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COVER PICTURE

The cover picture shows the interesting anion—n/
n—n/anion—n assembly that is found in the solid-
state architecture of an adenine derivative hydro-
chloride salt. The adenine has been decorated with
a long alkyl chain (C;() in order to have a prede-
fined ordering in the crystal due to hydrophobic
effects. The influence of anion—n and n—r inter-
actions on the final structure has been studied
both experimentally and theoretically. Details are
discussed in the article by A. Garcia-Raso et al.
on p. 5171ff. The background picture depicts the
scientific tradition of the Balearic Islands that
springs from Ramon Llull, a 13th century phil-
osopher, who founded a college in Miramar
that is located in the northwest of the island

of Majorca.
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Second step

"Secondary functionalization...."

OM = Organic Molecule

procedures that have been employed to
provide them. A study of the principal uses
of supported activated carbons is also pre-
sented.

o) N NN Chivotriene, a natural product related to
OH chivosazole, was isolated from myxobac-
; teria. The configuration was analyzed by
Chivotriene OH OH OH NMR spectroscopic methods and con-
firmed by synthesis. Remarkably, the first
biological experiments unraveled the mode
of action to be different than that of chivo-
sazole
(o] R = O\\ /O
3¢ (10 mol-%) - N—*""N
é + R/\/Noz - = H S/ H
PhCO,H (10 mol-%) O 7N
DCM, 0°C up to 96% ee O g Q

Novel types of chiral L-proline-based bi-
naphthyl sulfonimides and sulfonamides
have been synthesized that catalyze the
asymmetric Michael addition of ketones to
nitroalkenes to afford the corresponding

up to >99:1 dr

WWW.eurjoc.org

synthetically valuable vy-nitroketones in
moderate to good yields with high levels of
diastereo- and enantioselectivities (up to
>99:1dr and 96 % ee, respectively).
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The new chiral Brensted acids 1,1’-binaphth-
yl-2,2"-bis(sulfuryl)imides (JINGLEs) are
accessible in one step from BINOLs and
imidobis(sulfuryl chloride). X-ray crystal-
lography proved their acidic character
(imidazolium salt formation) and revealed
distinct hydrogen bonding patterns.

6 examples
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The synthesis and X-ray characterization
of N’- and N°-decyladenine hydrochloride
salts is reported. The latter exhibits inter-
esting anion—mn interactions, which are re-
sponsible for crystal packing. The former
does not present any anion—r interactions;
instead, it is stabilized by hydrogen-bond-
ing interactions. Both structures are com-
pared and analyzed by theoretical calcu-
lations.
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XJ\NH + Z>CO,R

A new “chloride-free” protocol was devel-
oped for oxidative amidation reactions be-
tween cyclic and acyclic amides and carb-
amates with electron-deficient olefins, con-

O

cat. Pd(OAC),, ce.ﬂ. Cu(OAc), “ J\N . COR
air, TsOH, dioxane ' K

ducted under Pd/Cu catalysis, using air as
oxidant. The products can be easily hydro-
genated to afford the saturated products in
high yields.

Oxidative Amidation
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Oxidative Amidation of Activated Alkenes
Using Pd(OAc), as a Catalyst Precursor
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2-Nitroalkan-1-ols were obtained by in-
dium-promoted reaction of bromonitro-
methane with aldehydes. The reaction was
also performed with 2-bromo-2-nitropro-
panes to afford 2,2-dialkyl-2-nitroalkan-1-
ols. Chiral sugar-derived aldehydes fur-
nished the corresponding 2-nitroalkan-1-
ols with excellent stereoselectivity, and
these 2-nitroalkan-1-ols were used to pre-
pare azepane derivatives.

o BrXNOZ
R1 JJ\ H R2 R3
In OH
—_—
THE  R17 N NO2
))> R2 R3

Henry Reaction
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The first use of chiral bis(oxazoline)pal-
ladium in the enantioselective extraction of
amino acids shows the highest thusfar re-
ported selectivity in the extraction of meth-
ionine using metal complexes. Further-
more, the association of the complexes with
tryptophan enantiomers were determined.

Rotation about a single bond connecting
an aromatic group, e.g. phenyl, to another
flat aromatic, or three-bladed paddlewheel
fragment, is arrested if simultaneous close
approach of two pairs of hydrogen atoms
would occur. Thus, double interaction of
the red hydrogens in the dibenzobicyclo-
[2.2.4]dioxadecane derivative 20 leads to a
much higher barrier than is found for the
hydrogen atoms (printed in green) in the
corresponding dibenzobicyclo[2.2.2]octane
16.

A novel planar chiral flavinium salt has
been designed and prepared as a catalyst
for enantioselective oxidation reactions
with hydrogen peroxide. The flavinium salt
(5 mol-%) catalyses the oxidation of model
aryl methyl sulfides to sulfoxides with ee
values up to 54 %.

The synthesis of donor—acceptor func-
tionalized asymmetric dithieno[3,2-h:2',3'-d]-
phospholes provides powerful orange-red
chromophores with large Stokes shifts as
well as desirable two-photon absorption
properties for biological applications.
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Z=Ph, 3-Fur.. R=H, Me

Ring-closing metathesis of acyclic 1,7- and
1,8-enynes with the alkyne moiety directly
linked to the asymmetric carbon of an ethyl
acetal gave the corresponding six- and
seven-membered cyclic 1,3-dienes in mod-

Long-range hydrogen atom transfer (HAT)
reactions promoted by alkoxyl radicals
serve to highlight the conformational dif-
ferences between O- and C-disaccharides.
In O-disaccharides the 6-O-yl radical ab-
stracts exclusively the hydrogen at C-5' via

AcO /,_@ Ao HOHZC
N X ~py 2

AcO' Y 0O

OAc HOCH,

Not the expected path! Oxazolidines de-
rived from TRIS are converted into O-pro-

A metal-free, mild, and environmentally
friendly method for the conversion of di-
ketones and keto esters into carboxylic
acids with H,O, in high yields (up to 98 %)
is reported.
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erate-to-excellent yields. A competitive eth-
ylene insertion into the alkyne moiety lead-
ing to trienes was observed for some sub-
strates depending on their structure and
relative configuration.

2
(O/?ja

a 1,8-HAT reaction. On the contrary, very
little regioselectivity is observed in C-disac-
charides and the abstraction of the hydro-
gen at C-1', via a 1,6-HAT reaction, com-
petes favourably.

AcOH,C,

NH
AOH,C[

ACOH,C

tected imines as a result of a strong anom-
eric effect.
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2,3-Polysubstituted y-butyrolactones can
be obtained through a straightforward
cobalt-catalyzed multicomponent reaction

of aryl bromides, dimethyl itaconate, and
carbonyl compounds.
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Ethyl o-nitrocinnamates react smoothly
with a-nitro carbonyl compounds or pyrid-
inium salts to produce isoxazoles in good
yields. The one-pot multicomponent pro-
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produced directly from readily available
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Irradiation of the most stable salicylaldox-
ime syn conformer, isolated in solid argon,
leads to breakage of its intramolecular hy-
drogen bond and conversion into another,
less stable syn conformer. The secondary
reactions involve syn—anti isomerization
and photodissociation into 2-cyanophenol
and water of the syn conformer induced in
the primary reaction.
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Novel prolinamides derived from diamines
prepared from valine are used as organo-
catalysts in the direct cross-aldol reaction.
Easily accessible and cheap prolinamide

* Author to whom correspondence should be addressed.

derived from 1,2-ethylenediamine acts as
an excellent organocatalyst in terms of
both stereo- and enantioselection.
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