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COVER PICTURE

The cover picture shows the different pathways that
can be involved in the reaction of crotyltins with
aldehydes in the presence of metal salts. De-
pending on the experimental conditions, the cro-
tyltins can isomerize through 1,3-metallotropy or
transmetallate with metal salts. The ratio of E/Z
linear homoallylic alcohols and the ratio of
synlanti branched homoallylic alcohols are used

to discriminate between these pathways. Details

are discussed in the article by F. Zammattio,

J.-P. Quintard et al. on p. 1681ff.
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journals, the European Jour-

nal of Inorganic Chemistry and
the European Journal of Or-
ganic Chemistry. Three further
EUChemSoc Societies (Austria,
Czech Republic and Sweden) are
Associates of the two journals.
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A novel intramolecular reaction of thioles-

ters with nitrogen ylides is presented, which
leads to the formation of a functionalized

It is the aim of this Microreview to provide
the reader with an overview of recent ad-
vances made within the field of continuous-
flow synthesis and highlight, in particular
for those new to the field, examples that
illustrate the intrinsic benefits associated
with this rapidly growing area of organic
synthesis.

The design and synthesis of nonpeptidic o-
helix mimetics based on a tricyclic oxazole—
pyrrole—piperazine scaffold is described.
The scaffolds present both a hydrophobic
surface for recognition and a hydrophilic
edge that is rich in hydrogen-bond donors
and acceptors.
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tetrahydrothiophene skeleton through a
1,2-thiolate shift.
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R =alkyl, aryl R'=nBuor PS(CH,)4 ZorE syn or anti

syn + Z => simple Lewis acid assistance on the aldehyde
anti + E => transmetallation before addition to the aldehyde

The crotylation of aldehydes by crotyltins
is highly dependent on the nature of the
aldehyde, metal salt and solvent. By using
CeCly/7H,0O/Nal, Z-linear o, adducts (cro-
tyltributyltin) and syn-branched y adducts
(polymer-supported crotyltin) are ob-
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tained. By using InXs3, the reaction is Lewis
acid assisted in CH,Cl, but moves to a
transmetallation process in MeCN with a
preference for the E-o adduct and the anti-
v adduct.
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A modular and efficient synthesis of a
series of diverse 4- and 3-substituted ben-
zene and aniline C-ribonucleosides was de-
veloped on the basis of Pd-catalyzed cross-
coupling and amination reactions of
protected bromophenyl C-nucleosides.
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Several classes of coupling agents for the
formation of dinucleoside 3'-C-methylene-
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4-endo 3-endo
Diastereomeric  anti-apicophilic ~ phos-

phoranes (O-equatorial phosphoranes)
have been found to undergo stereospecific

The synthesis of a 1-aryltetralin privileged-
structure-based library of novel angular
heterocyclic lignans is described. Indolo-
tetralins 3, tetrahydroquinolinotetralins 4,
and thiochromanotetralins S were obtained
from the methyl ester of thuriferic acid 2
according to a three-step procedure involv-
ing an InCls-catalyzed Friedel—Crafts-type
cyclization as the key step.
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phosphinates were investigated with respect
to rate and side reactions.
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pseudorotation to different O-apical dia-
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From the cyanobacterium 7Tychonema sp.
two new cyclic peptides (tychonamide A
and B) were obtained, both of which
contain the novel f-amino acid Atpoa (3-
amino-2,5,7-trihydroxy-8-phenyloctanoic
acid). The peptides are distinguished by
their cytotoxicity and interesting antiproto-
zoal activity.
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Stable carbocations derived from substi-
tuted benzo- and dibenzofluorenes were
studied by NMR and DFT methods. Sev-

(31
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Ny
3257

eral nitro derivatives were synthesized.
Comparative mutagenicity assay and X-ray
analysis were performed.
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1. PhCH=C(COOMe),
2. Smly, us

3. Me,NLi, -78°C

4. Me;NBH(OAc);

An efficient synthetic method to rocagl-
amide 1 and its 2,3-di-epi analogue 3 in ra-
cemic form was set up with 14.3 and 5.6%

total

respectively,
benzofuranone 4. Several reactions were
highly stereoselective or even stereospecific.

yield, starting from
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Oxazoline-substituted prolinamides cata-
lyse the direct asymmetric aldol reaction
between cyclohexanone and a range of al-
dehydes to give excellent conversions and
enantioselectivities up to 84% under opti-

O OH O OH
- X - A
N BN
X X
X X
up to 84% ee

mum conditions. Reactions were highly
substrate-specific with electron-deficient al-
dehydes giving the highest yields and ee
values.
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Efficient syntheses of chromophores for
quadratic optics by using a Suzuki cross-
coupling reaction between 4-bromo-
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pyridine N-oxides and tert-butylated bo-
ronic ester are described.

Pyridinium Phenolate Betaines

V. Diemer, H. Chaumeil,* A. Defoin,
A. Fort, A. Boeglin, C. Carré ... 1767—1776
Syntheses of Sterically Hindered Zwit-
terionic Pyridinium Phenolates as Model
Compounds in Nonlinear Optics

Keywords: Donor—acceptor systems / Zwit-
terions / Nonlinear optics / Cross-coup-
ling / Chromophores / N heterocycles

Tetraalkylammonium salts bearing PFs~
and BF,~ anions have been recognized as
recoverable phase-transfer catalysts for the
synthesis of 1,1-dichlorocyclopropane and
o~(trichloromethyl)carbinol derivatives
from alkenes or aldehydes in the hetero-
geneous system KOH(s)/CHCI;. The cata-
lysts retained their catalytic activity over
several reaction cycles.
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Recoverable Phase-Transfer Catalyst
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Theoretical calculations predict that ketene
formation in phenyliodonium ylides of
hydroxyquinones is a more favorable reac-
tion path than the phenyl-group migration
path observed in analogous cyclic ylides.
This is in excellent agreement with exper-
imental data. Both rearrangements follow
a single-step concerted mechanism via dif-
ferent transition states.
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Enantioselective routes to both enantio-
mers of cis-4-hydroxypipecolic acid (1)
and trans-3-hydroxypipecolic acid (2) are
described. The regioselective C-3 ring
opening of 7 leads to 1, whereas C-2 ring
opening leads to 2. This chemistry was also
used in the preparation of trans-3-hydroxy-
2-hydroxymethylpiperidine and the natural
product baikiain.
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Regioselective lithiation of synthetically
important  activated =~ bromobenzenes
XC4H,Br (X = 4-Br, 4-1, 4-CN, 2-CN) is
reported. Treatment of the resultant aryl-
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Acidic hydrolysis of (2S,4S5)-4-arylamino-
glutamates results in the formation of lac-
tams in which ring closure occurs with the
participation of the y-amino and o-COOH
groups; lactams resulting from o-amino

CO,Et

Depending on the relative configuration of

starting bicyclic ketones (cis or trans),

CORRECTION
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o
x e

COOM

trans-linear

electrophile
lithiums with a number of electrophiles

provided functionalized derivatives with
good yields.

X=CN
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2. 70 °C, in vacuo Ar‘TlI S
3. 1N NaOH S
I>-COOH
o) N
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and y-COOH group participation are not
formed. Isomeric lactams can be easily
converted in acidic medium into more
stable 4-amino-1-aryl-5-oxoprolines.

N
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either linear or angular quinoline annu-
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