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COVER PICTURE

The cover picture shows the light-induced changes
of a newly designed photochromic, fluorescent,
and solvatochromic compound. The open isomer
(top) is colorless and fluorescent. Its emission
changes from blue to yellow-green with increasing
polarity of the solvent (in the picture: cyclo-
hexane, tetrachloromethane, benzene, toluene,
xylene, and dioxane, from left to right). The
closed isomer (bottom) is blue and nonemissive
(for clarity, the picture was taken with some
amount of the open isomer remaining). UV and
visible (green) light interconverts both isomers.
As a result, the dye provides multiple readout
signals: color changes, on/off switching of the
fluorescence signal, and the color of the emis-
sion that can be used to sense changes in the
polarity of the microenvironment. Detailed
synthesis and properties are reported in the
article by M. L. Bossi et al. on p. 2531ff. Irene
Bottcher-Gajewski  (MPI  for Biophysical
Chemistry) is acknowledged for the photo-
graphical content of the cover picture.
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Chiral analogues of biologically active y-
keto bisphosphonates can be obtained from
ketones and vinyl bisphosphonate by an

3-Phenyl-3-(trifluoromethyl)diazirine (TPD)
is one of the most suitable photophores for
photoaffinity labeling. The diazirinyl
photophore is stable under many synthetic
conditions. These observations prompted
us to perform post-functional derivatiza-
tions of TPD.
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organocatalytic asymmetric Michael ad-
dition reaction in good yields and high
stereoselectivity.
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New fluorescent probes, whose emission

can be switched “on” and “off” photo-

chemically, are also able to sense the

polarity of the (micro)environment. The
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nature of the solvent produces a solvato-

chromic effect in the emission spectra, and
affects the speed of the switching reaction.
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Bulky-bulky  NAD(P)H NAD(P)* (R) and (S)
ketones
OH  OH ADH 0 0
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Biocatalysts suitable for the reduction of

bulky aryl alkyl ketones have been iden-
tified. Simple alcohols can be used as a hy-
drogen donor in a “substrate-coupled” ap-
proach. Both enantiomers are accessible by

AT A

using either Rhodococcus ruber DSM 44541
and ethanol or Ralstonia sp. DSM 6428
and Sphingobium yanoikuyae DSM 6900
and ethanol or 2-propanol as the hydro-
gen source.
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The synthesis and characterization of side-
wall amino-functionalized single-walled
carbon nanotube derivatives (nPrNH),-
SWNTs is reported. The nucleophilic ad-
dition of in situ generated lithium n-pro-

pylamide to the sidewall of SWNTSs and the
subsequent reoxidation of charged inter-
mediates of the type (nPrNH),-SWNT"~
leads to carbon nanotube derivatives with
covalently attached amino groups.
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Z-selective
selective 0 Wittig olefination
ring-opening CO,H o HQ_
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O OH ST T CoH
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PMBO
4 3a E-selective ent1: X=0H,Y=H

regioselective
Baeyer-Villiger-Ox.
The all-cis substituted Corey lactone ana-
logue 3a was synthesized by a five-step se-
quence starting from enantiomerically pure

nortricyclanone 4. Further application of

HWE olefination ent-2: X=H,Y=0H

this chiral building block is demonstrated
in the total syntheses of two diastereomeric
isoprostanes belonging to the 5-F, family
(ent-1 and ent-2).
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The crystals of benzo[b]naphtho[l,2-d]-
furan-6-one-type fluorophore (1) exhibit
sensitive colour and fluorescence changes
upon enclathration of organic solvent mo-
lecules.
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NBu,
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Spirocyclic  pyridoazepines, designed as
simplified analogues of the alkaloid
galanthamine, were synthesised and evalu-
ated as inhibitors of acetylcholinesterase.
The key cyclisation step involved internal
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Target compounds

displacement of 2-chloro or 2-iodopyridine
by either nucleophilic aromatic substitution
or a Heck reaction. The target compounds
showed significant inhibition of acetylchol-
inesterase.

Chirality at silicon induces high site selec-
tivity in the hydrosilylation of bicyclic al-
kenes. Pronounced reagent control by sili-
con-stereogenic silanes in the reaction of
enantiopure reagents with norbornadiene
exclusively furnishes C, isomers with pre-
served excesses, whereas racemic mixtures
provide almost equal amounts of C, and C;
isomers.
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A BAL strategy has been developed for the
solid-phase synthesis of triazole-containing
cyclic tetra- and pentapeptides. An alkyne-
substituted linker was elongated by using
“Fmoc-based” solid-phase chemistry. Cycli-

WWW.eurjoc.org

= Jht — SJ

zation by the Cul-catalyzed azide-alkyne
cycloaddition afforded the cyclic peptides.
Analogs of cyclo-[Pro-Val-Pro-Tyr] and se-
getalin B were chosen as model com-
pounds.

Ferrocene acts as a versatile building block
for the construction of porphyrinoids, pro-
viding access to macrocyclic structures of
various shapes and sized. The two rep-
resentative systems, shown in the figure,
adopt helical conformations that undergo
dynamic inversion in solution.
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Singlet oxygen and electron transfer paths
are distinguished in the photosensitized (di-
cyanoanthracene, triphenylpyrylium tetra-

o (Nu = H0, MeCN)

fluoroborate) oxidation of alkyl and benzyl
sulfides

PET Oxidation of Sulfides
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Porphyrin—fullerene dyads with different
covalent linkages between the two subunits
were synthesized and characterized for
mimicking photosynthesis.
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Tetrahydrothiophene-3-carbaldehydes and
stabilized organic halides undergo stereo-
controlled coupling under Barbier-type

Br
HO HO H
Ph

conditions to afford tetrahydrothiophene
alcohols.
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A novel, simple, and efficient strategy for
the synthesis of C2-O-functionalized C3-
vicinal halohydrins was developed. The
protocol is based on a regioselective and
stereospecific opening of the oxirane
system of glycidol and involves C2-O-tri-
methylsilyl ethers as key intermediates.
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OR OR  Vicinal haloalkanols
E = OTMS

(0]
R = alkyl or acyl; \ EOCOR1
R' = alkyl;
X =Cl, Bror| Vicinal haloesters
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Asymmetrical Fréchet-type dendrons pos-
sessing n-octyl/n-butyl, n-octyl/n-hexyl, n-
octyl/n-heptyl and n-octyl/n-dodecyl tails
have been prepared by introducing 3,5-

0" o~

bis(octyloxyphenyl)methoxy and 3,5-bis-
(alkoxyphenyl)methoxy units in a stepwise
manner to a central methyl 3,5-dihydroxy-
benzoate core.
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