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COVER PICTURE

The cover picture shows furfural and dihydroxy-
acetone, which are two compounds that can be
obtained from plant sources, for example, from
olive stones and sugar beets, respectively. These
compounds can be used as building blocks for a
convergent, cascade annulation based synthetic
approach to the sodium channel blocker tetro-
dotoxin isolated from puffer fish. Details are
discussed in the article by F. Cagide-Fagı́n and
R. Alonso on p. 6741ff.

Eur. J. Org. Chem. 2010, 6691�6696 www.eurjoc.org © 2010 Wiley-VCH Verlag GmbH & Co. KGaA, Weinheim 6691



CONTENTS

MICROREVIEW
cine Substitution

cine Substitution resulting from slow trans-Y. Peng, W.-D. Z. Li* ............. 6703�6718
metallation is an “abnormal” phenomenon
in classic Stille cross-couplings of stericallycine Substitution and the Cu Effect in Stille
hindered vinyltins. Two mechanistic expla-Cross-Coupling Reactions: Mechanistic
nations are critically evaluated. As a meth-Perspectives and Synthetic Utility
od of countering cine substitution, co-ca-
talysis by CuI can accelerate transmetalla-Keywords: Natural products / Cross-cou-
tion remarkably and on occasion restorepling / cine Substitution / Copper / Stille
the ipso selectivity.reaction

SHORT COMMUNICATIONS
Aromatic Substitution

E. Tayama,* T. Yanaki, H. Iwamoto,
E. Hasegawa ........................... 6719�6721

Copper(II) Triflate Catalyzed Intermolecu-
lar Aromatic Substitution of N,N-Disubsti-
tuted Anilines with Diazo Esters

The intermolecular aromatic substitution amount of copper(II) triflate/ligand com-
of N,N-disubstituted anilines with diazo plex (up to 89% yield). The scope and limi-Keywords: Aromatic substitution / Sub-
esters is shown to proceed under mild con- tations regarding substrates, diazoesters,stituent effects / Synthetic methods /
ditions in the presence of a catalytic and ligands in this reaction are described.Arenes / Diazo compounds

Enantioselective Catalysis of Epoxides

H. Bao, J. Wu, H. Li, Z. Wang, T. You,
K. Ding* ................................. 6722�6726

Enantioselective Ring Opening Reaction of
Cheap and easily available chiral BINOL- aliphatic amines as nucleophiles. The corre-

meso-Epoxides with Aromatic and Ali-
ate/Bu2Mg complexes have been demon- sponding β-amino alcohols were obtainedphatic Amines Catalyzed by Magnesium
strated to be efficient catalysts in the en- in good yields with moderate to high eeComplexes of BINOL Derivatives
antioselective ring opening aminolysis of values.
meso-epoxides with both aromatic andKeywords: Asymmetric catalysis / Epox-

ides / Amino alcohols / Amines / Mag-
nesium

Synthetic Methods

The products of the one-pot assembly ofE. Y. Schmidt, B. A. Trofimov,*
ketones and acetylene, 7-methylene-6,8-di-N. V. Zorina, A. I. Mikhaleva,
oxabicyclo[3.2.1]octanes, congeners of anI. A. Ushakov, E. V. Skital’tseva,
insect pheromone frontalin, undergo anO. N. Kazheva, G. G. Alexandrov,
acid-catalyzed rearrangement to diastereo-O. A. Dyachenko ..................... 6727�6730
merically pure 2-acetyl-3,4-dihydropyrans
in excellent yields. The synthesis is realiz-Synthesis of Functionalized 3,4-Dihydro-
able in a one-pot manner procedure di-pyrans via Rearrangement of the Products
rectly from ketones and acetylene.of a One-Pot Diastereoselective Assembly

of Ketones and Acetylene

Keywords: Heterocycles / Oxygen hetero-
cycles / Synthetic methods / Dihydropyran
synthesis

6692 © 2010 Wiley-VCH Verlag GmbH & Co. KGaA, Weinheim www.eurjoc.org Eur. J. Org. Chem. 2010, 6691�6696



N-Ethyl-α,β-dehydroamino Acids

L. S. Monteiro,* J. Kołomańska,
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