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COVER PICTURE

The cover picture shows isostructural, confor-
mationally assayable molecules capable of associat-
ing aromatic moieties. The molecule that tends to
fold is dicationic; the molecule that tends to un-
fold is a neutral hydrocarbon. This simple result
deepens the conversation regarding dispersion in
the context of m-stacking as a viable component in
the control of conformation. Details are discussed
in the article by A. Cammers et. al. on p. 5511ff.

Unfolded Neutral
Hydrocarbon
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The enantioselective decarboxylative pro-
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by which the chirality of the product is gen-
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Catalyst R' R? R® R*
Enzyme OH H,Ar,NH, H,F,Me H
Chiral base OR R, Ar, NHCOR H

Pd complex R, Ar R, Ar, F, Bn allyl, Bn

erated during the enolate protonation step.
This review focuses on the enantioselective
decarboxylative protonation for the stereo-
control of C—H bond formation.

0 T AgBr (10 - 20 mol-%) OH 7,

)J\ 1 * Br: I\ i)‘ N '\ ’:)'
R NN MnO (2 equiv.) R

R = aryl, alkyl THF, r.t. 16 examples

R'=H, CH 50-97% yield

Barbier-type alkylation reactions are cata-
lyzed by a silver salt, AgBr, and mediated
by standard, unactivated manganese pow-
der. Allylation and benzylation reactions of
aldehydes and ketones can be performed

Keq
—

conformational reporter
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under these conditions. Preliminary mech-
anistic experiments are consistent with dis-
crete organometallic complexes, not radical
intermediates, taking part in the key C—C
bond forming event.

The solution-state conformation of a neu-
tral analogue of a previously reported cat-
ionic m-stacking template is investigated to
probe the effect of charge on conformation
and to investigate the conformational con-
trol imparted by intramolecular aromatic
association.
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We present a general approach for the syn-
thesis of N-hydroxylated polyamine deriva-
tives on solid support. Protected polyamine
frameworks, potential starting units for the
synthesis of polyamine alkaloids, were con-
vergently prepared “from the centre”. The
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N-hydroxy groups were introduced during m-CPBA
the cleavage of the products from the resins. Cope elimination
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The convergent synthesis of a fully pro-
tected (E)ABA.C tetrasaccharide and its
efficient conversion into two tetra- and four
pentasaccharides, representative of frag-

Aryl bromides 5 react in the presence of a
palladium catalyst and base with aryl hal-
ides to form unsymmetrical biaryl com-
pounds 9. In the course of the coupling re-
action, the heterocycle is oxidized to the
pyridinone.

1) Yb(OTf) / L (10-20 mol-%)

THF, rt., 4 h
2) MeOH, MeONa

Ar)J\H NN

A tandem asymmetric aldol reaction has
been realized with chiral Yb complexes
containing amino-acid-equipped chiral li-
gands. 1,3-anti-Diols with three stereogenic
centers have been isolated as a result of the
condensation of aliphatic ketones with
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ments of Shigella flexneri 3a and/or X
O-antigens, synthesized as their propyl gly-
cosides, is described.

R2
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0 DMF base, AT = | = N,Bn
SN N
O\x R °©
R? 9 (24 examples)

OH OH

Ar (j)i
up 1097% %\va

up to 64% ee

aromatic aldehydes with up to 64% ee. Ad-
ditional detailed investigations of the cata-
lyst structure and the nature of the binding
of both class of ligands has also been per-
formed.
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Density functional calculations on the
mechanism and intermediates for a model
asymmetric Stetter reaction are presented.
C—C Coupling of the Breslow intermediate

and the Michael acceptor is found to be
rate determining, while the reaction stereo-
selectivity is linked to the relative stability
of Breslow intermediate isomers.

A tripod-coupling strategy led to a new
phosphane oxide cage compound in high
yield. The X-ray crystal structure shows a
very large cavity and an out-positioned

~ILA P=0 moiety in the solid state. Surprisingly,
% o0 the molecule appears to be flexible enough
to undergo homeomorphic isomerisation
in solution.
~16 A
OR"
' 1-hexyl-3-methylimidazolium R'
N B bromide | N A
P MW S P
R R
R=H, OCH,, OH, NO,, CsHsote. R'=H, CHs, C,H;, CHyete.  R"=H, Ac, COC4H;
A mild and efficient, ionic-liquid-assisted, (E)-arylalkenes under microwave ir-

green protocol for the dehydration of
benzyl alcohols and their acetylated/ben-
zoylated derivatives to the corresponding

0
RIRON. Lo
|

An efficient and diastereoselective syn-
thesis of o-amino acids from readily

WWW.eurjoc.org

radiation has been developed. A wide range
of olefins can be obtained without using
harsh and expensive Bronsted/Lewis acids.

1.LDA 0
2. R-M 192
_2RM_ RIR N%NH
R

available starting materials has been devel-
oped.
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4-[(Methoxycarbonyl)methyl]-3,4-dihydro-
isoquinolin-1-ones have been efficiently
prepared from AN-allylamides of 2-iodo-
benzoic acids under 100 atm of carbon
monoxide. Pyridine ring formation occurs

TMSCN

Using an integrated micro reactor capable
of performing solution-phase and polymer-
assisted steps in series, a solid-supported
Lewis acid catalyst (polymer-supported
scandium triflate) is evaluated and opti-

through an intramolecular Pd-catalyzed
carbon—carbon bond formation, followed
by an alkoxycarbonylation process, which
gives rise to the desired products and
Pdspecies.

51 Examples

mized for the high throughput synthesis of
fifty one o-aminonitriles, in all cases dem-
onstrating excellent yields (> 99.6%) and
purities.

No barrier, no problem. The absence of an
enthalpy barrier is only a minor obstacle
for the computational analysis of the origin

A new efficient, high-yielding glycosylation
procedure is described for isoflavones,
which employs 2,2,2-trifluoro-N-(p-meth-
oxyphenyl)acetamidates as the glycosyl

Eur: J. Org Chem. 2008, 5483 —5488
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of enantioselectivity in the cyclopalladation
of olefins by copper carbene complexes.
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o\(ﬁCHg i) BF3-Et,0, CH,Cly, 4A MS O
o ii) KaCOs3, MeOH, THF, H,0 OH O OH

donors. This methodology was used to pre-
pare isoflavone 7-O-glycosides and 7-O-
glucuronides.
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The catalytic asymmetric dehydration of -
hydroxy tert-butyl esters by kinetic reso-
lution has been explored. In the presence
of a prolinol chiral ligand and BrZnCH,-

H .
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CO,Bu highly enantio-enriched B-hydroxy
esters were formed with selectivity factors
up to 59.

Three new metabolites, dinemasones A, B
and C (1a, 2a, 3a) were identified from the
endophytic fungus Dinemasporium strigo-
sum. The compounds have the 1,7-dioxa-
spiro[5.5Jundecane and hexahydropyrano-
[4,3-blpyran-5(7H)-one skeletons. Their
absolute configurations were established by
both their carbonyl n—n* CD transition
and the exciton chirality method of their
dibenzoates.

A general method for the synthesis of dia-
stereomerically pure spiro-B-amino alcohols
is presented. These types of compounds are
used in the preparation of a number of
natural products such as cephalotaxine
and halichlorine.
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