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COVER PICTURE

The cover picture shows how the structure of an
0o-CN vinyl radical is elucidated through the
photolysis of stereoisomeric vinyl halide precur-
sors. The vinyl radical intermediates react with the
solvent to form stereoisomeric styrenes. Analysis
of the yields of the styrenes as a function of
temperature establishes the o-CN vinyl radical as
a rapidly inverting bent, and not linear, species.
The photolyses of a-Me, a-C(H)=0 and o-F
substituted bromostyrenes indicate that the
o-Me vinyl radical is also rapidly inverting,
while the o.-C(H)=O0 and o-F vinyl radicals are
stable bent species. The experimental results are
supported by quantum chemical computations.
Details are discussed in the article by G.
Lodder et al. on p. 435ff. Patty Nieuwenburg

is acknowledged for the background photo of
the dunes of Harlech, Wales.
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The structure of photogenerated vinyl rad-
icals bearing various o-substituents has
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We report on a new generation of GADs
(glycoazodyes) — that is, dyes glyconjugated
through ethereal bonds with lactose, galac-
tose or glucose in order to improve the
stabilities of these new materials. These bi-
ethereal adducts has been shown to work
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This microreview provides an update on
the latest advances in the preparation and
characterization of B-fluorinated and pB-
perfluoroalkylated porphyrins. In contrast
to B-perfluoroalkylation, direct (poly)fluor-
ination of a parent ligand must be circum-
vented by using fluorinated synthons.
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been investigated using product studies and
quantum chemical calculations.

OH
OH
HONL_ )
oH
O(CH),0
0
oot

very well in the tinctorial tests so far car-
ried out, allowing different materials to be
dyed with the same GAD (multipurposity)
without any addition of surface agents or
dangerous and expensive additives.
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The reactivity of C(sp*)—H o-bonds distant
from a Z substituent towards methyl(tri-
fluoromethyl)dioxirane (1) allows to deter-
mine the electronic character of C,—H o
bonds adjacent to the substituent.
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Dideoxyamino carbohydrate derivatives
can easily be synthesized from 3,6-dihydro-
2H-1,2-oxazines. Key steps are acid-

induced rearrangements leading to furano-
and pyrano-1,2-oxazines and subsequent
reductive N—O bond cleavages.
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Cellulose

Proceeding from the reducing end of cellu-
loses, the “furan endwise peeling” reaction
causes the one-by-one loss of anhydroglu-
cose units (AGUs) which are converted
into trisubstituted furans by co-reacting
with 1,3-dicarbonyl compounds. The key
step of the reaction is the attack of the 2-
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OH group of the last-but-one AGU on the
terminal furan and fragmentation of the re-
sulting dioxepane intermediate by cleavage
of the glycosidic bond, as demonstrated
with differently substituted celluloses and
also by extensive model compound studies.
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A three-component coupling reaction of
organic halides with oxabicyclic alkenes
and terminal alkynes was catalyzed by a
palladium complex to obtain a series of
5,6-disubstituted ~ 7-oxabenzonorbornene
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derivatives. The disubstituted products
from oxabenzonorbornadiene can be read-
ily converted into polyaromatic hydro-
carbons by a Lewis acid mediated deoxy-
aromatization reaction.
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Functionalized 3-(trifluoromethyl)phenols
were regioselectively prepared by formal
[3+3] cyclizations of 1,3-bis(silyl enol
ethers) with o,B-unsaturated trifluoro-
methyl ketones.

Fluorinated phenols, biaryls, biaryl lac-
tones and fluorenones were regioselectively
prepared based on formal [3+3] cycli-
zations of 1,3-bis(silyl enol ethers).

An easily accessible ionic liquid, 1-methyl-
3-pentylimidazolium bromide, offers sig-
nificant improvements with regard to reac-
tion time and yield in the three-component
condensation of an amine, carbon disulf-
ide, and an activated alkene to produce
substituted dithiocarbamates.

A new synthetic route to enantiopure
(25,4 R)-4-hydroxypipecolic acid (20 % yield
over 10 steps) from commercial ethyl (3.5)-
4-chloro-3-hydroxybutanoate is reported.
The synthesis is based on the Pd-catalyzed
methoxycarbonylation of a 4-alkoxy-sub-
stituted valerolactam-derived vinyl triflate
followed by the stereocontrolled hydrogen-
ation of the enamine double bond.
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Iodido(binaphtholato)samarium is an ef-
ficient enantioselective catalyst for aza-
Michael reactions. By varying the tempera-
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Per-O-acylpentofuranoses were used as gly-
cosyl donors in the synthesis of thio-
disaccharides having a thiopentofuranose
as a nonreducing end. The per-O-acyl-
into

furanoses were converted 1-thio-

Two triple bonds can be held in parallel by
a [2.2]paracyclophane spacer, which po-
sitions the units appropriately to generate
a cyclobutadiene intermediate. This was
shown by the formation of dimerization

MeO OH MeO

R

The cavities of inherently chiral resorcin[4]-
arenes were enlarged by a quadruple intra-
molecular cross-coupling reaction, which
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ture an isoinversion of the asymmetric in-
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furanose derivatives and coupled, by
Michael addition, to a sugar enone. The
acylfuranose derivatives were also em-
ployed as glycosylating agents.
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products and a tricarbonyliron complex of
a cyclopentadienone formed by carbonyl
insertion into the cyclobutadiene inter-
mediate.
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generated four atropisomeric biaryl units.

The cycloenantiomers were characterised
by CD spectroscopy.
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The synthesis of highly fluorescent and
stable 4-cyano-6,7-dimethoxycarbostyrils is
reported; these compounds fluoresce in dif-
ferent solvents with almost constant quan-
tum yields over the pH range 1—11. These
properties could lead to a broadly usable
fluorescence standard, and these cyano-
quinolones can be used as a fluorescence
label for amino acids or peptides.
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As part of a project directed toward the to-
tal synthesis of the tetracyclic diterpene 3a.-
hydroxy-15-rippertene, a constituent of the
defense secretion of higher termites, a fast
access to two advanced hydroazulene key
intermediates has been achieved by starting
from (—)-isopulegol.
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