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

:"V* Seeiete their traditional journals, to

EETETIT el taneee form two leading chemistry
Chem PubSoc journals, the European Journal

RN Euro pe g of Inorganic Chemistry and the
z : European Journal of Organic
"rsmo‘e Chemistry. Three further mem-
S Czecu Reruslic bers of ChemPubSoc Europe

(Austria, Czech Republic and

) G -
Gzz-l ® IS%@ }QW KNV Sweden) are Associates of the
iedad Cipeiols Ny

sucemor two journals.
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COVER PICTURE

The cover picture shows the logo of the centenary
year of the Societa Chimica Italiana (SCI) super-
imposed on the view of the bay of Naples from
Sorrento, where the SCI XXIII National Congress g

celebrating this anniversary will take place. The j . o\aﬂg%? b5 224 ND
Societa Chimica Italiana was one of the first to N o N
amalgamate its journal, Gazzetta Chimica Italiana, ! / y o -
with those of other European Chemical Societies
to form the European Journal of Inorganic Chem-
istry and the European Journal of Organic Chem-
istry with the far-sighted vision to create out of
the national journals a high-quality international
forum for the dissemination of research in chem-
istry in the broadest sense. The conglomerate of
European Chemical Societies, now called Chem-
PubSoc Europe, publishes a family of high-
quality journals based wherever possible on
previously existing journals. Thus ChemPub-
Soc Europe has turned two other journals pre-
viously owned by the Societa Chimica Italiana
into the highly successful ChemMedChem
(formerly 1l Farmaco) and ChemSusChem
(Annali di Chimica).
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MICROREVIEW

This microreview summarizes our pro-
gresses over the last years in the chemistry
of 1,2-diaza-1,3-dienes and outlines some
of the reactive peculiarities that make this
class of compounds powerful tools in
heterocyclic chemistry.

Heterocycles from Diazadienes

O. A. Attanasi,* L. De Crescentini,
G. Favi, P. Filippone, F. Mantellini,
F. R. Perrulli,
S. Santeusanio ........cccceceeeeeeeee 3109-3127
Cultivating the Passion to Build Hetero-
cycles from 1,2-Diaza-1,3-dienes: the Force
of Imagination

Keywords: Diazadienes / Michael addition /
Heterocycles / Domino reactions / Nucleo-
philes
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oxygen nucleophlllc addition

60% (E/Z=13.3:1)
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carbon nucleophilic addition

An effective way to produce six- and seven-
membered heterocycles from epoxy alkynes
catalyzed by gold(I) or Yb(OTf)s/gold(I)

77% 8%

through selective carbon or oxygen nucleo-
philic addition to alkynes has been de-
scribed.

Gold(I)-Catalyzed Cycloisomerization

L.-Z. Dai, M. Shi* .......ccceuc.e 3129-3133

Gold(I) Catalysis: Selective Synthesis of
Six- or Seven-Membered Heterocycles from
Epoxy Alkynes

Keywords: Gold / Alkynes / Domino reac-
tions / Heterocycles / Isomerization
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The total synthesis of (f)-cyclocolorenone
(2) (an aromadendrane) was achieved in
seven regio- and stereocontrolled steps via
hydroazulenone 6 (a versatile intermedi-
ate), through efficient C-1 epimerization,

Me Me

Me Me

cyclocolorenone a-gurjunene

selective C-8,9 hydrogenation, and stereo-
controlled construction of the aromadend-
rane core. Reduction of 2 led to (*)-o-gur-

junene.

Corey’s Cyclopropanation

M. Calancea, S. Carret,

J.-P. Deprés® ...ooeeeeeencecnncnene 3134-3137
Short Access to the Aromadendrane Fam-
ily: Highly Efficient Stereocontrolled Total
Synthesis of (£)-Cyclocolorenone and (%)-
a-Gurjunene

Keywords: Total synthesis / Sesquiter-
penes / Isomerization / Hydrogenation /
Cyclopropanation
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Anodic Oxidation: An Attractive Alterna-
tive to CAN-Mediated Cleavage of para-
Methoxyphenyl Ethers
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M. Toyofuku, E. Murase, H. Nagai,
S.-i. Fujiwara,* T. Shin-ike, H. Kuniyasu,
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Palladium-Catalyzed Intramolecular Selen-
ocarbamoylation of Allenes with Carb-
amoselenoates: A New Entry to o,p-Un-
saturated Lactams
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enes / Selenium / Allylic compounds

J. Nie, G.-W. Zhang, L. Wang,
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J-AL Ma¥ e 3145-3149

Chiral Brensted-Acid-Catalyzed Enantio-
selective Arylation of Ethyl Trifluoroace-
toacetate and Ethyl Trifluoropyruvate

Keywords: Chiral Brensted acid / Enantio-
selective arylation / Asymmetric catalysis /
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Asymmetric arylation of ethyl 4,4,4-tri-
fluoroacetoacetate catalyzed by a chiral
Bronsted acid was developed to give ter-
tiary alcohols in good yields with moderate
enantiomeric excesses, which can be im-
proved to 99.9% by single recrystallization.

Choose your target !

Herein is reported the first anodic oxi-
dation method for the cleavage of primary
and secondary alkyl para-methoxyphenyl
ethers. Under a controlled potential (1.7 V)
and in the presence of NaHCOs, this reac-
tion tolerates oxidation and acid-sensitive
functions, thus constituting an efficient
method for the orthogonal deprotection of
para-methoxyphenyl ethers.

Carbamoselenoates having a buta-2,3-di-
enyl or penta-3,4-dienyl group on the nitro-
gen atom was found to undergo intramol-
ecular selenocarbamoylation of an allene
unit in the presence of a palladium catalyst
to give rise to the corresponding o,fB-un-
saturated lactam having an allyl selenide
unit.

OH

" FaCs ™ coset
DR
Z N
H

36-99% yield
26-78% ee
>99.9% ee after recrystallization

91-99% yield
20-62% ee

FsC_OH
R ¥ CO,Et
DR
+ Z N
H
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By extending this protocol to ethyl tri-
fluoropyruvate, the direct arylation reac-
tions proceeded well to afford the desired
products in quantitative yields with
20—62% ee.

A perfect match of reagents (sulfoxides, ni-
triles and trifluoromethanesulfonic anhy-
dride) allows a Ritter-like process for the
preparation of fluorinated sulfilimines or
sulfoximines. This versatile, solvent and
metal free, reaction is an opening way
through the synthesis of new ligands or
electrophilic trifluoromethylating reagents.
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6-Aminopenicillanic acid (6-APA) and two
of its derivatives have been evaluated as

Me

6 -
55 % yield R=COMe
Structurally different isoquinolin-3-ones
could be selectively synthesised through a
three-component, Pd-catalysed reaction
starting from aryl iodides, chloroamides

A series of fluorinated gemini pyridinium
amphiphiles have been prepared and fully
characterized. The use of different charac-
terization techniques, such as conductivity
and surface tension measurements, shed
light on the aggregation process. The title
products showed interesting, unusual
properties that are important for possible
applications in gene therapy.

A theoretical study of the HIV-1 inhibitor
BMS-378806 was performed at the B3LYP/
6-31G(d) level and the results were sup-
ported through high-field '"H NMR at
248 K. Four conformational families were
located by the calculations and four dis-
tinct series of signals were detected in the
'"H NMR spectrum.
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OH O OH O

syn anti
catalysts for use in direct cross-aldol reac-
tions for the first time.

NHPMB COMe

Me
Pd, Ab N~ FMB

DMF/H,0 o)

R = CO,Me 5
76% yield

R

and properly substituted olefins. An im-
portant beneficial effect of water on reac-
tion selectivity was observed.
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Evaluation of 6-APA as a New Organocat-
alyst for a Direct Cross-Aldol Reaction
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R. Ferraccioli,* A. Forni ........ 3161—-3166
Selective Synthesis of Isoquinolin-3-one
Derivatives Combining Pd-Catalysed Aro-
matic Alkylation/Vinylation with Addition

Reactions: The Beneficial Effect of Water

Keywords: Multicomponent reactions /
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Synthesis and Characterization of Highly
Fluorinated Gemini Pyridinium Surfac-
tants

Keywords: Surfactants / Cationic surfac-
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D. Colombo, S. Villa, L. Solano,
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An Exhaustive Conformational Evaluation
of the HIV-1 Inhibitor BMS-378806
through Theoretical Calculations and Nu-
clear Magnetic Resonance Spectroscopy

Keywords: Molecular modeling / Density
functional calculations / NMR spec-
troscopy / Antiviral agents / Nitrogen
heterocycles
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The indazole ring is practically unreactive
toward Friedel—Crafts reactions. However,
under suitable conditions, it reacts with ali-
phatic aldehydes and p-toluenesulfinic acid
to give the corresponding sulfonyl ind-

QD
N* J‘N

R Me Br Pd

X

| + H—==—CO,Et

Br Me

SOZPTO|

R! 5% Na(Hg)
R

Iz

azoles. This unprecedented process pro-
vides easy access to 3-substituted indazoles
that can be further desulfonylated under re-
ductive conditions to give 3-alkylindazole
derivatives.

2AgTFA

R H
N CO,Et
l = H

HTFA

7 0.1 mok-%

By choosing the right additives, the title
compounds were found to efficiently cata-
lyse the hydroarylation of alkynes at room

PN X

Inexpensive, commercially available Lewis
acids (LA) can efficiently activate metal
halide precursors for asymmetric catalysis
as demonstrated for the asymmetric Ni-cat-
alysed hydrovinylation of styrene. In case

urotropine R

R
HO]© AcOH HO

R R

From the second-order rate constants of
the reactions of the aryl-substituted para
quinone methides (Ar-QM) with stabilized

[(allyl)Ni(P*)CI]
Lewis Acid

WWW.eurjoc.org

H H

R I X
= CO.EtH

CO,Et

2AgBF,

|

HBF,
temperature and with controllable selec-
tivity

£
Ph

ee up to 92%, TOF up to 410 h™"

Lewis Acid = Inl3 InBr; BiBrs
ZnCl, GaCly

of Inl; as LA, the performance of the easily
generated catalytic system is equal or even
better than that of the state-of-the-art Ni/
BATF catalyst.

(0]

H 1AmMger R A ar
—_—
2800, o
3) NEt, R Ar-QM

carbanions, electrophilicity parameters E
as defined by logk = s(N + E) have been
determined.
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New ethynyl- and butadyinyl-bridged
bis(phthalocyaninates), peripherally func-
tionalized with strong donor moieties, have
been synthesized. The attachment of six
butoxy groups to each phthalocyanine core
increases the solubility and electron rich-

Hiyama coupling R!

(EtO)zMeSi\/\SiMeZPh
R'l, 9 [Pd]

R" = Ar, N-het, alkenyl

A modular approach to the synthesis of un-
saturated carbonyl motifs is reported with
the design and use of a bifunctional olefinic
template. A small olefin unit, (E)-1,2-disilyl-
ethene 5, was activated selectively and

N LDA
sBON:
Br/(s»\N e
o}

o

, o=
The application of the halogen dance reac-
tion for the synthesis of starting materials

for cross-coupling reactions is reported.
The obtained compounds were then suc-

A number of new specific merocyanine-
type dyes have been obtained by incorpor-
ating polymethine substituents into the
meso position of BODIPY. The prepared
dyes show intense long-wavelength absorp-
tion and weak fluorescence.
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ness for optical properties, further the for-
mation of regiosomers is precluded. Pre-
liminary Z-scan experiments have been also
performed on binuclear Pb'' complexes to
evaluate their optical limiting capabilities.

Narasaka acylation =
(R2C0O),0, [Rh] m/ﬂ
overall yield: 40-87 %
R? = Alkyl, Ar, N-het, alkenyl

sequentially by transition-metal catalysis to
give a series of diverse and conjugated o, -
unsaturated ketones through a coupling/
acylation sequence.

o
s X
9-22
R, R =aryl, hetaryl, H, Br
cessfully applied in sequential Stille and
Suzuki—Miyaura cross-coupling reactions
to obtain novel thiazole derivatives.

Ph FF Ph

X = C(CHy),, S, CH=CH;
n=12
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By using (R)-1-phenylethylamine as a chi-
ral molecule and 1-pyrenesulfonic acid as a
fluorescent molecule, a chiral supramolecu-
lar organic fluorophore composed of a 2D

A novel organotin reagent supported on an
ionic liquid is applied to a number of Stille
cross-coupling reactions to afford biaryl

compounds. The products, which are ob-
tained in high yields at low temperature un-

i(l]l

R (Nu)
o C 0O R
~ X ~
(0] | N O)j\/kNH
N
H © N o
NH, NH,
N N N N
¢ X ¢ f)
HO N N HO N N
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HO OMe MeO OH

2'-O-methyladenosine 3'-O-methyladenosine

Enzymatic Separation
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cm

layered structure was successfully devel-
oped. This chiral supramolecular fluoro-
phore possesses circularly polarized lumi-
nescence properties (CPL) in the solid state.

SnBu,R Ar-|l
R =Ph, (mMeO)CeHXArPh subst. Ph, Aryl
SnBuZI

der solvent- and ligand-free conditions,
may be easily purified. The catalyst retains
its activity for up to five reactions. A cata-
lytic cycle is proposed, which also explains
the formation of side products.

4-Subsituted dihydropyrimidinones were
synthesized through highly regio- and
chemoselective addition reactions of car-
bon nucleophiles in a synthetically useful
manner.

Direct alkylation of adenosine with methyl
p-toluenesulfonate furnishes a mixture
2'/3"-0O-methyladenosine regioisomers
which upon enzymatic acylation with
Pseudomonas  cepacia lipase selectively
yields acylated 2'-O-methyladenosine.
Chromatographic separation and hydroly-
sis of the latter offers easy access to 2'-O-
methyladenosine.
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To support the cooperative bimetallic
mechanism of the ring-opening of meso-
epoxides with TMSN;, symmetrical sa-
len—Cr'' complexes were immobilized on
hyperbranched polyglycerol. Further in-
vestigations were performed to understand
the influence of the length of the linker be-
tween polymer and catalyst. Higher ee
values were obtained with longer linkers.

Cooperative Bimetallic Catalysis
J. Keilitz, R. Haag* ............... 3272-3278

Intramolecular Acceleration of Asymmet-
ric Epoxide Ring-Opening by Dendritic Po-
lyglycerol Salen—Cr'"' Complexes

Keywords: Supported catalysts / Ring
opening / Dendrimers / Epoxides / Enantio-
selectivity / Chromium

Two new bicyclic fusidilactones D and E
have been isolated, along with the known
fusidilactone B, from the fungal endophyte
Fusidium sp. The relative configuration of
the latter was established by X-ray diffrac-
tion and the absolute configurations by
TDDFT calculations of CD spectra using
the solid-state CD/TDDFT approach. The
metabolites showed antifungal, antibac-
terial, and antialgal activities.

—— experimental in ACN

A — TDDFT-calculated

o X

200 220 240 260

Wavelength [nm]

Natural Products

S. Qin, K. Krohn,* U. Florke, B. Schulz,
S. Draeger, G. Pescitelli, P. Salvadori,
S. Antus, T. Kurtan ................ 3279—-3284

Two New Fusidilactones from the Fungal
Endophyte Fusidium sp.

Keywords: Natural products / Endophytic
fungi / Fusidilactones / Configuration de-
termination / Density functional calcu-
lations / Biological activity
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