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COVER PICTURE

The cover picture shows a chromophore of the
Green Fluorescent Protein, which undergoes fast
internal conversion by rotation causing the
quenching of its fluorescence in solution. In con-
trast, the intact protein shows a high fluorescence
quantum yield and there is still a need to under-
stand the mechanism of this increase in fluo-
rescence. The restriction of the chromophore’s
flexibility by simple m-stacking was achieved by
incorporation of the chromophore into N-(2-
aminoethyl)glycine-peptide nucleic acid and by
pairing with complementary DNA. Interest-
ingly, fluorescence appeared upon pairing with
DNA, even though the fluorescence quantum
yield is far below that of the natural counter-
part. Details are discussed in the article by

T. Stafforst and U. Diederichsen on p. 899ff.
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Chiral trifluoromethylated compounds are
emerging in various fields but their syn-
theses are still not easy. Asymmetric tri-
fluoromethylation should become the best
method in the future, but the enantioselec-
tive strategy is still not very powerful, de-
spite numerous studies already performed,
and to this day constitutes the new “Grail
quest” of organofluorine chemistry.
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R = H, OH, O-(2,6-dichlorobenzyl)

The synthesis of the chromophore of the
Green Fluorescent Protein functionalized
with alanine and N-(2-aminoethyl)glycine

for solid-phase synthesis is reported. Its in-
corporation into aminoethylglycine-PNA
and its properties are described.
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The substitution pattern of the hydrazino
group dramatically influences the lifetime
of amino-hydrazino-carbenes, which are
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prone to undergo intramolecular 1,2-mi-
gration reactions through a radical path-
way according to DFT calculations.
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Alkene isomerisation is often an unwanted
side reaction in ruthenium-catalysed alkene
metathesis. Herein, a systematic study of
the ruthenium-catalysed metathesis of
alkenes  containing  hydrogen-bonding
groups is presented. Under standard condi-
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Complete inhibition of
isomerisation side-reaction
tions, these substrates undergo alkene
isomerisation instead of the targeted me-
tathesis. However, this unwanted isomeris-
ation process can be suppressed by addition
of phenylphosphoric acid to the reaction
mixture.
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A new series of mononucleotide analogues
bearing a nonhydrolysable P—C bond in-
stead of the P—O phosphate linkage is re-
ported. A sterecoselective approach was set
up to reach P-hydroxyphosphonate nu-

The synthesis of the C8—C18 fragment
with (Z)-A'* double bond configuration is
performed for the first time in order to
verify the configuration of the C14—CI15
double bond.

cleoside analogues as a single diastereoiso-
mer. It involved the synthesis of a key “su-
gar-phosphonate” intermediate which was
obtained through an Arbusov reaction.
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Starting from salicylaldehydes and o,fB-
unsaturated aldehydes, a new coumarin
synthesis in ionic liquids is presented. The
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key feature is the generation of N-hetero-
cyclic carbenes (NHC) and an Umpolung
reaction.
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S5n=6
Both 8-(trimethylsilyl)bicyclo[5.1.0]oct-
1(8)-ene (4) and 9-(trimethylsilyl)bicyclo-
[6.1.0]non-1(9)-ene (5) undergo ene dimer-
ization via the same steric isomer and an
endo transition state to generate the stable

61n=592% 8n
Tn=6,90% 9n

5,90 %

6,81 %

adducts 6 and 7 as the sole isomers. Both
of the ene dimers, (trimethylsilyl)cyclo-
propenes 6 and 7, can be converted into
cyclopropenes 8 and 9 by treatment with a
fluoride salt followed by protonation.

(S)-0-MBA NH;
R "R?
0 1) in situ imine formation (30 min) (5)-3
11]\ followed by cuprate addition 67-76% overall yield
R
1 2) hydrogenolysis 77-92% ee
NH;
(R)-a-MBA RITR2
(R)-3

Aliphatic chiral amines are historically
challenging to synthesize in a concise man-
ner and in high ee. Starting from commer-
cially available aldehydes, a two-step proce-

dure is presented for the synthesis of a di-
verse set of primary aliphatic amines in
good to high overall yield and ee.

A new and useful method to prepare
diastereomeric Diels—Alder adducts of
2(1H)-pyrazinones through introduction of
a homochiral o-methylbenzyl group has
been developed. The diastereisomers can be
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separated by column chromatography. To
the best of the authors’ knowledge, this
Diels—Alder reaction with ethene is the
first one showing diastereoselectivity.

A benzoic acid was attached to concave
pyridines to give bifunctional acid—base
catalysts. The design ensures that no intra-
molecular hydrogen bond can be formed
between the carboxylic acid and the pyr-
idine nitrogen atom.
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An imidazolinium unit as a precursor to an /X\
N-heterocyclic carbene (NHC) has been O NN 0
embedded into a bimacrocyclic concave @g N OQ
environment. By deprotonation, an NHC X
was generated and scavenged by CS,.
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Stereoselectivity of o-mannosylation could
conduc-

be markedly improved by

MesSi——Li

Bigger is better: Introduction of a new,
sterically more demanding silyl-protecting
group for polyynes can influence the

A (0]

NHNH, R]HZC)]\RZ
We describe a new method for a one-pot
synthesis of the Fischer indole scaffold with
the use of ecofriendly Brensted acidic ionic
liquids (BAILs) which act as catalysts as
well. The BAILs could be readily reused

Eur. J. Org. Chem. 2007, 883—888

ting the glycosylation at high tempera-
ture.

packing distance between molecules, helping
to increase stability.
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H

without efficiency loss after simple treat-
ment involving the use of only 1 equiv. of
HCI for neutralization followed by filtra-
tion.
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Aromatic acyl groups were identified as
suitable protective groups for thiols under
the reaction conditions typically used for
the synthesis of triptycenes, that is, 1,2-
didehydrobenzene generated in situ from
2-diazoniobenzenecarboxylate at elevated
temperature. These protective groups even
permit the conversion of electron-poor
anthracene derivatives into the respective
triptycenes.

An unexpected facile hydrolytic rearrange-
ment (Al,Os3, room temperature) of oxaz-
olobenzimidazoles, the cycloadducts of
benzimidazole with available o,B-acetylenic
v-hydroxyacid nitriles, has been discovered.
The rearrangement proceeds by the ring
opening of the imidazoline and 1,3-oxazol-
idine cycles to assemble an iminodihydro-
furan cycle attached to an arylaminoform-
amide moiety, which provides novel hete-
roatomic  long-range  heteroconjugated
push—pull systems that may serve as build-
ing blocks in the design of drugs and
optoelectronic materials.
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Experimental and theoretical studies on a
novel direct conversion of primary amides
to the corresponding methyl esters were

performed. The reaction conditions are
mild.
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