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COVER PICTURE

The cover picture shows the tetranickel complex of
a rectangular porphyrin array with novel connec-
tivity. Conjugating azo and butadiyne bridges link
the opposite sides of the rectangle, and the absorp-
tion spectrum demonstrates strong electronic com-
munication between the chromophores. The syn-
thesis and characterisation of this tetramer are
described in the article by D. P. Arnold et al. on
p- 4381ff. The molecule is set against a back-
ground of a sunset on the Great Barrier Reef,
emphasising the role of porphyrinoid pigments

in solar energy capture.
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The application of Pd-PEPPSI complexes
in the Negishi cross-coupling reaction is re-
viewed. Mechanistic considerations are
presented, as is a brief summary of syn-
thetic routes to organozinc halide reagents.
A comparison between Pd-PEPPSI-IPr
and the IPent analogue is made, with the
latter being well-suited for sterically hin-
dered and heterocyclic substrates.

A computational study of the reaction
mechanism for intermolecular C—H inser-
tion reactions with ethyl bromodiazoacet-
ate is presented.
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Orthogonally diprotected HAZA cleavable linker

Structural optimization of the azobenzene

scaffold for dithionite reductive cleavage

led to the development of an efficient azo—

arene cleavable linker. This highly reactive

compound was designed to be orthog-
onally

WWW.eurjoc.org

diprotected and easily derivatized by alkyne
and Dbiotin. This water-soluble linker
showed a half-life of < I s in biological me-
dia and is ready to be used for proteomic
applications.
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The enantiomerically pure cis-1,2-dihydro-
catechol 2 (X = I), which is obtained by
enzymatic dihydroxylation of iodobenzene,

nine steps
—_—
- -

OH

isoepiepoformin (1)

has been converted over nine steps into the
epoxyquinol natural product isoepiepofor-
min (1).

Cu,0 (1.0-2.5 mol-%)
xantphos (1.0-2.5 mol-%)

R——H + Ar—l

R———Ar

Cs,CO3, dioxane, or DMF

R = aryl and alkyl

A copper-catalyzed cross-coupling reaction
of alkynes with aryl iodides is described.
The system tolerates a broad range of func-
tional groups and enables the use of steri-

Cooperation of two metal oxides inside a
microreactor results in a flow device that
promotes facile oxidations under inductive
heating conditions.

135°C, 8-36 h

cally demanding substrates with only
1.0—2.5 mol-% of Cu,O and 1.0—2.5 mol-
% of xantphos as the catalyst.

SiO, shelled
Fe304 nanoparticle

@ oxidant: CrO, or NiO,

R‘\rOH

R? R2
or or N
RRNH, 0 R3,0"
R' = phenyl, alkyne, alkyl
R2 = H, alkyl, phenyl
R® = phenyl
N“ N, Pd(OA), N“ . PdOAC), N2 o
A Cu(OTFA), N Cu(OTFA), O SN
R PhI(OAc),, air  R'-t PhI(OAc),, air R'T _
Z>OoH HOAC/H,0, 80 °C Z HOAG/AC,0, 75 °C OAc

R2 = alkyl, aryl, amino

Pyrimidines and their derivatives are very
important motifs in materials and medic-
inal chemistry. In this paper, a palladium-

Eur. J. Org. Chem. 2010, 4331—4337

WWW.eurjoc.org

catalyzed ortho C—H bond acetoxylation
of arylpyrimidines was developed regio-
selectively under mild conditions.
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A porphyrin tetramer in which the por-
phyrin units are linked alternately by azo
and butadiyne bridges has been prepared.
The electronic absorption spectrum implies
strong electronic interaction between the
porphyrin units.
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1 H-3-Benzazepines
M. Valpuesta,* M. Ariza, A. Diaz,* R X~ , R
R. Suau 4393-4401 r :I:::[:::F-Me
MeO E N,,/Me DBUICHCN _
Diastereoselective Synthesis of 1,2-Disub- 2 84-95 % :
stituted 2,3,4,5-Tetrahydro-1H-3-benzazep- @
ines by Means of the Stevens Rearrange-
ment 5a-g: R = OMe 1a—g: R=OMe
10: R=Cl 11:R=Cl

Keywords: Benzazepines / Rearrangement /
Diastereoselectivity / Ylides / Isoquinolines

The synthesis of 1,2-disubstituted 2,3,4,5-
tetrahydro-1H-3-benzazepines has been
conveniently developed by making use of
the diastereoselective Stevens rearrange-
ment. The application of this methodology
has provided a fair number of novel ana-

logue compounds of SCH 23390. The ad-
equate choice of the isoquinolinium salt al-
lowed us to control the Stevens rearrange-
ment to obtain exclusively the 1H-3-benz-
azepines (DBU = 1,8-diazabicyclo[5.4.0]-
undec-7-ene).
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Functionalization — The Addition of a
Cyclotriveratrylene-Based Trimalonate to
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Triple Bingel addition of enantiomerically
pure cyclotriveratrylene-tethered trimalon-
ates to Cqo was reinvestigated with regard
to the regio- and diastereoselectivity.
Electronic and vibrational circular di-
chroism studies showed that the addition
proceeds regioselectively, yielding
trans-3,trans-3,trans-3  tris-adducts, con-
trary to earlier reports.

Pd-Catalysed Direct Arylation
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Furfurylamine or 2-(Aminoalkyl)thio-
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N/
— 7 R2 R' = COMe, CO,tBu

The palladium-catalysed direct arylation of
furan or thiophene derivatives bearing
CH,NHR substituents (with R = COMe or
CO,tBu) at the C2 position with aryl

bromides was studied. A low loading of a
phosphane-free catalyst was found to give
regioselectively the 5-arylated compounds.
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A series of linearly and laterally linked por-
phyrin—thiophene hybrids was synthesised
and analysed with respect to their UV/Vis
absorption and cyclic voltammetry behav-
iour. The results proved that linear hybrids
must be considered as independent redox
units that are competing for the 1st oxi-
dation. It was found that Co took an ex-
ceptional role.

05 10 15 20

Thiophene—Porphyrin Hybrids

M. J. Zéllner, E. Becker, U. Jahn,
W. Kowalsky,
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New Versatile Strategy towards Zinc(I1)-,
Copper(Il)- and  Cobalt(Il)-Metallated
Thiophene/Porphyrin-Hybrids
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E[V] vs. Ag/AgCI
Electro-Organocatalysis
By using electrochemical techniques (elec- oy_Ne X.-H. Ho, S.-i. Mho, H. Kang,
trolysis and cyclic voltammetry), the scope IN>””fBU o H.-Y. Jang® ...ccovvvveievncecnnnne 4436—4441
of the asymmetric organocatalyzed reac- 0 . H><H Bt W R
tion can be expanded to the a-alkylation of HJ\/R R R electro-oxidation Electro-Organocatalysis: Enantioselective
aldehydes without chemical oxidants TB@'; %1"’” R™ R -Alkylation of Aldehydes
(tetrabutylammonium perchlorate, TBAP). o
The optimization and scope of this reaction Keywords: Organocatalysis /  Electro-
along with DFT calculations and control chemistry / Enantioselectivity / Alkylation /
experiments to understand the mechanism Radicals
have been demonstrated.
Deoxypyranonapthoquinones
o O ©OH R. T. Sawant, S. G. Jadhav,
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OMe P )
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Demethoxyeleutherin - Deoxythysanone Spengler Cyclization Strategy for the
o 0 i3 Enantioselective Synthesis of Deoxy Ana-
=5 4| Ome O‘ o logues of (+)-Nanomycin A Methyl Ester,
O‘ (+)-Eleutherin, (+)-Allo-Eleutherin, and
o 0 oo (+)-Thysanone

Demethoxyallo-eleutherin

Enantioselective synthesis of deoxy ana-
logues of pyranonaphthoquinone anti-
biotics was achieved from the common in-

Deoxynanomycin A methyl ester

propane-1,2-diol. The key step involved
highly diastereoselective intra- and inter-
molecular oxa-Pictet—Spengler cyclization

Keywords: Quinones /  Antibiotics /
Organocatalysis / Cyclization / Enantio-
selectivity

termediate  (R)-3-(2,5-dimethoxyphenyl)- for rapid access to the pyran skeleton.
Allenynylation Reaction
; H H. Jiang,* W. Wang, B. Yin,
. R N PPhy(12equiv.) i 7/%\ 3 W. Liu 4450—4453
= = toluene, 80°C, 18h  R? R , . N
R Facile Synthesis of Trisubstituted Al-

Isolated yields: 51-86%

Trisubstituted allenynes were conveniently
synthesized in moderate to good yields
under mild reaction conditions through

phosphane-mediated deoxygenation of 2,4-
pentadiyn-1-ol derivatives.

lenynes by Phosphane-Mediated Deoxy-
genation of 2,4-Pentadiyn-1-ol

Keywords: Allenes / Phosphanes / Deoxy-
genation / Alkynes / Synthetic methods
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Y X [Pd(QAC)5] (2 mol-%)
PG—N % - R
. = | PPhz (4 mol-%) ) P
2N DMF, 150 °C L
R (nBu)sN 8
n
n=1,273,4

PG = p-Tol, Bn, Allyl, etc.

Reactions of different unactivated cycloalk-
enes with different substituted aryl halides
in the presence of Pd(OAc), allowed differ-
ent kinds of heterocyclic derivatives to be
prepared through highly regioselective

1
The dehydrogenative cross-coupling reac-
tions of C(sp?)—H bonds o to a heteroatom
with enolizable nucleophiles by using easy-
to-handle and nontoxic TEMPO salts is
presented. These soft oxidants in combi-

OH

£\

¥ \
OH HO OH
N
Ph (6] H

selicc

The total synthesis of palmarumycin CP,
(4) and CP, (5) and racemic CJ-12.371
methyl ether (17) is described using the
Diels—Alder reaction of benzoquinone
1,8-dihydroxynaphthalene acetal (10) with

WWWw.eurjoc.

oxonium/iminium

C—C coupling and C—H functionalization.
In particular, the C—H functionalization
and allyl isomerization could occur simul-
taneously with an allyl protecting group.

1 R1
R I)j{( Fe(OTf), &
[ 5 S
\/® Y

Ar
(e}

nation with a Fe catalyst were efficiently
employed to selectively generate the desired
C—C coupling products under mild reac-
tion conditions.

Rz\n/\ R
(¢}

ntermediate

Oxygenated stereotriads in a definite con-
figurational arrangement were prepared by
lipase-mediated kinetic resolution of sub-
strates 1. They were then embedded into
biologically relevant structures, such as hy-
droxylated pyrrolidines and C-phenyl gly-
cosides

& &

palmarumycin CP4 palmarumycin CP;

1-methoxy-1,3-butadiene under neat reac-
tion conditions. The transformation of 15
into targets 4, 5, and 17 involved dehydro-
genation, methyl ether cleavage, reduction,
and oxidation.
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We have studied the influence of different
reaction conditions on the conjugated ad-
dition of B-keto sulfones to o,p-unsaturated
aldehydes catalyzed by silyl prolinol ethers.
Small changes in the starting material and/
or in the experimental protocol are able to
produce significant variations in the struc-
tures of the final products.
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Influence of the Reaction Conditions on
the Evolution of the Michael Addition of
B-Keto Sulfones to o,B-Unsaturated Alde-
hydes

Keywords: Organocatalysis / Michael ad-
dition / Aldehydes / Keto sulfones

% palladium couplings
Br

=\ MPHT, CHyCl, \g_R X=0.5
N\ /7 — 20°C X R = alkenyl, aryl...
XMe 24 examples
50% to quant.

The cyclization of ortho-substituted aryl-
alkynes in the presence of N-methylpyrrol-
idin-2-one hydrotribromide, a soft and
easy-to-handle electrophilic brominating
reagent, afforded 2-substituted 3-bromo-

benzofurans and -benzothiophenes. Sub-
sequent Pd-catalyzed functionalization re-
actions afforded 2,3-disubstituted benzo-
furans and benzothiophenes of biological
interest.
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Keywords: Enynes / Alkynes / Oxygen het-
erocycles / Sulfur heterocycles / Cyclization

The structure of a cyclic peptide was deter-
mined with great precision by using re-
sidual dipolar couplings (RDCs) in a poly-
mer containing the sample to partially
align the molecules.

12% PH: 4 207.11 Hz °”

8% PH: 17347 Hz

sotropic: 'J 163.26 Hz

L] 74
H (ppm)
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Direct Structural Comparison of a Rigid
Cyclic Peptidic Scaffold Using Crystallo-
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Gels

Keywords: NMR spectroscopy / Structure
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