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A survey of the latest methods of prepara-
tion of all known ring-fused oxazine-2,4-
diones is given. The reactivity scope of this
class of attractive compounds is exhaus-
tively depicted.

Base-promoted  decarboxylative  pro-
tonation of the dialkanoates afforded from
the Sy2'-reaction of Baylis—Hillman acet-
ates of acrylates with ethyl nitroacetate
provides a general route for the synthesis
of homoallyl nitroalkanes. A similar reac-
tion of substrates derived from Baylis—
Hillman acetates of acrylonitrile results in
the formation of bisallyl nitroalkanes.

Highly o-selective addition reaction can be
achieved by using the prenyltributyltin/
HfCl, system. In situ generated allylhaf-
nium plays an important role for the reac-
tivity and regioselectivity.
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Re = CF3, CoF5, C7F15

Fluorinated aryl and vinyl ethers are easily
obtained by copper-catalysed cross-cou-
pling reactions between fluoro alcohols
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(RE-CH,OH type) and the corresponding
halides.

Fluorinated Ethers

D. Vuluga, J. Legros,* B. Crousse,*

D. Bonnet-Delpon .................. 3513-3518
Facile Access to Fluorinated Aryl and
Vinyl Ethers through Copper-Catalysed
Reaction of Fluoro Alcohols

Keywords: Fluorine / Alcohols / Enols /
Ethers / Copper

DNA labelling by tetrathiafulvalene has
been attempted. TTF-modified nucleoside
triphosphates were prepared and tested as
substrates for DNA polymerases. Their en-
zymatic incorporation was inefficient and
at higher concentrations they totally in-
hibited the polymerase.
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Unrolling Tin  Conformations:  The
Karplus-type dependence on the dihedral
angle # of vicinal spin-spin couplings in-
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The synthesis and quadratic non-linear op-
tical activities of bent azo-chromophores
containing the 10-electron heterocycle s-tri-
azolo[3,4-b]thiadiazole is presented. At-
taching electron-withdrawing groups to
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either the thiadiazole or the triazole ring
results in a strong variation of the ground-
state dipole moment and the quadratic
NLO activity.
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Steroidal hydrazones and oxime ethers have
been demonstrated to possess enough elec-
trophilic force in the presence of a stoichio-
metric amount of BF;-OEt, to induce 1,5-
hydride shift from the activated benzylic

BFg-OEty

40 °C

carbon C-9. The subsequent intramolecu-
lar cyclization led to novel 9,13-bridged
azaestrone derivatives stereo- and regiose-
lectively.
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Recoverable heterogenous catalyst
for Suzuki reactions!!

Catalytic films of (oligothienyl)Pd com-
plexes are electrochemically deposited onto
inert surfaces and are used as a recoverable,
reusable Suzuki cross-coupling catalyst.
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Starting from 2,4-diacylpyrrole, a series of
reduction, dehydration, N-protection and
N-deprotection reactions have been ex-
plored. 2- and 4-Carbinols were obtained
with complete regioselectivity and 2,4-di-
vinylpyrrole was synthesized in the pres-
ence of a N-phenylsulfonyl group.
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Elusive sodium tetraalkoxyborates are
easily obtained by anhydrous ball milling
of aldehydes and ketones with 1/4NaBH,.
They are versatile solid precursors of al-
cohols. This quantitative new technique
specifically provides allylic alcohols from
conjugated aldehydes, which solves a long-
standing synthetic problem. The inorganic
sodium borate originating from desert
mines is easily recycled.
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Cyanogen azide was found to be an ef-
ficient reagent for the synthesis of readily
purified substituted tetrazoles from second-

ary amines under noncatalytic mild con-
ditions.

Pyranosyl and furanosyl chlorides, with
ether or acetal protecting groups, can be

WIS PO
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PO R-Li POy
or

Cl
. . P
conveniently transformed into C-1 glycals O? _— p
by treatment with organolithium reagents ’0 Oy = Lotyield PO/X_/?/R
(R-Li) at low temperature. w >20 examples i
PO oP OP = ether, isopropylidene
Inula viscosa % > —
(Aerial parts) OMe
OH OH OH
llicic acid B-Eudesmol a-Eudesmol
methyl ester 52 % (overall yield) 41 % (overall yield)
0.97 %

The enantiospecific synthesis of B- and o-
eudesmol was carried out from the new

natural quiron ilicic acid in six and seven
steps, respectively.
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Stereodivergent toward four rare 2,6-dide-
oxyhexoses! Starting from lithiated meth-
oxyallene and (S)-lactaldehyde derivatives,

a C; + C; approach allows the efficient syn-
thesis of L-cymarose, L-sarmentose, L-digi-
nose and L-oleandrose.
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A highly enantioselective synthesis of o-
allenylglycinates 15 is described. The meth-
odology is based on the diastereoselective

coupling of the homocuprate of bislactim
ether 9 with primary propargyl halides 10.

The preparation and pharmacological
properties of new tetracyclic forskolin ana-
logues are reported. The new tetracyclic
analogues were obtained via radical and
carbene intermediates by an unprecedented
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Two syntheses of the unique side-chain of
psymberin (1) are presented starting from
either the racemic or enantiomerically pure
protected glycolic acid 6. A key building

WWW.eurjoc.org

rearrangement. The activity of the new for-
skolin analogues towards adenylyl cyclases
1, 2 and 5 were tested and found to be par-
tial agonists of the enzyme.

A series of chroman isosteres was synthe-
sized by using an intramolecular inverse
electron demand Diels—Alder reaction as
key step. This approach allows the modu-
lation of the pyridin core of the amine
moiety and of the nonaromatic ring size.

‘OMe Me Me

OH

psymberin / irciniastatin A (1)

block ready for coupling is provided by a
chemoenzymatic approach. The enzymatic
step was optimized, furnishing the desired
intermediate in high selectivity (£ > 100).
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N-Amino-exo-3,6-epoxy-1,2,3,6-tetrahydro-
phthalimide demonstrated high activity
towards addition to alkenes, giving access
to stable aminoaziridine derivatives in good

* Author to whom correspondence should be addressed.

yields. Although the aminoaziridination
agent contained a highly reactive double
bond, no products of self-aziridination
were detected.
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