Eur|OC

European Journal
of Organic Chemistry

A union formed by chemi-
cal societies in Europe
GERMANY GREECE (ChemPubSoc Europe) has
taken the significant step
into the future by merging

AP soccie  their traditional journals, to

e ©ESE form two leading chemistr

BELGIUM o FRANCE g y
ChemPubSoc journals, the European Journal

S, Euro pe g of Inorganic Chemistry and the
) 2 European Journal of Organic
’%AN@“’ Chemistry. Three further mem-
SWEDEN Czecu Reruslic pers of ChemPubSoc Europe
(Austria, Czech Republic and

G’Z’]_I ® w KNCV Sweden) are Associates of the

S e OF two journals.
AUSTRIA PORTUGAL SPAIN NETHERLANDS

COVER PICTURE

The cover picture shows the cationic antimicrobial
peptide Gramicidin S (GS, left structure), which dis-
rupts the bacterial membrane, however with little
selectivity over the erythrocytic membrane. This
mode of action is explained by the amphiphilic B-
sheet structure of GS. Three new analogues of GS
were designed in which one PPhe-Pro B-turn motif
has been replaced by different sugar amino acids
(1,2 and 3 in the right structures). The solution
structures of these new analogues were assessed
by 1D and 2D NMR spectroscopy, which shows

a slightly altered backbone conformation. The
antibacterial and hemolytic activities of all ana-
logues were also determined in this study. De-
tails are discussed in the article by M. Overhand

et al. on p. 423111
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This review updates the previous one on
the nBuLi/LIDMAE reagent with focus on
synthetic applications.

In a concise and flexible synthetic route, a
series of new amino acid derivatives con-
taining selenium was prepared. These com-
pounds showed high efficiency as GPx
mimics, destroying H,O, at the expense of
PhSH.

COOMe
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( double locked sialic acid B.B. )

Efficient stereoselective o-sialylation reac-
tions with the use of ring-fixed sialic acid
building blocks in CH,Cl, are demon-
strated. The building blocks are locked by

( a-selective sialylations '

o
Ho\’\\//A

galactose acceptors

NIS, TfOH, CH,Cl,
4AMS, -40 °C o
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R =DTBS or TIPDS

5,7-silylene and 4,5-oxazolidinone protec-
tion with 8,9-di-tert-butylsiloxanylidene
or -tetraisopropyldisiloxanylidene protec-
tion.
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The asymmetric synthesis of (+)-1-deoxy-
nojirimycin has been accomplished by using
a one-pot enol ether metathesis/hydro-

boration/oxidation sequence — an efficient
approach for the selective formation of the
all-trans cyclic triol.

Ar! CO,Me Ar! CO,Me Ar!
d Q—g Ar?B(OH), OH
Rh, microwaves “UAr? LiAIH, RN
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An efficient and stereoselective synthesis of
natural lignans with three contiguous
stereocenters, using a rhodium-catalyzed,

FULL PAPERS

Sugar amino acids are used as dipeptide
isosters in cationic antimicrobial peptides.
The solution structure of these derivatives
is assessed by NMR analysis and the ac-
tivity against several bacterial strains as
well as human erythrocytes is described.
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microwave-assisted conjugate addition was
developed.
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(R)-2-halo carboxylic acid
carrier conjugate

A new working mnemonic has been devel-
oped for the determination of the absolute
stereochemistry of 1,4-phenylenediamine-
derivatized o-halocarboxylic acids by using
the Zn-porphyrin tweezer-ECCD method.

@Tu . @?TP%

E\y | y'CFa
50 mg _<
(0.3 mol-% n 29 mg
catalyst loading) (58% recovered)
Et0,C.__ COEt Et0,C_ COZEt
//|>;\ ﬁ
4499
515¢g (98 % isolated yield)
(20.3 mmol) Ru content: 0.5 ppm
NH, NH,
2
- (CH,0),/
Ea
CF;CO,H /
1 3 Ar atm. /
R R 7 days
Aniline A Aniline B

R L = alkyl; X = halogen R

(S)-2-halo carboxylic acid
carrier conjugate

_____________________________________

All spectroscopic evidence suggests the
presence of a halogen—porphyrin interac-
tion that favors the final, ECCD-active,
conformation.

The synthesis, characterization, and cata-
lytic performance of novel trifluoromethyl-
amido-containing “boomerang” precata-
lysts bearing various NHCs are presented.
The reaction profiles show a matched effect
between the activating function and the
NHC ligand SIPr that also results in en-
hanced complex stability.

2
Hybrids R

A range of non-symmetric halo-substituted Troger’s base analogues were prepared in a

one-step reaction involving two anilines.

Q. )k(j\( Q. )KOV p
Cu(OTf)2 (1 0 equiv.),

+ MeO”™ R

rt,15h
N\ N

- OJ\R

The concept of weakening amide bonds by
the complexation of the nitrogen to Cu™

is not limited to tridentate li-
gands and was extended in this work to
tetradentate ligands as well. The use of an

WWW.eurjoc.org

TfoN /Cu2+ OTf
N N
| J H
open-chain tetradentate ligand allowed a
mild and more efficient methanolysis reac-
tion. The new linker was applied to a whole

plethora of different types of reactions.
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The general, high-yielding synthesis of
highly dangerous alkylated bis-5-azido-
tetrazoles is presented. The synthesis is
suitable for a safe, large-scale preparation
of bis-5-azidotetrazoles. The crystal struc-
ture of 1,2-bis(5-azido-1H-tetrazol-1-yl)-
ethane was determined by single-crystal X-
ray diffraction.
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An efficient multistep synthesis of phos-
phorus dendrimers of different generations
capped with gem-bisphosphonate groups is
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reported. Their ability to complex Gd ions
is demonstrated.
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R R
Ar
' PACly(PPhs), (0.0273 equiv.)
Ar;Bi + (or) (on)
(0.30 equiv.) | Cs,CO; (1.21 equiv.) Ar
DMA, 60 °C, 1 h
(1 equiv.) (0.9 equiv.)

The arylation of vinylic iodides with tri-
arylbismuths was reported under pal-
ladium catalysis. Couplings of o-iodoalk-
enes, 4-iodo-1,2-dihydronaphthalene, and
cycloalkenyl iodides with various elec-

tronically divergent triarylbismuths were
found to be efficient. In these reactions,
substoichiometric amounts of triarylbis-
muths were utilized as multicoupling re-
agents.
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1) nBu)3MgL|

Q 1)Tf20 sulfoxide
3) PACI(PPhy)y PPh3 \_J 2)EtN, reflux

Et,0

Thienylazulenes 3—6 were prepared from
the corresponding haloazulenes and thien-
ylmagnesium ate complexes, which were
prepared from the corresponding bromo-
thiophenes in the presence of palladium.

R =Me, Ph SR

The reaction of 3—6 with sulfoxides in the
presence of Tf,O, followed by treatment
with Et;N afforded the corresponding 1,3-
bis(methylthio)- and 1,3-bis(phenylthio)-
thienylazulenes in good yields.
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Protected halogenated arylboronic acids
were subjected to deprotonation with lith-
ium amide bases to form bimetallic boron-
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[2+2] cycloaddition/cycloreversion reac-
tions between TCNQ and mono- or bis[2-
(azulen-1-yl)ethynyl]benzene or -thiophene
derivatives were examined: the correspond-
ing TCNQ adducts, novel azulene-substi-
tuted redox-active chromophores, were
produced in excellent yields. TCNE/TCNQ
double adducts were also prepared both by
stepwise and by one-pot cascade reactions.

Electrophile

Y
El

B(OH),
X

El = COOMe, SiMe,, CHO, I, B(OH),

lithium intermediates, which were sub-
sequently treated with electrophiles to give
functionalized arylboronic acids.

The ultraviolet irradiation of photochromic
1,3-oxazines results in the formation of zwit-
terionic isomers after the cleavage of a C—O
bond. The photogenerated species incorpor-
ate a phenolate chromophore able to absorb
in the visible region of the electromagnetic
spectrum and revert spontaneously to the
original species on a nanosecond timescale.
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Xe-matrix

??

... unfortunately not ... 1

Tetra-tert-butylethane (1) can be pyrolysed
in a xenon matrix at 7' = 10 K if the matrix
is excited by a 248 nm excimer laser. This
reaction failed to yield the long-sought-
after alkene 2. Whereas the recent M05-2X

WWW.eurjoc.org

method describes 1 well, the popular
B3LYP and MP2 methods do not repro-
duce the experimental thermochemical
data available for 1.
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The disproportionation reactions of
various dialkyl diarylmethyl ethers, cata-
lyzed by o-benzenedisulfonimide, are de-
scribed. The theoretical study confirmed
that the reaction proceeds in two steps: The
formation of a carbocation from the pro-
tonated ether followed by hydride transfer.

SO,
NH
SO,
recyclable
catalyst

0
AN T R)‘\R.
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Synthetic and Mechanistic Aspects of
Acid-Catalyzed Disproportionation of Di-
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3-[Acyl(ethoxycarbonyl)jmethylidene-,  3-
diethoxycarbonylmethylidene-, and 3-di-
acylmethylidene-1,2-diferrocenylcycloprop-
enes demonstrated high activity towards re-
action with hydrazine at 80—85 °C, giving
3,4,5,6-tetrasubstituted 5-acyl- or (5-eth-
oxycarbonyl)ferrocenylpyridazines in 65—
70% yield.
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Functional Ferrocenylpyridazines
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Various secondary B-amino thiols and/or
their disulfides have been prepared starting
from commercially available primary or
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secondary B-amino alcohols and methyl di-
thioacetate via thiazolinium salts and thi-
azolidine intermediates.
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