Eur|OC

European Journal
of Organic Chemistry

EurJOC is co-owned by 11
societies of ChemPubSoc
Europe, a union of European
chemical societies for the
S ~ = purpose of publishing high-

quality science. All owners

/
, \’ * cience. Al
de e merged their national journals to
CZECH REPUBLIC t * FRANCE . .
% form two Ileading chemistry
% Sk

journals, the European Journal of

VA=

HUNGARY ITALY GERMANY

1825

N
.’.;. 2 ChemPubSoc Organic Chemistry and the
z»,sm; Europe European Journal of Inorganic
SWEDEN BELGIUM Chemistry. Three further members
of ChemPubSoc Europe (Austria,
o & Czech Republic and Sweden) are
GZ]—I @ Res \ KKV Associates of the two journals.
R s S
AUSTRIA PORTUGAL POLAND SPAIN NETHERLANDS

Other ChemPubSoc Europe journals are Chemistry — A European Journal, ChemBioChem,
ChemPhysChem, ChemMedChem, ChemSusChem and ChemCatChem.

COVER PICTURE

The cover picture shows the key steps of a conver-
gent and versatile synthesis of Syringolin A (SylA)
and other syrbactins. SylA is a small-molecule
virulence factor produced by some plant patho-
genic Pseudomonas syringae pv. syringae strains
during infection. It leads to irreversible inhibition
of the plant’s 20S proteasome (lower right corner
depicts the binding mode of SylA to one of the
active-site centres of the proteasome), resulting in
the so-called brown-spot disease. The synthetic
preparation of SylA and its analogues opens up
further possibilities for biological investigation
into the mode of action of SylA in plant—
pathogen interactions. Details are discussed

in the article by M. Kaiser et al. on p. 3991ff.
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We present herein a straightforward strat-
egy to obtain (25,3R,4S5)-4-OH-iLeu in
>99%de and >99%ee in a 22% overall
yield. The strategy relies on two key reac-
tions: Mannich-type condensation followed
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reactions, and intramolecular carbolithi-
ation reactions. Solid-phase synthesis, as
well as other reaction types for the syn-
thesis of indoline derivatives is explored.

deprotection
reduction

] hydrolysis j\)\/
EtO7 ™ — " Ho -

NH, OH

PMP'NH O
by base-promoted epimerization/crystalli-
zation to introduce the two contiguous
stereogenic centers. The reaction sequence
is simple and straightforward.

A convergent synthesis to SylA and deriva-
tives was developed and employed for the
synthesis of a small collection of SylA ana-
logues. The critical key step is ring-closing
metathesis of a preorganized precursor,
yielding a fully functionalized SylA macro-
cycle for further decoration with various
side chains. The biological activities of
these compounds were tested.
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A new class of push—pull chromophores
with disubstituted amines and nitro groups
connected to a spirobifluorene core has
been synthesized. The first and second hy-
perpolarizability (f and p) of these com-
pounds have been investigated through a
joint experimental and theoretical ap-
proach and compared to those of reference
fluorenes.

CeHs.
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R= Me, Et, 3,4-(MeO),CgH3, 3,4,5-(Me0)3CgHy, (p-MeO)CgH4CHy, CgHsCHoCHp, CH=CHCH,, <: )—CH,CH;,
o

Tricyclic (R)-phenylglycinol-derived lactam
2 has proven to be a versatile scaffold that
provides general access to enantiopure 1-
substituted tetrahydroisoquinoline deriva-

e

3,4-Benzocycloocten-1,5-diyne is a highly
reactive hydrocarbon that readily under-
goes different types of addition reactions.

L S

n=0-2

Sterically shielded and therefore stable
oligoenynes were readily prepared from
acetylenic building blocks and charac-
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tives as well as more complex alkaloids, for
example, (—)-crispine A, bearing the tetra-
hydroisoquinoline moiety.

additions:
Diels-Alder

al

Electrophilic additions cause ring contrac-
tions to dihydropentalene derivatives.

i

LS

n=0-2

terized by spectroscopic and X-ray diffrac-
tion data.

© 2010 Wiley-VCH Verlag GmbH & Co. KGaA, Weinheim

Eur

European Journal
of Organic Chemistry

F. Rizzo, M. Cavazzini, S. Righetto,
F. De Angelis, S. Fantacci,

S. Quici* 4004—4016

A Joint Experimental and Theoretical
Investigation on Nonlinear Optical (NLO)
Properties of a New Class of Push—Pull
Spirobifluorene Compounds

Keywords: Spiro compounds / Nonlinear
optics / Ab initio calculations / Push—pull
molecules

M. Amat,* V. Elias, N. Llor, F. Subrizi,

E. Molins, J. Bosch ............... 4017—-4026
A General Methodology for the Enantiose-
lective Synthesis of 1-Substituted Tetra-
hydroisoquinoline Alkaloids

Keywords: Alkaloids / Heterocycles /
Lactams / Asymmetric synthesis / Total
synthesis

C. Werner, H. Hopf,* J. Grunenberg,
P. G. JOnes ....cooveerirnircnnenennnns 4027—-4034
The Chemical Behavior of 3,4-Benzocyclo-
octen-1,5-diyne

Keywords: Alkynes / Strained molecules /
Ring contraction / Transannular interac-
tions

P. Kilickiran, H. Hopf,* 1. Dix,

P. G. Jones 4035—4045

Preparation of Highly Hindered Poly-
enynes

Keywords: Alkynes / Polyene/polyyne hy-

brid compounds / Carbon-rich com-
pounds / Thiophenes

3965



[n]

[n]

CONTENTS

D. Wullbrandt, H. Hopf,*

P. G. Jones 4046—4048

Preparation and Structure Determination
of a Stable cis-Bis-o-homobenzene Deriva-
tive

Keywords: Cyclophanes
ation / Homobenzenes

| Cyclopropan-

L. Molina, E. Moreno-Clavijo,

A. J. Moreno-Vargas,* A. T. Carmona,
L. Robina* .......ccocvvverucrrucennne 4049—-4055
Synthesis of a C3-Symmetric Furyl-Cyclo-
peptide Platform with Anion Recognition
Properties

Keywords: Heterocycles / Cyclopeptides /
Peptidomimetics / Anion receptors / Host-
guest systems

T. Noél, K. Bert, E. Van der Eycken,

J. Van der Eycken* ................. 4056—4061
Imidate—Phosphanes as Highly Versatile
N,P Ligands and Their Application in
Palladium-Catalyzed Asymmetric Allylic
Alkylation Reactions

Keywords: Asymmetric catalysis / N,P
ligands / Palladium / Allylic alkylation /
Imidate ligands

L. Cirillo, A. Silipo, E. Bedini,*

M. Parrilli 4062—4074

A Urea-Linked Glucosamine Dimer as a
Building Block for the Synthesis of Linear
and Cyclic Neosaccharides

Keywords: Carbohydrates / Glycoconju-

gates / Macrocycles / Oligosaccharides /
Reaction mechanisms

3966

© 2010 Wiley-VCH Verlag GmbH & Co. KGaA, Weinheim

H3C CH3 H,C CH
CuCl, —
O~ g,
—_—
o
H3C Cl-l3 H,C CH
A= N acd, o
Cl
O™>N PPh,
Fe
<
5b
5 g
[Pd(r—C3Hs)Cl], *
ROYR " ligandsb - RY77R
OAc NuH, BSA, Nu
BSA activator
CH,Cl,
n
up to 99% yield
up to 99% ee
Ph/w
Ph/wo i. p)NO,PhOCOCI, NaHCO3
o) 3:2 v/v CH3;CN/H,0, 0 °C
HOA—= ——
2! oa - Nat, DMF, 30 °C

A novel urea-linked glucosamine dimer was
obtained through a modification of the
standard oxazolidinone closure reaction on
a 2,3-amino alcohol monomer. Its 3D
structure as well as the mechanism for its
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By cyclopropanation of a [2.2]paracyclo-
phane a stable cis-bis-c-homobenzene de-
rivative was prepared. The X-ray structure
of this hydrocarbon is the first for this class
of compounds.

The synthesis and structural analysis of a
new furyl-cyclopeptide is reported. This
compound shows interesting anion-recog-
nition properties towards cyanide, acetate
and chloride based on the enhanced forma-
tion of unusual hydrogen bonds between
the aromatic CH and the guest anion.

Chiral imidates were developed as a new
class of N,P ligands and are easily obtained
in one step. Excellent performance of the
catalyst system was observed with various
carbon nucleophiles in the Pd%catalyzed
asymmetric allylic alkylation.

0

03 _Ph
formation was studied in detail. Chemose-
lective reactions on its oxazolidinone—

urea—oxazolidinone moiety allowed access
to linear and cyclic neosaccharides.
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The macrocyclic core of marine natural
macrolides of the auriside type product is
accessible by two approaches based on the
ring-closing metathesis reaction (Yamagu-

transannular
ketalization

1|, OR!
chi macrocyclization). The convergent o” 0 |\ o
stereocontrolled synthesis of a truncated o > vinyl metal
.. R esterification addition

auriside analogue was accomplished.

COR® R2  COR®

0,
/—N-NHR? + | | DABCO (10 mol-%) N 3
R THF, 6 h, rt. =
CO,R? R R30,C

R! = aromatic group, aliphatic group,

R2 = Ts group or Bz group

ester group or trifluoromethyl group R® = Methyl or Ethyl

DABCO (10 mol-%) can promote aza-
Michael addition reactions of a series of
hydrazones with activated alkynes to give

o}
HL PG NHPG
R + /~N or
| Ar/_ AI'/k

PG = Boc, Bz, CO,Et

SO,Ph

DABCO-catalyzed aza-MBH reactions of
N-Boc imines with MVK and its asymmet-
ric version have been thoroughly investi-
gated in this paper. A facile and direct
route was identified that allows highly

In the presence of TfOH, methylenecyclo-
propane diaryl alcohols 1 or dialkyl-,
monoalkyl- as well as monoaryl alcohols 3
underwent a ring-opening/ring-enlarge-
ment process in dichloroethane or nitro-
methane to afford the corresponding
naphthalene or cyclobutanol derivatives in
moderate to good yields, respectively.
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the corresponding adducts in moderate to
good yields.

TQO or LB1

up to 94% ee

enantioselective aza-MBH adducts to be
obtained from the reaction of N-protected
o-amidoalkyl phenyl sulfones with alkyl
vinyl ketones catalyzed by chiral phos-
phane catalyst LBI.

2
OH R R2

R2 ! %

g2 _ HOTF (10 mol-%)
| —_— =
i 0°C,DCE, 3h
i
R RZ = aryl group R
H
0 R OH
2 HOTF (10 mol-%) IACR3
| rt., MeNOy, 3 h ) R2
1
R 1

R2 R3= alkyl group
R2 = alkyl or aryl group and R® = H
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Oxygen-substituted 1,2-oxazines were pre-
pared from 6H-1,2-oxazines. 1,4-Additions
of alcohols provided 5-alkoxy-substituted
derivatives. Use of hydroperoxides fur-
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nished epoxides. Reduction of these substi-
tuted 1,2-oxazines gave hydroxyproline de-
rivatives or 1,2-amino alcohols.

Oxacalix[2]arene[2]quinazolines were syn-
thesized by efficient SyAr cycloconden-
sation protocols. Due to the asymmetry of
the dichloroquinazoline precursors, two re-
gioisomers (syn/anti) were obtained and
their relative ratio could be varied. These
O-bridged macrocycles provide novel pros-
pects for supramolecular recognition.

A highly efficient, microwave-assisted, sol-
vent-free synthesis of neoflavonoids was
developed. The procedure consists of one-
pot Knoevenagel condensation, lactoni-
zation, and decarboxylation. The use of
microwaves considerably reduced the reac-
tion times, and the yields were significantly
increased in comparison to those observed
under classic heating conditions.

An efficient method for a general synthesis
of substituted bis(pyrazolyl)methanes is re-
ported. This method makes use of SOCI,
instead of COCI, and allows the combi-
nation of various substituted pyrazoles
with different aldehydes in order to built up
a library of new bis(pyrazolyl)methanes.
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An unusual cationic carbenoid rearrange-
ment followed by electrophilic substitution
in the phenyl ring was observed in the

Me

Ph
Me

reaction of 2-phenyl-substituted gem-di-
halogenospiropentanes with methyllithium.
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