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COVER PICTURE

The cover picture shows that the preparation of
ABCD-type porphyrins from porphyrin precursors
is not as difficult as an eye exam or a puzzle. The
use of porphyrin precursors and modern or-
ganometallic methods allow the preparation of all
types of A,- and ABCD-type porphyrins. Details
are discussed in the article by M. O. Senge et al.
from Trinity College Dublin on p. 237ff.
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coupling methodology to the synthesis of
functionalized arylvinyl derivatives are re-
viewed.

Three phenoxazinones, which primarily
differ in the carboxy, carboxamide and ni-
trile substituents at C-1, were isolated from
a Streptomyces griseus strain. The cooccur-
ence of the rare nitrile-functionalized
bezerramycin C with carboxy and carbox-
amide substituted congeners implies a bio-
genetic relationship.

A comprehensive study of contemporary
synthetic methods by using organolithium
and Pd-catalyzed C—C coupling reactions
for ABCD-porphyrins reveals that it is now
possible to prepare almost any desired
meso-substituted porphyrin.
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For the first time it is demonstrated that it
is possible to influence the reactivity of a
neutral electrophile which possesses a hy-
drogen bonding motif by using a comp-
lementary receptor: Upon complexation of
BA1 with the receptor DAC both the elec-
trophilicity and the Lewis acidity of BA1
are markedly increased.
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Co-catalyzed cyclooligomerization of eth-
ynylazulenes as well as diazulenylethynes to
the corresponding azulenyl-substituted
cyclobutadienes and benzenes is described.
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The enantiopure stereoisomers of the title
compound were prepared and charac-

R=AIH

terized, starting from a tartaric acid de-
rived keto amide.

Nucleophilic Trifluoromethylation

F. Massicot, J. Nonnenmacher,
F. Grellepois, C. Portella*® ......... 275-279

Enantiopure  2-(Trifluoromethyl)-1,2,3,4-
tetrahydronaphthalene-1,2-diols from a
Tartaric Acid Derived Scaffold

Keywords: Aromatic substitution / Asym-
metric synthesis / Chiral pool / Cycli-
zation / Fluorine

An exhaustive study of tautomerization in
three kinds of dihydro-1,5-benzodiazep-
in(e)-2-(thi)one systems through theoretical
calculations is reported.
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A series of enantiopure phenanthro-indol-
izidine alkaloids have been synthesized in
excellent overall yields and with very high
ee values with Parham-type cycloacylation

as the key step. The large-scale preparation
of enantiomerically pure alkaloids is now
feasible.
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The electronic natures of the aromatic sub-
stituents on B-halo-B-(trifluoromethyl)styr-
enes govern the outcomes of their reactions
with nitrogen nucleophiles bearing primary
amino groups, the reaction products being
either captodative trifluoromethylated en-
amines or vinylogous guanidinium salts.
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The stereoselective gold-catalyzed 6-endo
cyclization of various B-hydroxyallenes in
the presence of N-iodosuccinimide affords
iodinated dihydropyrans in good yield.
Subsequent functionalization by pal-
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ladium-catalyzed cross coupling opens an
access to o-hydroxyallenes that are con-
verted in a second gold-catalyzed cycli-
zation into bicyclic ethers which occur in
various natural products.
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‘We implemented an efficient, one-step pro-
cedure for the direct synthesis of new imid-
azol-2-yl-1 H-quinolin-2-ones from the re-
action of 2-chloroquinolin-3-carbaldehyde
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with aromatic o-diamines using Am-
berlyst®-15 as catalyst. This approach in-
volved simultaneous C—CI hydrolysis and
condensation processes in the same pot.
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Cyclopentadienyl-free rare-earth metal am-
ides [{(CH,SiMe,){(2,6-iPr,CcH;3)N},} Ln-
{N(SiMe;),}(THF)] have been found to be
versatile catalysts for C—N and C—C bond
formation.
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The first total synthesis of rhoiptelol B has
been achieved in 15 steps in a stereoselec-
tive and convergent fashion. The key steps
used were Keck allylation, Jacobson reso-

lution, lithium-mediated aldol reaction and
reductive etherification for the generation
of required chiral centers.
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R = iPr, nPr, cHex, tBu, 4-MeOCgH,4

cis-3-Benzyloxy-4-(2-bromo-1,1-dimethyl-
ethyl)azetidin-2-ones were transformed into
novel cis-2-oxa-6-azabicyclo[3.2.0]heptan-
7-ones by a two-step procedure. The latter

mevalonate-derived Z
HO CH;

Cristatomentin polyketide-derived

fenchyl Grignard reagent

CIMg,, 2R

48 48
20:80

or
epimerized fenchyl Grignard reagent

80:20

The reaction of the fenchyl Grignard re-
agent (ratio endolexo = 20:80) or the epi-
merized fenchyl Grignard reagent (ratio
endolexo = 80:20) with (NEt,),PCl gave
rise to a mixture of o~ and B-fenchylbis(di-
ethylamino)phosphane with an endolexo

Efficient Synthesis of B-Glycosphingolipids
by Reaction of Stannylceramides with Gly-
cosyl Todides Promoted by TBAI/AW 300
Molecular Sieves

(NEt,),PCI
—— 48

—MgCl,

HCI

MeoH  MeO HN-R

cis-2-oxa-6-azabicyclo[3.2.0]heptan-7-ones
were subsequently converted into cis-
3-amino-tetrahydrofuran-2-carboxylates
through acidic methanolysis.

The structure of cristatomentin has been
elucidated by MS studies and comparison
of its NMR spectrum with those of cristatic
acid and albatrellin. The furylbenzoquin-
one chromophore of cristatomentin may
arise from cristatic acid and 2-O-acetyl-
atromentin, which co-occur with the title
compound in the fungus.

(EtoN)oPs, 2R

ratio of 6:94 regardless of the original
endolexo ratio. The results of the substi-
tution reactions are consistent with a SET
mechanism involving the fenchyl radical as
intermediate.
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