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COVER PICTURE

The cover picture shows a simulated micelle formed
by amphiphilic cyclodextrin molecules above a
landscape of real cyclodextrin vesicles. Synthesis of
amphiphilic cyclodextrins, and the ranges of
supramolecular assemblies formed by them, are
presented in the Microreview by F. Sallas and

R. Darcy on p. 957ff.
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Amphiphilic Cyclodextrins — Advances in
Synthesis and Supramolecular Chemistry
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This microreview covers recent advances in
the synthesis of cyclodextrin amphiphiles
as well as their supramolecular chemistry.
The synthetic aspects of their preparation
along with their self-assembly, inclusion
and recognition properties are described
and discussed.

SHORT COMMUNICATION

Cyclopropanes

T. Rahn, H. Jiao, W. Baumann,
A. Spannenberg, P. Langer* ....... 971-974

Synthesis and Characterization of Cyclo-
propylpolyketides: A Combined Exper-
imental and Theoretical Study

Keywords: Cyclopropanes / Density func-
tional theory / Ketones / Conformations

synlantilsyn; synlanti/syn, C,
(0.00 kcal/mol)

The first open-chain cyclopropyl-1,3,5-tri-
ketones and -1,3,5,7-tetraketones were pre-
pared by sequential cyclopropanations and
Claisen condensations. The configuration

syn/synisyn; synisynisyn, C,
(0.06 kcal/mol)

and conformation of the products were
studied by experimental methods and by
DFT calculations.

FULL PAPERS

Organo-Click Reactions

D. B. Ramachary,* M. Kishor,
Y. V. Reddy ..cooovrivnernincicnnenennnns 975-993

Development of Pharmaceutical Drugs,
Drug Intermediates and Ingredients by
Using Direct Organo-Click Reactions

Keywords: Amino acids / Biomimetic re-
ductions / Cascade reactions / Organo-
catalysis / Organo-click reactions
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Structurally diverse compounds were as-
sembled from simple substrates by diver-
sity-oriented green synthesis involving
cascade olefination/hydrogenation, olefin-
ation/hydrogenation/alkylation, hydrogen-
ation/olefination/hydrogenation, olefin-
ation/hydrogenation/hydrolysis and olefin-
ation/hydrogenation/alkylation/Huisgen

cycloaddition reaction sequences in one-
pot fashion with stereospecific organo-/
metal carbonate catalysis and organo-/Cu!
catalysis (see Scheme). Many of these struc-
turally diverse compounds are pharmaceu-
tically useful drugs, drug intermediates and
ingredients.
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A series of intramolecular charge-transfer
chromophores, featuring dialkylamino
donors and dicyanovinyl acceptors, were
prepared and their properties determined
by X-ray crystallography, UV/Vis spec-

troscopy and electrochemical methods. D—
A conjugation through an alkene linker
was found to be more efficient than
through an alkyne linker as evidenced by
the optical and electrochemical gaps.

Push-Pull Chromophores

F. Bures, W. B. Schweizer, C. Boudon,
J.-P. Gisselbrecht, M. Gross,
F. Diederich® ......cccceevevuveeeecnnnne 994—1004

New Push-Pull Chromophores Featuring
TCAQ (11,11,12,12-Tetracyano-9,10-anthra-
quinodimethane) and Other Dicyanovinyl
Acceptors

Keywords: Donor—acceptor chromophores /

11,11,12,12-Tetracyano-9,10-anthraquino-
dimethane (TCAQ) / Charge transfer /
Electrochemistry / Pi conjugation / Quino-
dimethanes

H-Gly-Glu-Hyp-Gly-Ile-Ala-Gly-Phe~N
H

The preparation of a N-Fmoc-protected
galactosylated (25,4 R)-4-hydroxylysine
derivative and its incorporation into the
sequence of an immunodominant glyco-
peptide from type II collagen is described.

The synthesis of the 4-hydroxylysine agly-
con started from (2S5,45)-4-hydroxy-6-oxo-
1,2-piperidinedicarboxylate and involved
the formation of a y-lactone and its N-acyl-
ation with glycyl esters.

Glycopeptide Synthesis

J. Marin, J.-P. Briand,

G. Guichard* 1005—-1012

Synthesis of a Galactosylated 4-Hy-
droxylysine Building Block and Its Incor-
poration into a Collagen Immunodomin-
ant Glycopeptide

Keywords: Glycopeptides / Amino acids /
Hydroxylysine / Solid-phase synthesis /
Lactones / Rheumatoid arthritis

A new approach to the formation of poly-
substituted 3-iodofurans by electrophilic
cyclization of various propargylic oxirane
compounds has been developed. Sub-
sequent palladium-catalyzed coupling in-
creased the molecular complexity of the
products.
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Halofurans

Y.-X. Xie, X.-Y. Liu,* L.-Y. Wu,
Y. Han, L.-B. Zhao, M.-J. Fan,

Y.-M. Liang 1013-1018

Efficient Synthesis of Substituted 3-Iodo-
furans by Electrophilic Cyclization of Pro-
pargylic Oxirane Derivatives

Keywords: Electrophilic cyclization / Oxir-
anes / Furans / Iodine / Alkynes

A series of piperidones incorporating alkyl
chains of varying length have been syn-
thesised. These piperidones feature aggre-
gation of the hydrophobic regions in their
extended structures, and have been used as
precursors for the synthesis of a series of
bicyclic bispidones. The structural features
of both the piperidone and bispidone sys-
tems have been explored.

Piperidones and Bispidones

N. A. Barnes, A. T. Brooker,
S. M. Godfrey,* P. R. Mallender,
R. G. Pritchard, M. Sadler .... 1019—1030

The Synthesis and Structural Characteri-
sation of a Series of Hydrophobic Piper-
idones and Bispidones

Keywords: Bispidone / Piperidone / Tau-
tomerism / Structure elucidation / Confor-
mation analysis
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The direct asymmetric Michael addition
of ketones to nitroolefins catalyzed by 2-
[(imidazol-2-ylthio)methyl]pyrrolidine with
salicylic acid as a co-catalyst has been de-
veloped to give the products in high yields

NHR'
1. Suzuki coupling __
R | 2. N-allylation B

R =H, NO,, CO,Me, COCH3
R' = COCH,, COPh

A preparative-scale synthesis of four p-
menth-1-en-9-ol isomers has been achieved
by means of two chemoenzymatic processes
based on baker’s yeast mediated reduction
and on lipase-mediated resolution. The ob-
tained enantiopure alcohols have been used
as starting materials for the preparation
of four isomers of the cooling agent 1-
hydroxy-2,9-cineole.

Using the three regioisomeric FHPCs as
carbonyl components, a series of bi- and
tridentate iminophenol ligands was ob-
tained with the aim to determine the influ-
ence of the substitution pattern on asym-
metric induction. The efficiency of these
ligands was tested in the enantioselective
addition of diethylzinc to benzaldehyde.

o R® N
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up to 95% yield

99% ee
and with excellent enantioselectivities. A
stereochemical model has been developed
to account for the high enantioselectivity
of the present transformation.
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1. Aza claisen

2. N-acetylation

regarrangement J

The synthesis of various 1-acetyl- or 1-ben-
zoyl-1-benzazepine derivatives and 7-sub-
stituted 1H-1-benzazepin-2-one derivatives
are reported. Suzuki—Miyaura cross-coup-
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ling, aza-Claisen rearrangement and ring-
closing metathesis were employed as the
key steps.
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Novel dendritic carbazole-functionalized
subporphyrins have been synthesized from
pyridine—tri(pyrrol-1-yl)borane and the
corresponding aldehydes. In these mole-
cules, efficient photoinduced intramolecu-
lar energy transfer occurs from the carb-
azole dendron to the subporphyrin core.
The carbazole dendron can significantly in-
fluence the absorption and emission spec-
tra of the subporphyrin core, which are
blueshifted with increasing dendron gener-
ation.

CO,M MeOCy\ Meo,C
Ve Pd(OAC),, PPh; . G
| + ©/+¢\C02tBu K7CO;3, Et4NCI +
MeCN CO,Bu CO,Bu
80°C,48h

Three-component Domino Heck—Diels—
Alder reactions involving certain mono-
substituted bicyclopropylidenes, iodoben-
zene and alkyl acrylates proceed with a

dr.=125:1 (69%) dr.=1.1:1 (6%)

moderate to good degree of regioselectivity
to yield 1-substituted spiro[2.5]octene-5-
carboxylate derivatives via the correspond-
ingly substituted allylidenecyclopropanes.

Two 3,3’-dithiourea-2,2'-bipyridines were N N
synthesized, and their ability to act as sen- O O
sors for carboxylates was evaluated by UV/
Vis and fluorescence studies. Their confor-
mational changes upon protonation and S N N S
Ni%* complexation were also studied. Y‘ \
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Pd''-catalyzed cascade rearrangement of -
aminocyclopropanols obtained by nitrone
1,3-dipolar cycloaddition to 1,1’-bicyclo-
propylidene affords a dihydropyridone with
an acyclic nitrone and 1:1 mixtures of di-

Eur: J. Org Chem. 2008, 947—952

hydro- and tetrahydropyridones with cyclic
nitrones. The tetrahydropyridones can also
be prepared by thermal rearrangement of
isoxazolidines.
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1-Cyanomethylene-6,7-dimethoxy-1,2,3,4-
tetrahydroisoquinolinium mesylate readily
reacted with o,B-unsaturated aldehydes to
result in 1-azatrienes that could be cyclized

to give 6,7-dihydro-4 H-benzo[a]quinoliz-
ines. The reaction mechanisms were investi-
gated by computational methods.

F
FF [BMIm][PFg] X F
X °
JS_ . UG 50 °C, 20 h 7 r2
R'T Tos {BUOH I R!
R 100 °C, 20 h Tos

The Diels—Alder reactions of difluoro-
(methylene)cyclopropanes with cyclic di-
enes are described. These cycloaddition re-
actions exhibited complete regioselectivity

endo-Tos preferred

and high endo stereoselectivity. The ob-
tained cycloadducts underwent a retro-
Diels—Alder reaction to give the original di-
enophiles and dienes when heated.
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