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COVER PICTURE

The cover picture shows the X-ray crystal structure
of a spirocyclic analog of the woody-ambery
odorant Iso Gamma, in which the polarity of the
v-double bond is mimicked by the oxygen atom of
the spiroannulated 3,3-dimethyltetrahydrofuran-2-
yl moiety. The log P,, value thereby improves
from 5.7 to 3.2, so that this pleasant woody-am-
bery odorant, which is reminiscent of Iso E Super
with additional agrestic, conifer-type facets of
Cashmeran, can indeed be considered the first
water-soluble perfumery raw material of the
woody-ambery family. According to the Euro-
pean REACH regulations, it is thus classified as
being bioavailable and regarded to be nonper-
sistent in the environment. To emphasize on
the paradox of wood being water-soluble, the
wooden ORTEP model seems to dissolve into
incense smoke that floats like streaks in water
above a wood grain that warps like the ground
of the ocean. But besides the interesting
physical and olfactory properties of the target
structure, P. Kraft and K. Popaj also report
on an unprecedented tethering effect that
was discovered in the course of synthetic at-
tempts towards this and related structures
by Diels—Alder reactions, on p. 261 ff.
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Woody and water-soluble? As paradoxical
as for wood in real life, so it was for woody
odorants such as Iso E Super [log(P,y) =
5.7] to be water-soluble. But by spiro-
annulation of a dimethyltetrahydrofuranyl
moiety, woody odorants with log(P,)
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have been probed by gas-phase ion/mole-
cule reactions, and several expanded mech-
anisms for different reactions have been
elaborated based on mass spectrometric
data.

Fusion of a phosphole ring and a bithio-
phene subunit provides a new class of P,S-
containing hybrid © systems. Appropriately
ring-annulated systems emit orange light
with narrow HOMO—-LUMO energy gaps
due to the efficient m-electron delocali-
zation over the three conjugated heterole
rings.

)_{HI

=4.0 could indeed be designed. And on the
way, a new unusual tethering effect for
Diels-Alder reactions was discovered,
which could be “switched on” or “switched
off” depending on the functional group of
the dienophile.
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Tetrathiafulvalene—imine —pyridine assembl-
ies have been synthesized and shown to
generate both electrochemical and colori-
metric responses upon lead binding.
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The siteselectivity of cycloadditions of
nitrone 1 and methoxyallene (2) is strongly
influenced by Lewis acids which induce ex-
clusive formation of 4-methylene-substi-

W N)
E:IO O\“);I\Ac Rh,L,
o

The intermolecular O—H insertion reac-
tion of rhodium carbenoids generated from
diazoacetoacetates is inefficient and poorly
stereoselective, but the corresponding in-
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A chemo- and regioselective method was
developed for the synthesis of 1-substi-
tuted-3-methylene-5-yn-1-ol by the In-
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tuted isoxazolidines 4. The diastereofacial
selectivity of the methoxyallene cycload-
dition to nitrone 1 can be controlled just
by employing different Lewis acids.

Metal-free ylide

Sterecdetermining step

tramolecular reaction with a chiral tether
is efficient and gives the product in 86 %
diastereomeric excess.

OH
W
R

mediated tandem reaction of aldehydes
with 3-bromo-1-propyne.
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Two pairs of trisubstituted 4-aminopiperid-
ine diastereoisomers have been synthesized,
isolated and identified. The key step was
the reduction of ester- and cyanide-conju-
gated enamines to the primary amines.

The asymmetric Diels—Alder reaction
between  (3R)-1-[4-(benzyloxycarbonyl)-
phenyl]-4,4-dimethyl-2-oxopyrrolidin-3-yl
acrylates and three N-Z-protected 1-amino-
dienes has been investigated both in solu-
tion and on a solid support. Comparable
results for each class of reaction were ob-
served with the formation of the corre-
sponding constrained cyclic B-amino acids
in high yields and moderate-to-good selec-
tivity when using optimized conditions.

The so far unknown native main pigment
haematopodin B was isolated from fruiting
bodies of M. haematopus along with three
new minor pigments named mycenarubins
D, E and F. Upon injury of the fruiting
bodies, haematopodin B starts to decom-
pose. One of the decomposition products is
the already known pigment haematopodin.

The synthesis of two versatile building
blocks for supramolecular anion binding
motifs, N-protected 5-(guanidinocarbonyl)-
1 H-pyrrole-2-carboxylic acids, is reported.
Using this type of building block, a cat-
ionic  guanidiniocarbonyl-pyrrole anion
binding site can easily be introduced into
other molecules by standard amide coup-
ling conditions.
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Palladium-catalyzed intramolecular aryl
etherification using bulky binaphthylphos-
phane or bis(diphenylphosphanyl)ferrocene
ligands is shown to be a convenient method
for the synthesis of eight-membered oxygen
heterocycles. Application of this method-
ology to a sugar derivative led to the syn-
thesis of chiral benzodioxocine.

(i) azide transfer
(i) Curtius rearrangement

Ar. 0/\- OH

\n/ (iii) hydrolysis

Ar-OH

0 one-pot., up to 99 %

A reliable and high-yielding one-pot se-
quence for the removal of O-carboxymethyl
moieties from phenols is presented. When
diethylphosphoryl azide is employed as the
azide transfer reagent in the Curtius

A variety of 2-acyl-, 2-aroyl- and 2-formyl-
substituted phenols are converted in a one-
pot reaction with o,fB-unsaturated car-
boxylic acid chlorides into the correspond-
ing 3-alkenylcoumarins. Especially the la-
bile 3-vinylcoumarins are readily available
by the simple to perform protocol.
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An effective and versatile method was de-
veloped to synthesize N-benzyloxycar-
bonyl-protected and free 2,2-disubstituted
taurines. Several novel 2,2-disubstituted

o Sy

X = 1,Br,Cl

(B-Oxoiminato)(phosphanyl)palladium
complexes are found to act as highly active
catalysts in Suzuki—Miyaura coupling re-
actions. Various aryl iodides and bromides
undergo rapid coupling with phenylboronic
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rearrangement and glycerol in the sub-
sequent hydrolytic workup, the protocol
can be reliably applied to a broad scope
of substrates.
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aliphatic and aromatic

cyclic and acyclic

taurines, including aliphatic/aromatic and
cyclic/acyclic derivatives, were obtained,
which demonstrates the generality of this
method.
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catalyst

acid with remarkably high turnover fre-
quencies under mild conditions. Further-
more, it has been shown that the catalyst
system is also effective in the reactions of
aryl chlorides.
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A broadly applicable auxiliary-based meth-
od has been developed for the synthesis of
bis(lactams). A novel auxiliary is described
that is inserted in the backbone of a linear
peptide facilitating the mutually reactive
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A convenient method for the synthesis of
N-o.,B-difluoro-B-trifluoromethyl enamines
and N-o-fluoro-B-trifluoromethyl enamines
of nucleic acids bases is described. The
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Pd(PPh,),Cl, (10 mol-%)

terminal groups to approach one another
for a cyclization reaction. Functionalized
seven- and eight-membered bis(lactams)
have been prepared that are difficult to ac-
cess using traditional methods.
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procedure is based on a Michael-type ad-
dition—elimination reaction and shows high
N? regioselectivity for purines and N! for
pyrimidines.
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3-lodoselenophene  derivatives undergo
Sonogashira cross-coupling reactions with
several terminal alkynes in the presence of
a catalytic amount of palladium salt under
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mild conditions to furnish the correspond-
ing 3-alkynylselenophenes in good-to-
excellent yields.

The electrochemical reduction of N-phenyl-
sulfonyl N-substituted amines in a protic
medium under constant cathodic potential
was found to be a mild desulfonylation
method. The influence of the substituents
on the nitrogen atom was considered in or-
der to clarify the mechanistic aspects and
to evaluate the scope of the method.
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tetraazocine

Benzil monohydrazone undergoes ther-
molysis in moist air to produce benzil, ben-
zaldehyde, benzamide, benzil bis(ketazine),
benzyl phenyl ketone, 3,4,5,6-tetraphen-
ylpyridazine, benzaldehyde benzil azine,

/

NH,

H Ph
N
A
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and small amounts of 2.4,5-triphenyl-
imidazole. In previous work, the last
named component was mistaken for the yet
unknown 3,4,7,8-tetraphenyl-1,2,5,6-tetra-
azocine.
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