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COVER PICTURE

The cover picture shows cationic rhodium(I)/Hg-
binap complex catalyzed [2+2+2] cycloadditions
of 1,6- and 1,7-diynes with carbonyl compounds,
leading to dienones. The present rhodium catalysis
allows both electron-rich and electron-deficient
carbonyl compounds, including acyl phosphon-
ates, to be used. In the reactions involving bifunc-
tional carbonyl compounds or unsymmetrical 1,6-
diynes, high chemo- or regioselectivities were
observed. Details are discussed in the article by
K. Tanaka et al. on p. 2737ft.
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The elucidation of the absolute configura-
tion of a chiral compound is a task that
every organic chemist will certainly have to
face some day. An efficient and reliable me-
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A convenient and rapid synthesis of L-azet-
idine-2-carboxylic acid is described starting
from commercially available L-aspartic acid
with conservation of the chiral center. After
double activation with the SES group, a
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The first synthetic protocol for func-
tionalizing the dihydroazulene photoswitch
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thod to solve this problem is the combi-
nation of experimental electronic circular
dichroism (CD) investigations with quan-
tum chemical CD calculations.
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four-membered ring was formed by intra-
molecular N-alkylation in quantitative
yield with the assistance of microwave
heating.
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in its seven-membered ring has been devel-
oped.

Eur. J. Org. Chem. 2009, 2707—2712



Eur|OC

European Journal
of Organic Chemistry

FULL PAPERS

"
51C.

N RZ R R4

1,6-and 1,7-diynes  electron-deficient

and
electron-rich

R1
5 mol-% [Rh(cod),]BF 4/
Hg-binap 0
z | 2
CHCl, R
rt to 50 °C |
R3‘C“R4

up to >99% yield

carbonyl compounds

A cationic rhodium(I)/Hg-binap complex
catalyzes [2+2+2] cycloadditions of a vari-
ety of 1,6- and 1,7-diynes with both elec-

tron-deficient and electron-rich carbonyl
compounds to produce dienones in high
yield under mild reaction conditions.

[2+2+2] Cycloaddition
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Cationic Rhodium(I)/Hg-binap Complex
Catalyzed [2+2+2] Cycloadditions of 1,6-
and 1,7-Diynes with Carbonyl Compounds
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A new class of dyes called “naturalised” have
been synthesised through a glycoconjugation
process and consist of two units of lactose
derivatives covalently bonded to malonic
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acid as a spacer. The new naturalised dyes
are water-soluble, even in the case of large
molecules, and behave as multipurpose dyes
in a simple, linear, mild dyeing process.

Naturalised Dyes
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Synthesis of Water-Soluble Large Natural-
ised Dyes Through Double Glycoconjug-
ation
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2-(Methlyselenyl)benzyl selenides 1—3 have
been synthesized and interactions between
selenium centers explored. The 7’Se NMR
chemical shifts of the Se centers and the
4Jsese coupling constants point to an
Se-+-Se interaction in solution. These results
were underpinned by quantum chemical
calculations.
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Nonbonding Interactions
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Intramolecular Nonbonded Interactions
Between Divalent Selenium Centers with
Donor and Acceptor Substituents
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The reactions of a new set of radical probes
with magnesium are examined. Structural
variations suggest that the phenyl group
could play the role of electron transfer me-
diator such that the participation of the
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radical route to the overall selectivity is in-
creased. These observations provide an ex-
planation for the selectivity of reactions oc-
curring at the metal/solution interface.
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"click chemistry"

multivalent RNA binders

Building blocks for a library of RNA
binders: A short and efficient synthesis to
alkyne-modified neamine and 2-deoxy-
streptamine is presented. These building
blocks were dimerized by chemoselective
copper-catalyzed 1,3-dipolar cycloaddition
to diazides (“click chemistry”). After con-
jugation, no further deprotection steps
were necessary.

The synthesis of a zinc-complexed porphyr-
in bearing two coordinating macrocycles
trans to each other is described. The ring-
containing ligands are 2,9-diphenyl-1,10-
phenanthroline derivatives. The copper(I)-
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The menthyl chiral auxiliary version of the
Burgess reagent provides for the synthesis
of diastereomeric cis-sulfamidates from
epoxides and leads to optically pure (-
amino alcohol derivatives. Mechanistic in-
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driven threading reaction of two 2,9-dianis-
yl-1,10-phenanthroline chelates through
the rings affords a [3]pseudorotaxane quan-
titatively.

The synthesis of a gable-like bis(porphyrin)
constructed on a 1,10-phenanthroline che-
late by three different approaches is de-
scribed.
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sight and structural revisions of previously
reported results are provided, along with a
Density Functional Theory computational
study.
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Di(hetero)arylamides have been synthe-
sized by palladium-catalysed aminocarbon-
ylation of (hetero)aryl halides with
[Mo(CO)g] and (hetero)arylamines in short
reaction times using conventional heating.

(2E,47)-Dienamides were prepared by a
modified intermolecular three-component
synthesis between ethyl 5-aminopentanoate
hydrochloride as the amine component, the
cumulated ylide PhsPCCO and (2Z)-alken-
als. No isomerization of the (Z£)-C=C
double bond was observed during reaction.
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A range of primary and secondary on-
hydroxyallenes were synthesized in good to
excellent yields utilizing a newly developed
copper-catalyzed Sy2' substitution of pro-
pargylic dioxolanones with Grignard re-

Both cis- and trans-3-hydroxy-L-pipecolic
acids can be synthesized from a common
chiral intermediate by a short and flexible
route. Unlike the chiral pool approach, the
new procedure is not limited by the avail-
ability of starting materials.
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agents as nucleophiles. The reaction is
highly anti-selective, the desired o-hydroxy-
allenes were obtained in excellent dia-
stereoselectivity.
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Chiral Co''—salen-catalyzed aminolytic
kinetic resolution of racemic aryloxy/ter-
minal epoxides with carbamates in various
ionic liquids at room temp. gives N-pro-
tected 1,2-amino alcohols in excellent
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2-Acetyl-1-propargylpyrroles and 2-alkyn-
ylbenzaldehydes were demonstrated to be
suitable building blocks for the synthesis of
pyrrolo[1,2-a]pyrazine and isoquinoline nu-
clei. TiCly and/or microwave heating ef-
ficiently promoted the domino imination/
annulation reaction. The mechanism and
selectivity were discussed on the basis of
computational and spectroscopic data.
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yields (>99%) with high regio- and enantio-
selectivities (ee >99%) along with the cor-
responding epoxides in high chiral purity
(ee up to >99%) in 5 h.

R
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5 = 3-propargylindoles

The synthesis of 1-aminocarbazole and 9-
aminopyrido[1,2-a]indole derivatives start-
ing from pyrrolidine and §-ketoalkynes un-
der Lewis acid catalysis is reported. The re-
actions proceed through a domino ad-

A New Multicomponent Reaction Cata-
lyzed by a Lewis Acid Catalyst: Convenient
Synthesis of Polyfunctional Tetrahydropyr-
imidines

dition/annulation strategy allowing the
coupling of two simple building blocks in
a one-pot operation and giving rise to com-
plex structures by simultaneous formation
of two bonds.

Keywords: Lewis acids catalysis / Multi-
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Tetrahydropyrimidine / Heterocycles
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