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COVER PICTURE

The cover picture shows the synthesis of optically ac-
tive esters and amides by chemoenzymatic dynamic
kinetic resolution (DKR) from racemic alcohols
and amines, respectively. Racemic substrates are
transformed into single enantiomeric products by
the combination of metal-catalyzed racemization
and enzymatic acylation. The background is “The
Hands of Win-Win” of Homigot, 22 km east of
Pohang along the East Sea of Korea. Many
people visit Homigot to see the hands and the
sun rise. The hands are chiral and racemic. The
Microreview by M.-J. Kim, J. Park et al. on p.
9991t. describes the DKR of racemic alcohols
and amines by emphasizing the characteristics
of the racemization catalysts developed so far.
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Five novel epibatidine analogues were pre-
pared by using a straightforward one-pot
method for the synthesis of 7-azabicyclo-

R-CO,BuU Si-H -~ R-CO,H
R-oBu —| ACERu(CO | o o
DME
R—XBoc —— rtto40°C [—— R—XH
(X =0, NH, NRY)

Hydrosilanes act as a reagent to cleave the
C—0 bond of OrBu groups in carbamates,
carbonates, esters, and ethers by catalysis
of a triruthenium cluster. The reaction of-
fers a novel deprotection method for OrBu

WWW.eurjoc.org

Dynamic kinetic resolution (DKR) is an
attractive process for the production of op-
tically active compounds from racemic
mixtures. Combinations of the processes of
metal-catalyzed racemization and enzy-
matic acylation in one-pot fashion have
shown the potential of DKR of alcohols
and amines. This Microreview summarizes
developments in and the scope of chemo-
enzymatic DKR.
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[2.2.1]Theptane-1-carbonitriles, starting from

cyclohexanones bearing a leaving group at
the 4-position.

(ACE)Ru3(CO);

groups under neutral conditions. Possible
mechanisms for the cleavage of the C—0O
bond of OrBu groups are discussed on the
basis of NMR spectroscopic analysis.
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A novel, two-step, sequential “double- celerate reaction times and improve yields
click” process allows the preparation of for the Cu-catalysed cycloaddition reac-
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yields. Microwave heating was used to ac- stable under these conditions.
Substituted Indoles
" ¢ R® M. De Rosa,* A. Soriente ..... 1029—-1032
N H0 N Rapid and General Protocol towards Catalyst-
R R Free Friedel—Crafts C-Alkylation of Indoles
A simple and general protocol for the C- solvent, short reaction times, good adduct in Water Assisted by Microwave Irradiation
alkylation of ind(?les with b.enzy! h.alides in yields .With high selectivity, easy workup Keywords: Indoles / Friedel—Crafts reac-
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chiral lactol that was generated from farn-
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A Simple Synthesis of Functionalized 3-
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A one-pot three-component reaction be-
tween readily available substituted salicyl-
aldehydes, methyl (triphenylphosphoranyl-
idene)acetate and N-bromosuccinimide is
reported. This simple and straightforward
sequence allows the synthesis of a large
series of functionalized 3-bromocoumarins.
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Noncovalent Saccharide Recognition by
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Conjugate: Selectivity, Cooperation, and
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charide recognition / Porphyrin conju-
gates / Noncovalent interactions / Mass
spectrometry

Size-selective complexation of Glu, Glc,-
Glcg and Mals with a tetrakis(bile acid)—
porphyrin conjugate and properties of the
complexes have been studied by mass-spec-
trometric methods. The bile acid conjugate
was observed to form 1:1 noncovalent com-
plexes with size-selectivity towards oligo-
saccharides with three or more glucose resi-
dues.
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Synthesis of 5-Heteroaryl- and 5,7-Bis-
(heteroaryl)azulenes by Electrophilic Sub-
stitution of 1,3-Di-tert-Butylazulene with
Triflates of N-Containing Heterocycles

Keywords: Azulene derivatives / Hetero-
cycles / Electrophilic substitution / Electro-
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Reaction of 1,3-di-fert-butylazulene with

triflates of N-containing heterocycles in the
presence of excess heterocycles gave 5-
heteroaryl- and 5,7-bis(heteroaryl)azulene

derivatives. The redox behavior of these
new azulene derivatives was examined by
cyclic voltammetry and differential pulse
voltammetry.
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Ester Pyrolysis of Carbonates: Bis(benzene
hydrate) Carbonate as Potential Precursor
for Monomeric Carbonic Acid

Keywords: Computer chemistry / Thermo-
chemistry / Carbonic acid / Carbonates /
Peroxides / Pseudopericyclic reactions

Can monomeric carbonic acid be prepared
by twofold ester pyrolysis reaction of car-
bonates? According to DFT and high level
CCSD(T) calculations, the answer is “yes”.
The carbonate derived from benzene hy-
drate is predicted to be an excellent precur-
sor. Diethyl carbonate or aldoxime carbon-
ates are predicted to be unsuitable for the
generation of carbonic acid, as competing
reactions are predicted to be faster than the
second ester pyrolysis reaction, and peroxy
carbonates suffer from competing O—0O
bond homolysis.
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The first ferrocene-based molecular wires
with three ferrocene hinges have been pre-
pared by Negishi coupling reactions. A
crystal structure analysis of a 1,1’-dithien-
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N
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Iminophosphoranes obtained through a
sequential Ugi four component conden-
sation (4CC)/Staudinger reaction reacted at
room temperature with isocyanates to give
carbodiimides, which were heated in

Get a Grip on Conjugation: The synthesis
of a series of biphenyl push-pull model
compounds with restricted torsion angles
due to a bridging alkyl chain of varying
length is described. The interdependence of
the chromophore’s n-conjugation and the
resulting optical features are reported.

Experimental observations (substrate selec-
tivities and regioselectivities) and high-level
quantum-chemical DFT and MP2 calcu-
lations reveal that the synthetically signifi-
cant reactions between di- or trifluoroben-
zene and Me,EX (E = P, X = SiMe;s,
SnMe,, Li; E = N, X = SiMej3) in the gas
phase or in nonpolar media each proceed
by a concerted mechanism with a single
transition state.
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ylferrocene indicates only a slight deviation
from planarity of the thiophene and the
cyclopentadienyl rings.
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2-Pyrone Diels—Alder Cycloaddition
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C.-S. Lee* ..uierrerrenrenreenennens 1124-1133

Diels—Alder Cycloadditions of 5-Hydroxy-
2-pyrones: 2H-Pyran-2,5-diones and 5-
(tert-Butyldimethylsilyloxy)-2-pyrones  as
Synthons

Keywords: Cycloaddition / Lactones / 2-
Pyrones
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Both 2H-pyran-2,5-diones and 5-(zert-but-
yldimethylsilyloxy)-2-pyrones have been
successfully utilized as synthons for 5-
hydroxy-2-pyrones in Diels—Alder (DA)
cycloadditions at RT. The equilibration/DA

R /\/ EWG

endolexo = 12:1

endol/exo = 6.2:1

0._OR 0._OR
0.0 0.0
* lewe
EWG R

endo exo

EWG = electron-withdrawing groups
R = alkyl, R' = H, alkyl or aryl groups

cycloaddition of 1 was optimized with
cHex,NMe in tBuOH and the Lewis-acid-
promoted DA cycloaddition of 2 was opti-
mized with BF;-OEt, in CH,Cl.

Crystal Polymorphism

S. E. Lawrence, M. T. McAuliffe,
H. A. Moynihan* .......c.ccceeuueee 1134—-1141

Mimics of a R3(8) Hydrogen-Bond Dimer
Motif: Synthesis and Influence on the
Crystallisation of Sulfathiazole and Sulfa-
pyridine

Keywords: Crystal polymorphism / Hydro-
gen bonds / Sulfathiazole / Sulfapyridine /
Polymorphism / Sulfur heterocycles

The syntheses and effects of three com-
pounds, which mimic a specific hydrogen-

bonding motif, on crystallisations of sulfa-
thiazole and sulfapyridine are reported.

Heterocycle Synthesis

A. Mallinger, B. Nadal, N. Chopin,
T. Le Gall* .....cccueevueevuencueennnne 1142—-1148

One-Pot Synthesis of 3-Aryltetramic Acids
Keywords: Tetramic acid / Nitrogen hetero-

cycles / Amides / Ring closure / Dieckmann
condensation / Synthetic methods

A tandem process that combines an amide
formation and a condensation reaction al-
lowed the straightforward, one-pot prep-
aration of several 3-aryltetramic acids from
amino esters and methyl arylacetates.

Enantioselective Deprotonation

V. Lutz, A. Baro, P. Fischer,
S. Laschat® ......ccccoeceevueecueennne 1149-1157

Synthesis of Functionalized Hydropental-
enes by an Asymmetric Deprotonation/
Alkylation Strategy

Keywords: Alkylation / Asymmetric syn-
thesis / Bicyclic compounds / Chiral bases /
Weiss diketone / Chiral auxiliaries
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H H H H
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O method B y fo)
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X, Y=0 0)
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a-Alkylated hydropentalenones are access-
ible with good diastereoselectivities from
differently substituted ketones either by a
direct  enantioselective  deprotonation/
alkylation route (Method A) or by an
enantioselective  deprotonation/trapping/
alkylation sequence via the corresponding
silyl enol ethers (Method B), depending on
the substituents X and Y.
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The first diphosphanes based on a resorcin-
arene cavitand were conveniently prepared
in six steps from a tetrabrominated pre-
cursor. The new ligands were shown to

be suitable for the preparation of bimetallic
complexes without alteration of the shape
of the generic cavitand core.

Cavity-Shaped Diphosphanes

H. El Moll, D. Sémeril,* D. Matt,*
L. Toupet .....ccovvuevuevrcncrennes 1158—1168
Regioselective Grafting of Two —CH,P(X)-
Ph, Units (X = O, Lone Pair) onto a Res-
orcin[4]arene-Derived Cavitand

Keywords: Resorcinarene / Cavitands /
Phosphanes / Phosphane oxides / Ru-
thenium

Starting from 5-bromo-1-vinyl-1H-tetraz-
ole several nitrogen-rich polymers were
synthesized by radical polymerization. The
polymers possess nitrogen contents ranging

2
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Nitrogen-Rich Polymer

T. M. Klapotke,*
S. ML Sproll .....ccceeeveeeecnnenens 1169-1175

Nitrogen-Rich Polymers Based on 5-

from 50—60%. They have moderate ener- nitrogen nitrogen '{"3_“,, nitrogen Bromo-1-vinyl-1H-tetrazole
getic properties, along with thermal stabi-
lities up to 270 °C. Keywords: Nitrogen heterocycles / Nitro-
gen-rich compounds / Tetrazole / Poly-
mers / Polymerization
a-Phosphanylglycines
PhPH + ArNH, . P GOOH ; I(J;af]h, C.-\;. Eu(.),.Mk. :( Kinde;'11n7a6nn,1 186
+ HOMCHOOOH ————s. Ph—PH-CH . G. Jones, J. Heinicke* ....... -
(0c)sMv! NHAr
_COoH H20, Ni(1,5-COD), M1 = Cr, Mo, W) o-Phosphanyl Amino Acids: Synthesis,
PhoP(X)-CH or /s S \ Structure and Reactivity of N-Aryl-a-

(X=0,9)

N-Aryl-a-phosphanylglycines have been
prepared by one-pot three-component
reactions of diphenylphosphane, primary
arylamines, and glyoxylic acid hydrate at

C,Hy oligomerisation catalyst

ambient temperature. The properties, struc-
tural aspects and selected reactions charac-
terize the new a-phosphanyl amino acids,
their reactivity and potential use.

phosphanylglycines

Keywords: P ligands / Amino acids / Hy-
drolysis / Solvent effects / Oligomerization
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