugated acetylenic halides (e.g.
7-bromo- or 7-iodo-1-phenyl-1-heptyne)
are catalytically reduced by nickel(I) salen
electrogenerated at a glassy carbon cathode
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to afford benzylidenecycloalkanes, along
with diphenylalkadiynes, alkynes, and
alkenynes.
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The reactivity of photogenerated naphthyl cations has been investigated with the aid of

product studies and MO calculations.
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The reactivities of singlet and triplet phenyl
cations were studied by use of their chemo-
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selectivities and the regioselectivities of
their attacks on methoxybenzene.
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Functionalized 1,4-diaryl butenes, precur-
sors to the dibenzylbutyrolactone lignan
skeleton, have been synthesized by a stereo-
selective Heck reaction of iodoarenes with
in situ generated vinylated malonates. The
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lactone ring has been constructed by a dia-
stereoselective radical cyclization. This
strategy has been applied in the synthesis
of (£)-matairesinol.

The bacterial translocase MraY is a good
target for the development of new anti-
biotics since it is ubiquitous and essential
for bacterial growth. The goal of this work
was the synthesis of simplified analogues of
natural inhibitors of this enzyme. The
structure of the targeted compound retains
the uracil and aminoribose parts linked by
a serinyl template.
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A chiral monodentate ligand containing a
dinaphtho-fused  1,3,2-dioxaphosphepine
unit N—P-bonded to a dinaphtho-fused
azepine ring system has been synthesised
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and tested in the hydrogenation of methyl
2-(acetylamino)-3-arylpropenoates; ee val-
ues of up to 99 % were obtained.

Cyclization of thiodiglycolate with bis-
imidoyl chlorides yields the expected sym-
metric thiophenes of type 3. Surprisingly,
exchanging thiodiglycolate for thiodiace-
tonitrile yields asymmetric 2,3-diamino-
4,5-dicyanothiophenes 4, which show
strongly solvent-dependent fluorescence
(solvatofluorescence). The substitution pat-
tern was confirmed by single-crystal X-ray
analysis and possibly originates from a 1,2-
rearrangement of a thietanium salt inter-
mediate of type 9.
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The double group transfer reactions in syn-
sesquinorbornanes, which involves the con-
comitant formation of an aromatic ring,
are suggested as benchmarks for energetic
aromaticity criteria.
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A modified version of the Bickvall system
for the dynamic kinetic resolution (DKR)
of amines is reported, allowing complete
conversion of various amine substrates
with high ee within 26 h for most sub-
strates.
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Dynamic Kinetic Resolution
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The palladium-catalyzed carbonylation to prepare selenophene-2-carboxamides,

reaction of haloselenophenes and amines
under carbon monoxide atmosphere was
performed. The description of a new route

selenophene-2,5-dicarboxamides and N,N'-
bridged selenophene-2-carboxamides is
reported.

The reactions between glycidol and either
the nonglycosylated protein BSA or the
glycoprotein avidin (AV), followed by mild
oxidation of the intermediate glycol moie-
ties, afforded reactive aldehyde functionali-
ties. As an application, the functionalized
proteins were derivatized with the fluo-
rescent dye Lucifer Yellow CH, affording
highly fluorescent bioprobes.
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Aqueous-Mediated N-Alkylation of Amines

Two oxazinins, namely oxazinin-5 and -6,
along with a related linear precursor (pre-
oxazinin-7) were isolated from toxic mus-
sels collected along the Northern Adriatic
coasts. The planar structure of these novel
compounds was achieved through extensive
NMR spectroscopic analysis, whereas a
synthetic approach was crucial for their
absolute stereochemical elucidation.
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