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COVER PICTURE

The cover picture shows the use of L-proline as an
organocatalyst for the construction of nitrogen-
substituted quaternary carbon centres in the
organocatalytic a-amination of o,o-disubstituted
aldehydes. Since this reaction was found to be
thermally accelerated, the use of microwave con-
ditions resulted in a considerably reduced reac-
tion time while both the yield and stereoselecti-
vity were significantly increased. The beneficial
effect of microwave irradiation may be associ-
ated with the quicker formation of intermediate
dipolar adducts within the catalytic cycle. De-
tails are presented in the article by S. Brise et
al. on p. 2207ff. This picture has been provided
by M. Bichle, one of the members in the
author’s group.
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Aromatics outside the 6m-electron motif
offer promise as new electronic materials.
This review examines the evolution and the
current state-of-the-art for 10m-electron
systems, emphasizing the [l0]Jannulenes.
These circuits can be viewed as viable com-
ponents for new organic semiconductors
alongside their role as landmark hydro-
carbons.

A case of thermally accelerated organocata-
Iytic o-amination of disubstituted aldehydes is
presented. Compared to the results previously
obtained at room temperature, both yield and
enantioselectivity could be significantly in-
creased. This improved protocol allows the
fast and efficient synthesis of o,o-disubsti-
tuted amino aldehydes.

Oligonucleotides containing different iso-
meric anthraquinone units are described.
The site of linker attachment was found to
be of critical importance for hybrid
stability. Whereas the 2,6-isomer led to a
significant stabilization, all other isomers
had a negative effect on the stability of
the duplex.
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The distamycin-type y-linked covalent di-
mer -Py-y-Py-Ind has been shown, accord-
ing to our fluorescence spectroscopy data,
to be a neutral selective vector capable of
transporting recognition elements to the
minor groove of DNA for further struc-
tural studies.
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Towards a Carbohydrate-DNA Carrier
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a) acetone, H,O, NaNj3, 10 equiv.

A series of fluoroalkylated 1,2,3-triazoles
were synthesised in significant yields
through unexpected intramolecular cyclisa-
tions of vinyl azides with neighbouring
electron-withdrawing groups. The results

F(CF,),G=CHCOXR

N COOMe
(T
N\
N COOMe

b) MeOOC-C=C-COOMe, 75 °C, without solvent

depend on the conditions. The proposed
mechanism includes the participation of a
catalytic amount of azide ions in the intra-
molecular cyclisation of the vinyl azides
to triazoles.
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Phenonium ion

Phenyl cations generated by irradiation of
electron-rich chloroaromatics (e.g., 4-chlo-
roanisole) add to the C=C bond of
alkenols. Ring closure or chloride addition
compete along with rearrangements at the

MeCN/H,0 MeO‘M

51
Cl
CH3COOEt Meo©\)—>
CI”

HO

cation stage (hydride shift, C—C bond ro-
tation), as determined by the structure and
the medium polarity (tight ion pair vs.
free ions).
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Chiral magnesium complexes of enantio-
pure BINOL derivatives catalyze asymmet-
ric hetero-Diels—Alder reactions of Dani-

2. CF3COOH

54 — 99% vyield
51-99% ee

shefsky’s diene with aldehydes, affording
2,3-dihydro-4 H-pyran-4-ones in high yields
and with excellent ee values.
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R—==—H + R'CHO+ NHR2R3

R = aromatic, aliphatic
R' = H, aromatic, aliphatic
R2 RS = aromatic, aliphatic

A novel SiO,—~NHC—Cu! complex was de-
veloped. It was used as a highly efficient

and reusable catalyst in the three-compo-
nent coupling reactions of aldehydes,

OH

R" 2
= R
/ &
R OH +/\/Xlln%. R |

OH
4

We have demonstrated that addition of al-
lylindium reagents to functionalized al-
lenyne 1,6-diols proceeds regioselectively

(0]

) R!
SiO,~NHC-CU' cat. Vi
solventless, r.t. NR2R?

alkynes, and amines (A3-coupling) to gen-
erate the corresponding propargylamines in
good yields at room temperature and in the
absence of solvent.

R’ R' = nPropyl, Cyclohexyl, Ph, 4-CICgHy, 3-MeOCgHy
4-MeOCgH4, 4-MeCgHa, 2,4,6-MesCgHa
3-HOCgH4, 4-MeO,CCgHs

R2=H,Me X=Br,|

OH

R2

through anti-Markovnikov addition to pro-
duce exclusively dienyne 1,6-diols in good
yields.
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The selective addition of trialkyl(trifluoro-
vinyl)silanes to the C=0 bond of aromatic
aldehydes in the presence of cesium fluor-
ide to give the corresponding “silylated”

o}

A highly productive strategy involving a
crossed vinylogous Mukaiyama aldol reac-
tion (VMAR) and an intramolecular silyl-
ative Mukaiyama aldol reaction (ISMAR)
has been developed by using 1-(zert-butoxy-
carbonyl)-2-(tert-butyldimethylsilyloxy)pyr-
role and suitable ketones as the donor and

N O
\
Boc
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alcohols in high yields was performed. The
reactivity of the “silylated” alcohols in the
presence of nucleophilic reagents and
Bronsted acids was studied.
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acceptor species, respectively. Densely func-
tionalized 2-azabicyclo[2.2.1]heptanes and
6-azabicyclo[3.2.1]octanes have been ac-
cessed in useful overall yields and with
good-to-excellent margins of regio- and
diastereoselectivity.
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3-[(Diphenylmethylene)amino]propionitrile
(5) and [3-'’N]-[(diphenylmethylene)amino]-
propionitrile (5a) react with diethyl chloro-
phosphate in the presence of LDA and sub-
sequently with 1,1-dimethoxyacetone to

NC CHs,
NC CHa
N—
N O Yo, 25N HCl AN
a
H N
H
1
ea_ 15 1a:*N

form a new Wittig adduct, which under
acid catalysis forms 3-cyano-4-methyl-1H-
pyrrole (1) and [1-'*N]-3-cyano-4-methyl-
1 H-pyrrole (1a), respectively.

Ph Ph
Ph " cofigand)Br, Ph
> || .
Zn, Znl,
25 °C, < 30 min Ph Ph Ph
1 2
ligand:  Ph—S S-Ph  (3a) 29 :1 96% in CH,Cl,
7\ )
cHex—N"  'N—cHex (4) 1.0 : 192 99% inCH5CN

The regioselectivity of the cyclotrimeri-
sation of phenylacetylene can be altered
dramatically with a disulfide ligand in a co-
balt-catalysed process. The strong solvent
dependency of the regioselectivity of the

1) Rh(acac)(CO); (1 mol-%) L

L* (2 mol-%)

H,/CO (1:1)
d N,NCOR toluene
COR 2) NaBH,4
MeOH

Asymmetric hydroformylation of three
meso-bicyclic hydrazines followed by the
reduction of the formyl product yielded the

HO\_AE\,NCOR Uy
N Boc

up to 77.5 % ee

reaction allows an extremely simple alter-
ation of the reaction outcome and gener-
ates the desired products in quantitative
yields with good to excellent regioselectivi-
ties.

Ph,P,

COR (S,5)-BPPM

corresponding desymmetrized optically
enriched hydroxymethyl hydrazines (up to
77.5%ee).
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Lipopolysacchariden !

Burkholderia phytofirmans PsJN is a gram-
negative bacterium capable of endophytic
colonization of potato, grapevine, tomato,
and other plants. It is able to promote plant
growth and health. A key role in these in-

Eur. J. Org. Chem. 2008, 2183—2188

teractions is played by lipopolysaccharides
(LPSs). In this paper we studied the chemi-
cal structure of the O-chain polysaccharide
from its LPS.
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Enantiopure aliphatic acetylene alcohols
have been synthesized by the MaNP acid
method and their absolute configurations

N . _N
| OH |
\ n= 1’2 \

=

The stereoselective synthesis of azasteroid
analogues by samarium diiodide promoted
cyclizations of quinolyl-substituted ketones
is reported. The precursors were prepared

A polymer-supported catalyst containing
cuprous iodide and amine functions ef-
ficiently catalyzes the cyclization of propar-
gyl alcohols in supercritical carbon dioxide
(scCO,) to give a-alkylidene cyclic carbon-
ates. The catalyst can be recovered easily by
simple filtration and reused several times
after minimal treatment.

(S,19R)-(-)-26b

unambiguously determined by 'H NMR
anisotropy and/or by X-ray crystallogra-
phy.

N HO,

NBoc X

OH Z
OH
HO

by Heck-type couplings of hetaryl non-
aflates with the corresponding olefins fol-
lowed by appropriate (de)functionalization

steps.
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