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COVER PICTURE

The cover picture is an attempt to represent a cornu-
copia of molecules that are derived from o-amino
aldehydes. One hundred years ago, Emil Fischer
attempted to prepare glycinal, a prototypical o-
amino aldehyde. Although glycinal resisted iso-
lation and was found to be too unstable, it did
provide a foundation for numerous synthetic
studies of related molecules. Over the last century
this field has flourished, proving the lasting value
of these important synthetic intermediates. A. K.
Yudin et al. summarize the latest trends in o-
amino aldehyde synthesis and applications on p.
5201ff. The cover art was created by Mr. Ryan
Hili. The authors gratefully acknowledge ongo-
ing financial support from NSERC.
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the basis of their “synthetic content”,
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groups per arbitrary unit of molecular
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themselves close to the very top of that list.
The presence of synthetically ubiquitous
amine and aldehyde functionalities predis-
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Twelve artificial glutamate analogues in-
spired by natural products were efficiently
synthesized by employing a regioselective

poses o-amino aldehydes towards highly
convergent bond-forming operations. Such
juxtaposition does not come without a
price: incompatibility of these functional
groups calls for protecting groups. We dis-
cuss challenges and recently identified op-
portunities in this field.
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12 analogs with new bioactivity

domino metathesis reaction of 7-oxanor-
bornenes as the key step. One analogue was
found to exhibit unique hypoactivity.
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Boron turns out to be a stable stereogenic
center in imine complexes of aryl and alkyl
boronates. Calculated and measured CD

WWW.eurjoc.org

spectra permit to assign the absolute con-
figuration to boron in the first enantio-
meric boronate-imine complexes.
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The first example of nucleophilic trifluoro-
methylation by using Me;SiCF; proceeding
in the presence of strong protic acids is
described. The presented methodology
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broadens significantly the scope of the tri-
fluoromethylation of the C=N bond and
offers a new selectivity profile for the appli-
cation of fluorinated silicon reagents.

A new resorc[4]arene-based host molecule
was synthesized by attaching a l-aza-15-
crown-5 ether to a cavitand. The associ-
ation constants for alkali-metal complexes
in solution were determined by means of
fluorescence titrations, indicating an en-
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A new class of fluorescent dye for sensing
water in organic solvents by photo-induced
electron transfer (PET), based on a (phenyl-

Peptide-based NHC-pyridine ligands and
their palladium complexes were synthe-
sized on solid support and characterized by
NMR and mass spectrometry. The sup-
ported ligands were complexed to pal-
ladium by treatment with BEMP and
PdCL,COD. Successful catalytic appli-
cations were demonstrated in Sonogashira
and Suzuki cross-coupling reactions per-
formed in organic solvent or water.
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hanced selectivity for sodium cations.
Selected equilibrium structures of the
formed complexes were examined by
Kohn—Sham DFT calculations to give a
detailed understanding of the interplay be-
tween the two involved building blocks.
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amino)naphtho[1,2-dJoxazol-2-yl-type fluoro-
phore with both proton binding and proton do-
nating sites, has been designed and developed.
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The development of a new method for the
synthesis of 1,1-dioxido-1,2-benzisothiazol-
ine-3-acetic acid by a domino process is re-
ported. Ultimately, this method has been
expanded to a one-pot, sequential three-

MeO NH MeO H N
COOEt COOEt
DKR s
ubtilisin
CAL-B NH4OAc 0.1 M in H,O ‘Carlsberg
pH 8.5
MeO i MeO z NH
COOH COOH

component protocol to generate diverse
benzofused y-sultams from a range of com-
mercially available a-bromobenzenesul-
fonyl chlorides, amines and Michael ac-
ceptors.

A very efficient enzymatic method is re-
ported for the synthesis of cyclic y-lactam
and y-amino acid enantiomers through the
CAL-B-catalysed enantioselective (E >
200) hydrolysis of the corresponding N-Boc
protected and unprotected racemic y-lac-
tams with H,O in iPr,O.

The first synthesis of both enantiomers of
6,7-dimethoxy-1,2,3,4-tetrahydroisoquin-
oline-1-carboxylic acid was accomplished
through dynamic kinetic resolution.

X X R2
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S K,COj or Et;N m HgS0,4/H,80, @\/
| reflux . MeOH, H,0
R ,P\/O ROH, reflux R P—OOEt ereflux 2 - p-OFt
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R'= OMe, Cl, H; R?= alkyl, ary; X = CI, H; R = Me, Et

Alcoholysis of phosphaisocoumarins to 2-
(2-oxoalkyl)phenylphosphonates was ex-
tensively studied. The obtained novel keto
phosphonates could also be synthesized di-

WWW.eurjoc.org

rectly by the hydration of 2-(1-alkynyl)-
phenylphosphonates; these compounds
showed medium inhibitory activity towards
o-chymotrypsin.

Eur. J. Org. Chem. 2008, 5191—5196



— [1,2-8C,Jacetate

e o
OHO OHO
o o) e oHQ o
® [1-“Clacetate Hscw O A ot ’N oH
o OH 2 OH O

During HPLC/diode-array screening for
new secondary metabolites, two new com-
pounds were produced by Streptomyces sp.
Acta 1362 and were named as grecoket-

HoN
R = Me: (-)-2 1
R = CH,OBn: (+)-15

The preparation of two polyhydroxylated

indolizidines, (—)-12 and (—)-27, is reported.

The piperidine ring was formed by an in-

tramolecular Mannich-type reaction. The

OTMS MeO

. Meo@

The pKr* value of the title cation was
found to be 9.8, which is less than that ex-
pected by inductive stabilization from the
numbers of carbons at the 1-position. The

Y H COOEt
Ro_o + Tol/\/ —_—

ides A and B. The fermentation, isolation,
structure elucidation and biosynthetic
studies of these two compounds are de-
scribed.

oH
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inhibitory properties of the two synthesized
indolizidines were evaluated against a vari-
ety of commercial glycosidases.

OQ

X-ray crystal structure of the title cation
(ClO4~ salt) reveals CH—O interactions
and deformation of the azulenyl ion part.
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Alkyne amino acids
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Synthesis of N*-Fmoc-m-azido- and N*-
Fmoc-o-yne-L-amino acids as building
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blocks for pseudopeptide precursors of
inter- and intramolecular click reactions.
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Reactions of 2-aryl-1,1-cyclopropane dies-
ters with anthracenes under Lewis acid ca-
talysis afford three kinds of products de-
pending on the substituents in anthracene
and the nature of the aryl group in the
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Spirooxadiazoline 1 is shown to be a con-
venient precursor for the generation of
foiled carbene 5. S can be trapped with al-
cohols with formation of the product with
an anti-configuration. By photolysis car-

The o-oxysulfonylation of ketones cata-
lysed by enantioenriched iodoarenes using
mCPBA as stoichiometric oxidant is re-
ported to give useful synthetic interme-
diates in good yield and modest enantio-
selectivity.

RO,C XK

CO,R

5 -

RO,C.

e

Ar = 3,4,5-(MeO)3CgH,, 2-Th

cyclopropane. A formal [4+3] cycload-
dition product, the product of cationic
cyclization onto the aryl group of the
starting cyclopropane, and the common
Friedel—Crafts products are obtained.

10tr

bene production is preceded by the forma-
tion of a diazo compound whereas ther-
mally, an extremely unstable carbonyl ylide
is generated first.

Supporting information on the WWW (see article for access details).

If not otherwise indicated in the article, papers in issue 30 were published online on October 7, 2008

5196

© 2008 Wiley-VCH Verlag GmbH & Co. KGaA, Weinheim

WWW.eurjoc.org

Eur. J. Org. Chem. 2008, 5191—5196





