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COVER PICTURE

The cover picture shows that electrons have become
a valuable reagent in Solid-Phase Organic Syn-
thesis (SPOS). Through the addition of electron-
transfer reagents or catalysts, new transformations
are now possible within the environment of poly-
mer-bound substrates, which significantly expands
the toolbox for solid-phase organic synthesis. The
picture depicts how an electron donated by a me-
tal complex cleaves the linker of a substrate to
the polymer chain. Details are presented in the
Microreview by M. Mentel and R. Breinbauer
on pp. 4283ff.
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The Pd-catalyzed stereoselective cyclization
of dicarbamates proceeded with 1,3-asym-
metric induction under either thermody-
namic or kinetic control to afford enantio-
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Electron-transfer reactions and electroor-
ganic synthesis are reaction types that have
not yet received much attention in Solid-
Phase Organic Synthesis (SPOS). In this re-
view the current status of electron-transfer
reactions carried out on solid phase is
described and future developments are
discussed.
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selectively six-membered-ring cyclic carb-
amates. Calculations enabled us to ratio-
nalize the observed stereoselectivity.

Like pearls on a string: The aliphatic chain
of decanoic acid is threaded through a
head-to-head dimer of two cyclodextrin
residues, resulting in a 1:2 stoichiometry.
Head-to-head orientation is also observed
between neighboring complexes. Both this
channel-type arrangement and the intercol-
umn structure are stabilized by hydrogen
bonds.

A series of meso-coumarin-conjugated por-
phyrins 1la—e were synthesized. The lumi-
nescence spectra indicate that the energy
transfer from the coumarin substituents to
the porphyrin core for la—e is more ef-
ficient in solid films than in solution, and
the energy transfer for 1d and le is more
efficient than that of 1a, 1b, and lc¢ in
solid films.
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The synthetic scheme described herein
represents the first synthesis of the hybrid
testosterone/norsesquiterpene spirolactone
unit. The key feature of the retrosynthetic
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Xyloglucan oligosaccharides (XGOs) syn-
thesized through glycosynthase technology

combined with an enzymatic protection/de-
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The synthesis of a 3-arylisoquinoline alka-
loid, decumbenine B, was accomplished in
a reaction sequence based on the formation
of an indolizine ring {dibenz[a,f]indolizin-
5(7H)-one} followed by its cleavage at the
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of 5,6-(methylenedioxy)isoquinoline with
2-bromo-5,6-(methylenedioxy)benzoyl
chloride in the presence of Bu;SnH.
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The perylenetetracarboxdiimide chromo-
phore has been attached to a solubilizing
group and to benzaldehyde and biphenyl-
carbaldehyde to become a highly fluores-
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cent and light-fast label for primary amines
by their formation of Schiff bases. Amino
acids and the peptide catalase have also
been labelled in this manner.
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A palladium—acyl complex, prepared from
[M'C]O, was reacted with lithium alkyl-
amides at atmospheric pressure to afford
1C-labelled amides by a carbonylation
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A general and practical approach to the
synthesis of substituted isoxazolo[4,3-c]-
quinolines from the substituted isoxazol-
ines obtained by 1,3-dipolar cycloadditions
between 2-nitrobenzonitrile oxide and chalc-
ones is described. SnCl,-2H,O-mediated
reduction of the nitro group, followed by
intramolecular cyclization involving the
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organic base (5=10 mol-%)
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reaction. Eleven [carbonyl-''C]-labelled

amides, nine of which are analogues of
WAY-100635, were prepared in up to 90 %
decay-corrected radiochemical yields.

30 min

amino and the keto group in these sub-
strates, furnished mixtures of isoxazolo-
[4,3-c]quinolines and 3,5-dihydroisoxazolo-
[4,3-c]quinolines. In contrast, the reduction
of these substrates with Fe/AcOH unexpec-
tedly yielded 3-benzoylquinolin-4-ylamine
derivatives.
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R’ = PhCO, EIOCO, MeNHCO, PRCH,NHCO, Ph

Selected N-bases cause activated nitro
compounds to condense with alkenes/
alkynes to yield isoxazole derivatives in
good to excellent yields, even when the
amount of base is reduced to catalytic
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Irradiation of 4-chlorothioanisole offers a
way to arylate benzene and alkenes via
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quantities (5—10 mol-%). The adduct
formed between the nitronate and the di-
polarophile, hydrogen-bonded to the pro-
tonated base, is assumed to be the key in-
termediate in the proposed catalytic cycle.
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phenylium ion (and, with alkenes, phenon-
ium ion) intermediates.
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Key steps were regioselective 4,6-O-phos-
phorylation of a B-pD-Gal-(1—3)-GlcNAc
tetraol, glycosylation of the resulting -D-
Gal-(1-3)-GlcNAc diol with a colitose

three steps

3-Aryl-substituted 4-piperidones are access-
ed in only four steps from readily available

O P

Me

0
HO,
R LTA/L, ’ R Lran,
T Ve B
R = OMe, OFt R=H
OAc

X=H,1

C-3 derivatives of 6-hydroxy-2,7-dimethyl-
11-oxatricyclo[6.2.1.0>®Jundecan-4-one re-
acted with lead tetraacetate and iodine to
afford 1,7-epoxycyclononanes. The reac-

The preparation of a conformationally
constrained analogue of dipeptide EG is
described, which was employed to give a
mimetic of tripeptide FEG, and the confor-
mational behaviour of the mimetic was de-
termined by MD simulations.
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donor under halide-assisted conditions,
and one-step global deprotection of the
fully protected di-, tri- and tetrasaccha-
rides.

+ RNH\

R = allyl, Bn, Ph, H
R = Boc, COR', CONHR'

acetophenones. Shapiro and aza-Michael
reactions are the key steps in this sequence.

tion of precursors (not functionalized on
C-3) produced a B-fragmentation without
any structural rearrangement, affording a
1,8-epoxycyclodecane system.
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Efficient syntheses of three novel scaffolds
which are useful for the development of
potent glycosidase inhibitors are reported.

One-pot procedure based on in situ generation of nitroso compounds 2

PhSeSePh (5 mol-%)

2.2 equiv. 35 % H,0,,
1 CHCl3, rt,2h

Ar=NH,

up to 95% NMR yield

A method for in situ generation of nitroso
compounds from organoselenium-cata-
lyzed oxidation of anilines by hydrogen
peroxide was developed. The generated
nitroso compounds were subsequently used
in hetero-Diels—Alder reactions. A variety
of oxazines were synthesized in reasonable

Ar-NO

o]

C oy

34-72% yield for 2 steps
23 examples

to good yields by this one-pot procedure
using primary aromatic amines with differ-
ent substituents and various dienes. This
strategy might facilitate the current meth-
odologies for nitroso chemistry because no
isolation or purification of nitroso com-
pounds is required.
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