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COVER PICTURE

The cover picture shows the route that was used to
confirm the formation of the possible complex be-
tween B-cyclodextrin and Ala-Tyr in the presence
of urea. Capillary electrophoresis shows obvious
differences in the enantioseparation of the di-
peptide both in the presence and absence of urea.
Experimental (NMR spectroscopy) and theoreti-
cal (molecular dynamics) approaches were used
to investigate these differences. Both methods
confirm that a complex is formed in which urea
is involved in the binding through hydrogen
bonds. Details are discussed in the article by
U. Holzgrabe et al. on p. 2921ff.
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Because of the great potential of their prod-
ucts for further transformations, together

with their superior mild reaction condi-
tions, aza-Baylis—Hillman reactions have
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attracted much attention over the past
decade. This microreview concentrates on
summarizing the origins of and recent ad-
vances in aza-Baylis—Hillman reactions.
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A practical approach for the synthesis of

polycyclic heteroaromatic compounds by

regioselective base-catalyzed intramolecu-
lar aza-Michael addition is reported.
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The aim of the present study was to investi-
gate the influence of urea on the complexa-
tion between dipeptides and B-CD using
Ala-Phe and Ala-Tyr as model compounds.
For this purpose three different analytical
methods were employed: capillary electro-
phoresis (CE), "TH-NMR spectroscopy and
molecular dynamics simulations (MD).
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Dendritic host molecules with a positively
charged core and an apolar aliphatic peri-
phery were developed. These dendritic
hosts bind a predefined number of guest
molecules and display a broad solubility
profile.

ThDP-dependent enzymes BAL and BFD
catalyse the asymmetric carboligation of
aliphatic aldehydes, with aliphatic o-hy-
droxy ketones being formed with very high
levels of conversion and high enantioselec-
tivities. The influence of different aliphatic
groups on this reaction and the use of
cosolvents are discussed.
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A number of new chiral 2-(a-bromoalkyl)-
pyrrolinium salts and 2-(a-selenoalkyl)-
pyrrolidines were synthesized by the halo-
cyclisation and selenocyclisation, respec-

by

QH Candida antarctica Lipase B

vinyl acetate

1,3-Diol monoesters obtained through a
diastereoselective aldol-Tishchenko reac-
tion were kinetically resolved through en-
zyme-catalyzed acylation using the lipase

Eur: J. Org Chem. 2007, 2895—2900
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tively, of N-(alkenylidene)alkylamines and
subsequent reduction. These cyclisations
were implemented in a diastereomeric
fashion for the first time.
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CALB. After alkaline methanolysis both
enantiomers of the 1,3-anti-diols were ob-
tained with excellent enantiomeric excess.
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A simple and practical route to substituted
1 H-1-benzazepines and 3 H-1-benzazepines
is presented. Further, an unprecedented

New pyrazinone derivatives were designed
based on known serine protease inhibitors.
The central core of the scaffolds was
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9-(Arylmethoxymethyl)anthracenes  show
competitive intra- and intermolecular
cycloaddition reactions. The quantitative
and reversible intramolecular process can
be used as molecular switch. The inter-
molecular cycloaddition leads to head-to-
tail regioisomers which exist in solution in
a rotamer equilibrium.
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rearrangement of an alkyl 1 H-benzazepine-
2-carboxylates to a substituted isoquinoline
is described.
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retained and the substitution pattern was
inverted. All compounds were screened for
serine protease inhibition.

The synthesis of analogues of bioactive
pteridines is described using a cyclocon-
densation strategy starting from a diketone.
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Monodentate quinaphos-type phosphor-
amidites bearing different substituents in
the 2-position of the 1,2-dihydroquinoline
backbone were synthesised and charac-
terised. The structure of the ligands in solu-
tion and in the solid state was elucidated.
Diastereomerically pure ligands were used
in highly selective Ni-catalysed asymmetric
C—C bond forming reactions.
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Asymmetric Catalysis
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Branched glycerols (BGLs) modify a com-
pound having low water-solubility to give a
highly water-soluble derivative. The water
solubility can be regulated according to the
number of hydroxy groups in the BGL.
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A synthesis of enantioenriched B-hydroxy-
phosphonic acids by diastereoselective
aldol reaction of chiral phosphinines
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derived from (—)-8-aminomenthol with
aldehydes is described.
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Electrolysis of phenylacetonitriles in me-
thanol in an undivided cell in the presence
of sodium halides as mediators induces a
stereoselective oxidative coupling process

60—85%

that results in the formation of trans-o.,f-
dicyanostilbenes in 60—85 % yield with
40—70 % current efficiency.
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Kochi-Anderson
R? radical decarboxylation

L-Proline and the enantiomers of methyl 4-
acetoxypipecolate were reacted with (%)-
tartaric anhydride diacetate; the proline
derivatives afforded tetrahydroxy com-
pounds, whereas the piperidines gave
lactone products. Pentahydroxy piperidines
were obtained from protected 1-deoxy-1-
iodothreitol. The prepared compounds
were assayed in glycosidase enzymes tests.

The 5-endo iodine-promoted ring closure
of 4-allyl-4-(alkylamino)cyclohexanone
derivatives gives the corresponding 1-aza-
spiro[4.5] decanes in good yields. The reac-
tion was tested with enantiopure homo-
allylamines to evaluate the diastereoselecti-
vity of the process and to provide a route
for possible intermediates to some natural
products.

=H, Me
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A very clean and simple radical decarboxy-
lation procedure was applied to various
carboxylic acids in order to functionalize
naphthoquinones; amino acids were in-
vestigated as Kochi—Anderson substrates.
The substituents on the radical-bearing

Visible-Light Photoresponsivity of a 4-(Di-
methylamino)azobenzene Unit Incorpo-
rated into Single-Stranded DNA: Demon-
stration of a Large Spectral Change Ac-
companying Isomerization in DMSO and
Detection of Rapid (Z)-to-(E) Isomeriza-
tion in Aqueous Solution

carbon atom are critical to the reaction
outcome. The Barton procedure was in-
effective at achieving radical additions that
were easily realized with the Kochi—
Anderson method.

Keywords: Photoresponsivity / Oligonu-
cleotides / 4-(Dimethylamino)azobenzene /
(E)/(Z) isomerization / DNA nanodevices
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