CONTENTS

GDCh
~_7

The EUChemSoc Societies
have taken the significant

e S SfC step into the future by merg-

* V\ = 7| ing their traditional journals,
V* e Bl to form two leading chemistry

HUNGARY ITALY GERMANY

BELGIUM v FRANCE  iournals, the European Jour-
S, ' 7 E Q nal of Inorganic Chemistry and
: g EUChemSoc the European Journal of Or-
) ganic Chemistry. Three further
~ SWEDEN Czecu Reruslic . EUChemSoc Societies (Austria,

Czech Republic and Sweden) are
@ l? KNCV Associates of the two journals.
ﬁ:.u% Sc;'_tEmu-
AUSTRIA PORTUGAL SPAIN NETHERLANDS

COVER PICTURE

The cover picture shows three tetraphenylporphyrins
that possess an exocyclic keto-group-bearing ring
connecting the central chromophore with one of
the phenyl rings. Depending on the size of the
exocyclic ring and on the additional steric strain
induced by a methyl group on the substituted
phenyl ring, the dihedral angle between the
central chromophore and the phenyl ring varies
between 15 and 55°. These topological changes
have a dramatic influence on, for example, the
singlet-oxygen quantum yield. As the generation
of '0, is induced by red light, the setting sun
(taken at San Diego beach in 2003 by Michael
Ko6hl) seemed to be an appropriate background

for the porphyrins. Details of the syntheses
and characterization are reported in the article

by N. Jux, B. Roder et al. on p. 1075ff.
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Non-toxic, biodegradable materials arising
from biorenewable resources may be used
to prepare room-temperature ionic liquids.
The development of ionic solvents from
natural products is an emerging area of in-
tensive research. This Microreview presents
recent advances in this area.

Treatment of a [(bromophenyl)butyryl]-
oxazolidinone with LDA in THF launched
an intricate cascade rearrangement ending
in the assembly of a tetracyclic cyclopenta-
oxazolo-isoquinolin-6-one derivative.

We describe a novel stereospecific synthe-
sis of various carbamate-linked disacchari-
des using sugar carboxylic acids and sugar
alcohols by a modified Curtius rearrange-
ment. Furthermore, we applied this me-
thod to the synthesis of carbamate-linked
oligosaccharides including a dendritic
molecule.

Eur. J. Org. Chem. 2007, 1039—1044
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Lactone-based dienolates were [4+2]-

annulated with high and contrasteric
asymmetric induction to oxocyclohexene-
carboxylates. Subsequently, a novel tandem

FULL PAPERS

Three novel porphyrins that carry an exo-
cyclic ketone-bearing ring have been prepa-
red. Owing to hindered rotation, stable
atropisomers exist that possess axial chiral-
ity. Photophysical investigations of these
compounds show moderate-to-high singlet
oxygen quantum yields.
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2-Trifluoromethyl-1,2,3-triol  compounds
can be synthesised by asymmetric trifluoro-
methylation of enantiomerically pure o-
monosubstituted 1,3-dioxan-5-ones. Addi-
tionally, starting from the corresponding

A catalytic, asymmetric o-bromination of
acid chlorides to produce highly versatile,
optically active o-bromo esters is de-
scribed.
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fragmentation of the (silylmethyl)lactone
and silylated B-oxo ester moieties led to an
allyl and a ketone group, respectively.

2a:R'=1Bu;R2=Me;n=1
2b:R'=H;R?=H;n=1
2¢:R'=H;R%=H;n=0

Bu
(6]
Ruppert reagent HQ, €T
LN R :
[¢]
s OH OH
e’ e
) (de =96 %,

ee =95-96 %)

o,0,00 -trisubstituted dioxanones a highly
stereoselective access to trifluoromethy-
lated alcohols bearing two neighbouring
quaternary stereocenters is possible.
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Synthesis of novel di- and trisaccharides
using enzymatic glycosylation, Dess—
Martin oxidation and reductive amination
allows rapid access to the target structures.

reductive amination
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Sn2' process. This new evidence of the ver-
satility of these cyanophosphates as chiral
building blocks is demonstrated by the syn-
thesis of the sex pheromone of the yellow
mealworm Tenebrio molitor L.

The complete structure of the lipopolysac-
charide isolated from the Gram-negative
marine bacterium Alteromonas addita, type
strain KMM 36007 = R10SWI137, has
been elucidated by means of state-of-the-
art NMR and MS analyses. The structure
is made up of a novel, highly negatively
charged, deep-rough lipopolysaccharide in
which a phosphodiester bridge connects
two monosaccharides.

Two new metabolites, (4S)-(+)-ascochin
(1la) and (S,S)-(+)-ascodiketone (3) were
isolated from the endophytic fungus Asco-
chyta sp. The structure of the antifungal
isocoumarin la was confirmed by X-ray
diffraction and its absolute configuration
determined by solid-state TDDFT CD
methodology. The measured and TDDFT-
calculated CD spectra enabled studies on
the correlation between absolute configura-
tion and n-n* transition CD.

(B) : “OH  (A)

Thus, a novel class of glycomimetics was
obtained having nitrogen inserted as
bridging atom between two non-anomeric
positions.
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efficient stereoselective synthesis of a

In order to study the reactivity of sesquiter-
pene lactones in biological systems, an

0, 3 steps O,
o — O

simple model was developed.
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Neat transesterification reaction takes
place in crystals of 1, while a similar reac-
tion in crystals of 5 and 6 is not clean.
These reactivities are correlated with crys-
tal structures. Illustrated are compounds 1
and 5; crystals of 1 contain discretely
packed helices with favourable electrophile-+
nucleophile short contacts and other weak
interactions which favour the reaction,
whereas 5 have interlinked helices that lack
these favourable interactions.
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Carbohydrates bearing alkyne and azide
substituents in different positions have
been connected by click chemistry tech-
niques. The high solubilities of the pro-
tected sugars in DMF allowed us to add
water to the mixtures, which accelerates the
reaction. One example demonstrates the
possibilities for modulating the distance
between triazole-linked saccharide units.
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The synthesis of eight novel compounds
with  meso-5-bromo-10,15,20-tri(p-tolyl)-
21-thiaporphyrin as a key synthon under
mild Pd-coupling conditions is reported.
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NaBH, or
NaBD,
OH"
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Aminomethylation — the hydride reduction
route for the preparation of labelled

Mannich and O-Alkylation Reactions of
Tetraalkoxyresorcin[4]arenes — The Use of
Some Products in Ligand Assisted Reac-
tions

and unlabelled o- and B-tocopherol is dis-
closed.

The direction of transannular aldol reac-
tion within a benzo-fused derivative of
1,10-dibromobicyclo[8.1.0Jundecane-3,8-
dione was altered by insertion of a transan-
nular epoxy bridge.

The first archazolid-glycoside, archazolid
C, from the myxobacterium Cystobacter
violaceus, and simplified synthetic ana-
logues are reported. The V-ATPase activity
of this novel polyketide macrolide was
studied in detail and is discussed in relation
to its 3D solution conformation.

Keywords: Axial chirality / Chiral auxilia-
ries / Configuration determination /
Diastereoselectivity / Mannich reactions /
Resorcinarenes
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