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COVER PICTURE

The cover picture shows that enantiopure fluorinated
amino acids and peptides are conveniently obtained
from ethyl trifluoropyruvate and trifluoroacetone.
Details are discussed in the article by T. Brigaud et.

al. on p. 5717ff. The background is a picture of the

Zen garden of the Tofuku-ji temple in Kyoto.

Eur: J. Org Chem. 2009, 5687—5693 WWW.eurjoc.org

© 2009 Wiley-VCH Verlag GmbH & Co. KGaA, Weinheim 5687



[n]

CONTENTS

MICROREVIEW

Metallofoldamers

G. Maayan* 5699—-5710

Conformational Control in Metallofolda-
mers: Design, Synthesis and Structural
Properties

Keywords: Foldamers / Peptidomimetics /
Peptoids / Sensors / Metal complexes

Metallofoldamers are peptidomimetic and
abiotic oligomers that fold in a controlled
manner upon binding to metal ions. This
microreview describes metal coordination
in abiotic, single-stranded, linear or cyclic
oligomers, which may nucleate the forma-
tion of chiral helical structures, enhance an
existing secondary structure, or enable the
formation of functional materials.
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The total synthesis of 2 plant-derived in-
hibitors of the NF-kB signaling pathway is
described. A key step in the efficient reac-
tion sequence is a late-stage oxidative cleav-
age reaction that was carried out in the ab-

sence of protecting groups to give the natu-
ral products directly. Biological studies on
synthetic material confirmed that these
compounds act late in the NF-kB signaling
pathway.
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Highly lipophilic dipeptide building blocks
were synthesized from totally unprotected
enantiopure o-trifluoromethyl o-amino ac-
ids. The synthesis of a tripeptide through
a coupling reaction at the deactivated N-
terminal position was achieved.
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Doubly fused metalloporphyrins have been
obtained in a few simple steps and the elec-
tronic properties of these new compounds
studied by electrochemistry. The X-ray
structure of the free base is reported.

Isolation of two truncated tricyclic inter-
mediates from the ERG7Y?X site-saturated
mutants suggests its functional role in af-
fecting both chair—boat 6—6—5 tricyclic

Markovnikov C-14 cation stabilization and
the stereochemistry of the protons at the C-
15 position for subsequent deprotonation.

cs, = o}
(2 equiv.) e M
o oyridin -\N/J\/R1 ClCO™ "OCCl .
i 1 (2equiv)  LDA LDA Et;N (2 equiv.) | 1
\N RO a + \N xR
A THF THE ) THF THF A
S N CR? rt,20h —70°C,1h  RCN 79 1n rt,2h 07 N R2

An unprecedented approach to the single-
step synthesis of 3,4-fused pyrimidin-2-one
and pyrimidin-2-thione derivatives by a
three-component coupling reaction from
an o-acidic imine compound, a nitrile, and

triphosgene or carbon disulfide is de-
scribed. This method presents a variety of
pyrimidines from commercially available
reagents.
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A new methodology is described for the
synthesis of glycosyl amino acids from un-
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protected sugars by traceless Staudinger
ligation.
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N-benzylserotonin

Azepinoindole alkaloid, (%)-aurantioclav-
ine, was synthesized from Nb-benzylsero-
tonin and 3-methylbut-2-enal in three steps.
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A base-promoted Pictet—Spengler reaction
was the key step.
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Solid-State Chiral Supramolecular Organic
Fluorophore Having a n-Conjugated Phen-
ylene Ethynylene Unit
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A solid-state, chiral, helical, columnar, or-
ganic fluorophore having a m-conjugated
phenylene ethynylene unit was prepared by
using 4-[2-(4-methylphenyl)ethynyl]benzoic
acid and 1-phenylethylamine. Such a chiral

CH3
NH2

Q COOH =——
Spontaneous
Resolution

L

2;-Helical columnar fluoraphore
m =379 nm, @p=10.58, g, =0.7x 10~

n-conjugated organic fluorophore can be
obtained from achiral and racemic compo-
nent molecules, and it exhibits circularly
polarized luminescence (CPL) in the solid
state.

Heterocyclic Chemistry

R. Ballesteros-Garrido, F. Blanco,*
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3-(Pyridin-2-yl)[1,2,3]triazolo[1,5-a]quinol-
ine: A Theoretical and Experimental
Analysis of Ring-Chain Isomerisation

Keywords: Heterocycles / Isomerization /
Metalation / Density functional calcu-
lations

R = Donor, small and/or able to
perform hydrogen bonding

The triazoloquinoline—pyridine system un-
dergoes ring-chain isomerisation to afford
two different structures depending on the

R = Acceptor and/or bulky

electronic and steric properties of substitu-
ents R.

Electronic Interactions
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Ground State Electronic Interactions in
Macrocyclic Fullerene Bis-Adducts Func-
tionalized with Bridging Conjugated Oligo-
mers
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In order to clearly show the influence of
n-m interactions between the conjugated
system and the fullerene moiety on the
electronic properties of Cgp-(n-conjugated
oligomer) conjugates, macrocyclic dyads in
which the two components are at the van
der Waals contact have been prepared and
their properties investigated.
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A catalysed intramolecular cyclisation of

alcohols on nonactivated olefins was
achieved with 5mol-% of aluminium
triflate.

The catalytic properties of a family of chi-
ral polystyrene-supported monodentate lig-
ands have been studied in rhodium-cata-
lysed asymmetric hydrogenation and pal-
ladium-catalysed asymmetric allylic alk-
ylation. Additionally, the supported ligands
were applied in the heteroligand approach
by combining them with nonsupported
monodentate ligands.

The asymmetric allylic amination of
Morita—Baylis—Hillman carbonates with
cyclic imides catalysed by a modified cin-
chona alkaloid (DHQD),PYR has been
developed. An array of o-methylene B-
amino esters were obtained with good-to-
excellent enantioselectivities (up to 94 % ee)
and in high yields (up to 97%).

Barbatines A—D (1—4) have been isolated
from whole plants of Scutellaria barbata
along with the known scutebarbatine A (5).
Compounds 1—4 have a neo-clerodane di-
terpenoid skeleton with a (15—16) lactone
moiety, but 1 and 2 differ from 3 and 4 by
an inversion of the chiral center C-13.
Compounds 1 and 5 showed good protec-
tion of cells against H,O, with EDs, values
of 16.8 and 5.0 pm, respectively.
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up to 97% yield
up to 94% ee

= R3 = nicotinoyl; RZ = Ac (1)
=R? = R3 = nicotinoy! (2)

R! = R2 = Ac; R = nicotinoyl (3)
R' = R® = nicotinoyl; R? = Ac (4)
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An effective and “green chemistry” ap-
proach to the synthesis of o-aryl o-oxo-
heterocyclic ketene N,N-acetals containing
an electron-rich aromatic ring was devel-

Deoxygenated carbohydrate analogues
with pyran structure and a perfluoroalkyl
group in position 4 have been synthesized
in three steps from easily available enol
ethers that are also homoallylic alcohols
and contain an o acetal moiety next to the
carbon—carbon double bond.

R2
. R3 OH
anodic
oxidation H O
OH
NaOAc N
buffer H I O R

3a-o0

oped electrochemically. In addition, density
functional theory calculations were per-
formed to explain the exclusive formation
of a-carbon-arylated products.

Taurine and structurally diverse substituted

L~ s , ; .
R s J taurines have been synthesized starting
or CS,, NaOH R\N s f icinal . leohol aziridi
1 R rom vicinal amino alcohols or aziridines
R“\R&/OH R1R2 3 and carbon disulfide with peroxyformic
N 5 acid oxidation of the thiazolidine-2-thione
R R! R? intermediates the key step. The method is
M R4\N><(SO3H a salt-free and versatile route.
Ho e
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2
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~ (ii) 50-60 °C, 30 min “MeoH
| N7 CN (iii) 10 % HCI
2a R2 3ab Rz dab

4H-Quinolizine derivatives were prepared,
under mild conditions, from sulfonyl ketene
dithioacetals (1a,b). The reaction involved
replacement of the remaining methylsul-
fanyl group with a proton after the ring-
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closure reaction; metallic reagents were not
used along the reaction pathway. The syn-
thesized 4H-quinolizines exhibited strong
fluorescence in the solid state.
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A variety of chlorinated arenes were pre-
pared by one-pot cyclizations of the first
reported 4-chloro-1,3-bis(trimethylsilyloxy)-

—_—

R3

R?

buta-1,3-dienes with a variety of 1,3-dielec-

trophiles.
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