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A union formed by chemi-
cal societies in Europe

HUNGARY

(ChemPubSoc Europe) has
taken the significant step
into the future by merging
their traditional journals, to
form two leading chemistry
journals, the European Journal
S of Inorganic Chemistry and the
European Journal of Organic
Chemistry. Three further mem-
CzecuRerustic pers of ChemPubSoc Europe

FRANCE

(Austria, Czech Republic and
KNCV Sweden) are Associates of the
two journals.

* ok
B
Bheun | ChempubSot
PN
SOV Europe
3 Q
""snm‘oe
SWEDEN
GH
ﬁ":’:‘%} St B
AUSTRIA PORTUGAL SPAIN NETHERLANDS

COVER PICTURE

The cover picture shows the formation of novel func-
tional supramolecular crystals by simple mixing/co-
grinding of two component crystals. Co-grinding
of crystals of 2-anthracenecarboxylic acid and (R)-
1-(2-naphthyl)ethylamine produces a crystalline
supramolecular organic fluorophore having a 2;-
helical columnar structure in the solid state, as ob-
served by the change in powder X-ray diffraction
patterns. Details are discussed in the article by
Y. Imai, Y. Matsubara et al. on p. 1335ff.
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In this review we focus on the synthesis of
cyclodextrins bearing three different func-
tionalities by capping strategies. These

hetero-trifunctional cyclodextrins were first
prepared as mixtures; recent methods allow
their efficient synthesis as pure compounds.
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Cyclohexane-1,2-diamines: Efficient Cata-
lysts for the Enantioselective Conjugate
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Highly enantioselective conjugate addition
of ketons to nitro olefines were carried out
with simple primary amine organocata-
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lysts. A pathway for catalyst deactivation
by irreversible pyrrole formation was iden-
tified.

7-endo Cyclization
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Application of 7-endo-trig Pictet—Spengler
Cyclization to the Formation of the Benz-
azepine Ring: Synthesis of Benzazepinoin-
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The preparation of benzazepinoindoles,
fused heterocycles with a benzazepine
moiety, was accomplished through an in-
tramolecular 7-endo-trig Pictet—Spengler
cyclization.
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The palladium-catalyzed formation of aldol-type products was achieved through a three-

component coupling reaction.
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Coupling Reactions: 1,1-Difunctionaliza-
tion of Activated Alkenes

Keywords: Palladium / C—C coupling /
C—H activation / Iodine / Heck reaction

New half-sandwich complexes of ruthenium
have been prepared and evaluated as race-
mization catalysts for the metalloenzymatic
dynamic kinetic resolution (DKR) of sec-
ondary alcohols. The pentabenzyl-substi-
tuted ruthenium complex described herein
shows excellent catalytic activity and sta-
bility under the employed reaction con-
ditions with performance superior to that
of the current lead catalyst with penta-
phenyl ligand structure under similar reac-
tion conditions.

OAc
AN

OH R = Ph, Bn

Ar/g\
CAL-B, :(

rac OAc (R)

DKR of Secondary Alcohols
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in the Dynamic Kinetic Resolution of
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Microwave Chemistry
(Reaction Time)
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<300 °C, =20 bar

Translating microwave to flow chemistry:
In a high-temperature/pressure microtubu-
lar flow device, many of the benefits in-
herent to microwave chemistry such as ra-
pid heating/cooling and sealed-vessel pro-

Flow Chemistry
(Residence Time)

<350 °C, =200 bar

cessing can be mimicked, including the
generation of solvents in their supercritical
state. In addition, the scalability problem
of microwave synthesis can be eliminated.
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FULL PAPERS

BN Flow hydrogenation:
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Flow hydrogenation: N
Pd/C, H; (30 bar) H
EtOH, r.t.

Substituted pyridines can be hydrogenated
efficiently in a continuous flow approach
by using a dedicated high temperature/
pressure flow reactor and pre-packed cata-
lyst cartridges. Good-to-excellent yields of

N

H

CO3Et 1
(T Flow hydrogenation:

PY/C, Hy (100 bar)
AcOH, 100 °C

substituted piperidines are obtained by
using Pd/C, Rh/C, or Pt/C as heterogeneous

catalysts at temperatures of 60—80 °C and
hydrogen pressures of 30—90 bar.
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A novel crystalline supramolecular organic
fluorophore having a 2;-helical columnar
structure was prepared by the solid-state
co-grinding crystallization technique. Al-
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though many organic fluorophores lose
their fluorescence in the solid state, this
supramolecular organic fluorophore exhib-
its fluorescence even in the solid state.
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A new organocatalytic procedure for Pre-
gabalin (1) is reported. Michael addition of
Meldrum’s acid to nitroalkene 3 catalyzed
by a quinidine-derived thiourea gave the
key chiral intermediate nitroalkane (S)-4 in

(o
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up to 75% ee, and two simple operations
give pregabalin in high chemical yield. A
family of novel thiourea catalysts with dif-
ferent substituents were prepared and
evaluated.
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Bis(pyridine-2-carboxamides) with their wave-mediated Mo-catalyzed asymmetric

chirality derived from glucose serve as
highly enantioselective ligands for micro-
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allylic alkylations (AAA) by using both lin-
ear and branched allylic carbonates.

Methyl  2-(benzyloxycarbonylamino)-2-
cyclopropylideneacetate, which has been
prepared in nine steps (24 % yield) starting
from L-serine, can be employed in various
ways towards the syntheses of new cyclo-
propyl-containing amino acids.
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The structure of the core oligosaccharide
from Plesiomonas shigelloides 302-73 (sero-
type O1) was elucidated by 2D NMR spec-
troscopy and MALDI-TOF MS. It showed
similarity to that of serotype O54 and O17
and is characterised by the presence of two
0-GleN-(1—4)-0-GalA disaccharides in the
outer core and by the presence of D-glycero-
D-talo-2-octulopyranosonic acid in the in-
ner core.

By choosing the appropriate methodology,
enantiomerically pure (1R,2R,4R)- and
(1S,2R,4S)-1-azabicyclo[2.2.1]heptanes
substituted at the 2-position can be ob-
tained from a common precursor.

R R
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a: N(7)H b: N(9)H

Low-temperature NMR spectroscopy has
been used to characterize the tautomeric
equilibria of a series of biogenic purine
bases. The effect of substitution on the
N(7)H/N(9)H ratio is discussed and the

OH HoN S
OCHj; ,
Y proy
o COOH

1 2-4

An investigation of the catalytic properties
of the immobilized 3G3K mutant PGA ob-
tained by site-directed mutagenesis is re-
ported. The immobilized preparation on
glyoxyl agarose showed the same behaviour
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84 ppm
mechanism for the tautomeric exchange is
studied. The results indicate a significant

role of supramolecular clusters in the pro-
ton transfer process.
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WN S
I
0 Nj;LR
2a (Mandelyl-7-ACA) CORH
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as the free enzyme. Moreover, the mutant
immobilized on glyoxyl agarose showed
better synthetic performance than the com-
mercial wild-type PGA.
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A multicomponent reaction for the easy
preparation of trifluoromethylsulfonium
salts is described. This simple procedure of-
fers the opportunity to prepare a wide
range of electrophilic trifluoromethylating

7 "N
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Q , NH
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HN \
)\\)EMN ~NMe
H,N” N7 gN N

The DNA-stabilizing properties of six di-
pyrrole-containing DNA ligands that com-
bine (guanin-9-yl)acetyl, (guanin-7-yl)ace-
tyl or acetyl moieties at the N terminus and
two lysines or a (dimethylamino)propyl

Gomerolactones A-D (1-4)

N” °N
dehydronitraramine (1)
H
N'H

N-formylmyrionine (2)

WWW.eurjoc.org

27 1f0-

reagents. The variety and the chosen reac-
tivity of the prepared compounds will
therefore permit the rapid synthesis of the
chosen reagent in accordance with the de-
mands of the nucleophile.

NHCHchchzNMez
-Me

Lys-Lys-OH
O

group at the C terminus have been exam-
ined. The (dimethylamino)propyl tail and
the (guanin-9-yl)acetyl moiety provided the
highest affinity for DNA.

The structures of gomerolactones A—D,
isolated from Laurencia majuscula, were
determined spectroscopically. The absolute
configuration at the carbon ring closure of
the y- and d-lactone of compounds 1 and
2, respectively, was determined by NMR
spectroscopy with the use of Pirkle’s re-
agent at low temperature. The absolute
stereochemistry of compounds 3 and 4 was
determined by X-ray analysis.

Dehydronitraramine (1) and N-formylmy-
rionine (2) were isolated from the leaves of
Mpyrioneuron nutans. The absolute con-
figuration 8S,9R,10S of N-formylmyrion-
ine (2) was established on the basis of the
known (8S5,9R,10S)-myrionine. Dehydroni-
traramine (1) displayed a moderate anti-
plasmodial activity against Plasmodium
falciparum with an 1Cs, of 16 um.

Eur. J. Org. Chem. 2009, 1283—1289
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An effective synthesis of 2-oxo-1,3-propane-
dial monohydrate or mesoxaldehyde and
the first synthesis of 2,3-dioxo-1,4-butane-
dial as a thiane derivative are reported. Ad-

1 3 propanedlthlol

it g
M
e

ditionally, a one-step synthetic strategy to
prepare a series of different biheterocycles

with the smallest vicinal tetracarbonyl
compound is demonstrated.
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The structure of two new bioactive isochro-
mans, pseudoanguillosporin A (2a) and B
(3), was determined by NMR spectroscopy
and the absolute configuration by a combi-
nation of CD spectroscopy, TDDFT CD
calculations, and Mosher’s NMR method.
The axial chirality of 1 was assigned by ex-
citon analysis of its CD spectrum and con-
firmed by ZINDO CD calculations.
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(aryl)-6-amino-3-trifluoracetyl-1,4,5,6-tetra-
hydropyridines.
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