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A neoglycopeptide formed by chemoselective ligation, against a typical landscape
in Lombardy, Italy. Image by Laura Cipolla.
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Nanofilm enhanced, reversible, electronic mediated Fe(vi) charge transfer.
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Chemosedlective ligation in glycochemistry
Francesco Peri and Francesco Nicotra*
The chemoselective ligation approach consists of the coupling of unprotected

building blocks in agueous megdia resulting in a convergent way in
oligosaccharide and glycopeptide anal ogs.

Rechar geable Fe(i1/vi) super-iron cathodes

Fe(Vl)

Chemical

Stuart Licht* and Ran Tel-Vered

Fe(ini/vi) nanolayers circumvent fundamental passivation challenges.
Active reversible ultrathin Fe(vi) cathodes, with capacities twofold
those in current metal hydride batteries, are electrodeposited from
solution phase ferrates.

reversible Fe(VI)

Passivation Mediation Mediation charge transfer
N
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Sweset success: ionic liquids derived from non-nutritive sweeteners
Elke B. Carter, Stephanie L. Culver, Phillip A. Fox, Russell D.
Goode, loanna Ntai, Morgan D. Tickell, Rachel K. Traylor,
® Norris W. Hoffman* and James H. Davis, Jr.*

This journal is © The Royal Society of Chemistry 2004
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Combined with sodium cations, the saccharin and acesulfame anions
are widely used as artifical sweetners. Combined with onium cations,
these same species form ionic liquids.

LIQUIDS

Chem. Commun., 2004




http://www.rsc.org/chemcomm

Sarah Thomas

Caroline Evans

Sula Armstrong
Lorna Jack

Amanda Hardy

Jayne Drake Lois Kershaw

Jayne Gough Julie Thompson
Kirsty Anderson

Helen Saxton

Michael Smith
Ziva Whitelock
Ken Wilkinson

Sue Askey
Sandra Jones
Kathryn Lees
Carole Nerney

Sarah James

Adrian Kybett

Chemical Communications (print: ISSN 1359-7345; electronic: ISSN
1364-548X) is published 24 times a year by the Royal Society of
Chemistry, Thomas Graham House, Science Park, Milton Road,
Cambridge, UK (B4 OWF. All orders accompanied by payment
should be sent directly to Turpin Distribution Services Ltd,
Blackhorse Road, Letchworth, Herts, UK SG6 THN. 2004 Annual
(print + electronic) subscription price: £1045; US$1725. 2004
Annual (electronic) subscription price: £940; US$1552. Customers
in Canada will be subject to a surcharge to cover GST. Customers in
the EU subscribing to the electronic version only will be charged
VAT. If you take an institutional subscription to any RSC journal you
are entitled to free, site-wide web access to that journal. You can
arrange access via Internet Protocol (IP) address at
www.rsc.org/ip. Customers should make payments by cheque in
sterling payable on a UK clearing bank or in US dollars payable on a
US clearing bank. Periodicals postage paid at Rahway, NJ, USA and
at additional mailing offices. Airfreight and mailing in the USA by
Mercury Airfreight International Ltd., 365 Blair Road, Avenel, NJ
07001, USA. US Postmaster: send address changes to Chemical
Communications, ¢/o Mercury Airfreight International Ltd., 365
Blair Road, Avenel, NJ 07001. All despatches outside the UK by
Consolidated Airfreight.

PRINTED IN THE UK.

Advertisement sales: Tel +44 (0)1223 432243; Fax +44 (0)1223
426017; E-mail advertising@rsc.org

© The Royal Society of Chemistry, 2004. Apart from fair dealing
for the purposes of research or private study for non-commercial
purposes, or criticism or review, as permitted under the Copyright,
Designs and Patents Act 1988 and the Copyright and Related
Rights Regulations 2003, this publication may only be reproduced,
stored or transmitted, in any form or by any means, with the prior
permission in writing of the Publisher or in the case of
reprographic reproduction in accordance with the terms of licences
issued by the Copyright Licensing Agency in the UK. US copyright
law is applicable to users in the USA. The Royal Society of
Chemistry takes reasonable care in the preparation of this
publication but does not accept liability for the consequences of
any errors or omissions. Inclusion of an item in this publication
does not imply endorsement by The Royal Society of Chemistry of
the content of the original documents to which that item refers.

©The paper used in this publication meets the requirements of
ANSI/NISO 739.48-1992 (Permanence of Paper).
Royal Society of Chemistry: Registered Charity No. 207890.

Roeland J. M. Nolte, Nijmegen, The Netherlands
E-mail: nolte@sci.kun.nl

Jerry L. Atwood, Columbia, MO, USA
E-mail: rsc.chemcomm@missouri.edu
Shankar Balasubramanian, Cambridge, UK
E-mail: sb10031@cam.ac.uk

Hans-Ulrich Blaser, Solvias AG, Switzerland
E-mail: hans-ulrich.blaser@SOLVIAS.com
Makoto Fujita, Tokyo, Japan

E-mail: mfujita@appchem.t.u-tokyo.ac.jp
Alois Fiirstner, Mulheim, Germany

E-mail: fuerstner@mpi-muelheim.mpg.de
David Haddleton, Warwick, UK

E-mail: D.M.Haddleton@warwick.ac.uk

The Scientific Editors welcome enquiries from
potential authors regarding the submission and
scientific content of papers. For the submission
of manuscripts please

see http://www.rsc.org/authors

Professor Dermot O’Hare
Inorganic Chemistry Laboratory
University of Oxford

Oxford, UK

E-mail: chemcomm@chem.ox.ac.uk

Manuscripts from the Americas should be
submitted to the appropriate Associate Editor.
Manuscripts from other regions should be
submitted to the Cambridge Editorial Office.
For information on how to submit your
manuscript see http://www.rsc.org/authors

SUPRAMOLECULAR

Professor Jerry L. Atwood

123 Chemistry Building

University of Missouri

Columbia, MO, USA

E-mail: rsc.chemcomm@missouri.edu

CHEMICAL BIOLOGY

Professor Barbara Imperiali
Department of Chemistry
Massachusetts Institute of Technology
Cambridge, MA, USA

E-mail: chemcomm@mit.edu

Takuzo Aida, Tokyo, Japan

Frank Allen, CCDC, Cambridge, UK
Dario Braga, Bologna, Italy

Duncan W. Bruce, Exeter, UK

Jillian M. Buriak, Edmonton, Canada
David H. G. Crout, Warwick, UK
Marcetta Darensbourg, College Station, TX, USA
Gautam R. Desiraju, Hyderabad, India
Pierre H. Dixneuf, Rennes, France
Gregory C. Fu, Cambridge, MA, USA
Tohru Fukuyama, Tokyo, Japan

Lutz Gade, Heidelberg, Germany
George W. Gokel, St Louis, MO, USA
Karl J. Hale, London, UK

Andrew B. Holmes, Cambridge, UK

Donald Hilvert, Zurich, Switzerland
E-mail: hilvert@org.chem.ethz.ch

Mir Wais Hosseini, Strasbourg, France
E-mail: hosseini@chimie.u-strasbg.fr
Barbara Imperiali, Cambridge, MA, USA
E-mail: chemcomm@mit.edu

Dermot O’Hare, Oxford, UK

E-mail: chemcomm@chem.ox.ac.uk
Colin Raston, Perth, Australia

E-mail: clraston@chem.uwa.edu.au

lan Rothwell, West Lafayette, IN, USA
E-mail: chemcomm@purdue.edu
Clément Sanchez, Paris, France

E-mail: clems@ccr.jussieu.fr

Ferdi Schiith, Mulheim, Germany
E-mail: schueth@mpi-muelheim.mpg.de
James D. White, Corvallis, OR, USA
E-mail: james.white@orst.edu

Professor Donald Hilvert
Laboratory of Organic Chemistry
ETH Zentrum, Zurich, Switzerland
E-mail: hilvert@org.chem.ethz.ch

Professor Mir Wais Hosseini

Lab de Chimie de Coordination Organique
Universite Louis Pasteur, Strasbourg, France
E-mail: hosseini@chimie.u-strasbg.fr

Professor Alois Fiirstner
Max-Planck-Institut fur Kohlenforschung
Millheim/Ruhr, Germany

E-mail: fuerstner@mpi-muelheim.mpg.de

INORGANIC, ORGANOMETALLIC AND MATERIALS
Professor lan Rothwell

Department of Chemistry

Purdue University,

West Lafayette, IN, USA

E-mail: chemcomm@purdue.edu

ORGANIC

Professor James D. White
Department of Chemistry
Oregon State University
Corvallis, OR, USA

E-mail: james.white@orst.edu

Dr Sarah Thomas
Chemical Communications
Royal Society of Chemistry
Thomas Graham House
Science Park, Milton Road
Cambridge, UK. CB4 OWF
Tel (+44) (0) 1223 420066
Fax (+44) (0) 1223 420247
E-mail: chemcomm@rsc.org

Amir Hoveyda, Boston, MA, USA

Kazuyuki Kuroda, Tokyo, Japan

Jérome Lacour, Geneva, Switzerland

E. W. ‘Bert’ Meijer, Eindhoven, The Netherlands
Albert I. Meyers, Fort Collins, CO, USA
Jason Micklefield, Manchester, UK

Achim Miiller, Bielefeld, Germany

Maurizio Prato, Trieste, Italy

Richard J. Puddephatt, London, ON, Canada
Christopher A. Reed, Riverside, CA, USA
Jonathan Sessler, Austin, TX, USA

David C. Sherrington, Glasgow, UK
Jonathan W. Steed, Durham, UK

Herbert Waldmann, Dortmund, Germany
Henry N. C. Wong, Hong Kong, PR China

Authors may reproduce/republish portions of their published contribution without seeking permission from the RSC,
provided that any such republication is accompanied by an acknowledgement in the form: (Original Citation) -

Reproduced by permission of the The Royal Society of Chemistry.



Stereochemical determination of dictyostatin, a novel microtubule-
stabilising macr olide from the marine sponge Corallistidae sp.

lan Paterson, Robert Britton, Oscar Delgado and Amy E. Wright

The relative stereochemistry of the 22-membered marine macrolide dictyostatin, a
Taxol-like antimitotic agent, was determined based on a combination of extensive
high field NMR studies, including J-based configuration analysis, and molecular
modelling.

Diaster eospecific synthesis of phosphinidene-capped cyclodextrins leading
MeO OMe to “introverted” ligands

(0]
5 & 0 Eric Engeldinger, Laurent Poorters, Dominique Armspach,* Dominique Matt*
MeO Q MeQ and Loic Toupet

\iso QQ - OMe «-Cyclodextrins with phosphinidene caps were obtained in high yield by reaction
o of Li,PPh with di- and tetramesylated precursors; the resulting phosphine ligands
OMe are diastereomerically pure, the phosphorus lone pair pointing towards the centre

5 o of the cavity.

Reversible formation of DNA G-quadruplex hairpin dimersfrom
stilbenediether conjugates

Frederick D. Lewis,* Yansheng Wu and Ligang Zhang

Guanine-rich oligonucleotide conjugates reversibly form hairpin dimer

. A G-quadruplexes containing two or more guanine tetrads.
- G —
G G

—G
—G
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Self-aggregation of rever se bis peptide conjugate derived from the
unstructured region of the prion protein
C. Madhavaiah and Sandeep Verma*
(PHGGG),DAB 7 days aged ;' An aged solution of a bis peptide construct, derived from the prion
'I octarepeat sequence, is shown to form self-assembled filaments and
- aggregates of nanometric dimensions.
7\
640

Supported nickel bromide catalyst for Atom Transfer Radical
Polymerization (ATRP) of methyl methacrylate

E. Duquesne, Ph. Degée, J. Habimana and Ph. Dubois*

A new supported catalytic system is reported that promotes controlled ATRP of

"T " MMA leading to colorless PMMA chains of low polydispersity indices. Recycling
"-\ ] of the supported catalyst is evidenced and does not prevent the polymerization
_:‘,r - ) from being controlled.

This journal is © The Royal Society of Chemistry 2004 Chem. Commun., 2004 iii
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U A design strategy for four-connected coordination frameworks
/ E Oleg V. Dolomanov, David B. Cordes, Neil R. Champness,*
// // / ) 7 \ Alexander J. Blake, Lyall R. Hanton,* Geoffrey B. Jameson, Martin
/ E \ g /\ ~ Schroder and Claire Wilson
), —~ E/ il E/ // E‘/ / Reactions of tetrahedral Cu(i) and Ag(i) cations with 2,3,4,5-tetra(4-
/ / // / / / pyridyl)thiophene allows targeted construction of coordination
/ / E frameworks with zeolite-like, 42.8*, topologies.
=/ =/ % /”
\ - N7/
= %
/\

644
U Gauche and staggered forms of diethylamine in solvates of 1,5-dichloro-
cis-9,10-diethynyl-9,10-dihydr oanthr acene-9,10-diol. A case of
conformational pseudopolymor phism?

~ Raju Mondal, Judith A. K. Howard,* Rahul Banerjee and
T | J Gautam R. Desirgju*
/‘ﬁ(‘\v\,—- N ?*?,/'é\-‘:\g:.{_,- The gauche conformation of diethylamine (left) is ca. 4 kmol ! less
l l "7 | ‘ stable than the staggered conformation (right) but thisis offset by a

better N-H---O hydrogen bridge in the crystal structure of its solvate
with the title diethynyl diol.

7N\
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U A helical array of pendant fullerenes on a helical
RigiE-handsa hAit _ poly(phenylacetylene) induced by non-covalent chiral

interactions

Tatsuya Nishimura, Sousuke Ohsawa, Katsuhiro Maeda and Eiji
Y ashima*

Novel [60]fullerene-based poly(phenylacetylene)s prepared by the
copolymerization of achiral phenylacetylenes bearing a Cy, or crown
] ) ether pendant form a one-handed helix upon complexation with -
Lefthanded helix and p-alanine, yielding a helical array of the pendant fullerenes with
a predominant screw-sense along the polymer backbone.

7\

648
U Novel hybrid hetero-sandwich ar chitectures via stoichiometric control of
host—guest self-organization

Zhi Yu,* Kui Yu, Longli Lai, Kostantin A. Udachin, Haoguo Zhu,
Jianqin Tao, Xiaozeng Y ou, Markus Strébele, H.-Jiirgen Meyer
and John A. Ripmeester*

Cadmium thiocyanate and methylviologen form hybrid host—guest
compounds with novel multiple sandwich architectures as effected by
. the molar ratios of the starting ingredients, forming regular and
irregular grids with evidence of charge-transfer to organic dications.

First row whesdls, {('Bu,SiS)MX},, (M = Co, X =CI; M = Ni, X = Br), are
: v common amongst both simpler and more complex aggr egates

Orson L. Sydora, Peter T. Wolczanski,* Emil B. Lobkovsky, Evan Rumberger
and David N. Hendrickson

«%® ...; : 1E ,‘?i n:
- A " 3)'.:,‘,, A pt {(‘Bu,SiS)M X} ,, are wheels for first row transition metals (M = Fe, X = Cl, Br; M
bt -l ‘{; :'_, h i =Co, X =ClI; M = Ni, X = Br), but disproportionation and degradation reactions
o2 : :':"e.,. P T can lead to simpler {e.g. [('Bu,SiIS)M],(u-SSi'Bu,),} and more complicated {e.g.
') &, Sa [(1-SS'BUyNI]s(us-S)} structures.
o & ; - L

iv Chem. Commun., 2004 This journal is © The Royal Society of Chemistry 2004




652
| sotopic effects may induce cooper ativity in valence tautomeric
20 transition
T Olivier Cador, Andrea Dei* and Claudio Sangregorio
=
g 139 The substitution of CH,CI, solvating molecules with the deuterated anal ogues
j; in the lattice of [Co(CTH)(Phendiox)]PF4-1.5CH,Cl, was found to deeply affect
= 1.0 the lattice and magnetic properties of the solid complex thus affording a
& P memory effect.
051 : :
200 250 300
TIK
N\
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Anion control of ligand self-recognition in atriple helical array
o Lindsay P. Harding, John C. Jeffery, T. Riis-Johannessen, Craig R. Rice* and
> [ ) 2 Zuotao Zeng
-
Self-assembly of the ligand L* with Co* into a dinuclear triple helicate
/ N [Co,(LY)4]* produces an anion binding pocket which can encapsulate both
N RN i l / perchlorate and nitrate anions. Furthermore we demonstrate how this ability to
N bind anions can control ligand self-recognition properties.
. f \ \
\ i
b
N\
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Novel iron-decorated carbon nanorods from fuller ene soot
Yongfeng Li, Jieshan Qiu,* Yunpeng Wang and Hongzhe Zhang
A novel form of carbon nanorods decorated with iron particles in a size range of
30-50 nm are produced from fullerene soot-based el ectrodes by arc discharge, and
have been tested to be active for benzene hydrogenation.
N\
658

How isthe CH/x interaction important for molecular recognition?
Suyong Re* and Shigeru Nagase

Ab initio calculations of an inclusion complex of resorcinol cyclic
tetramer as atypical host—guest system illustrate that CH/m
attractions significantly contribute to the complexation, but are not
always a direct factor in molecular recognition.

OH HO
resorcinol cyclic tetramer

7\
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Palladium(i1)- and platinum(i1)-catalyzed addition of stabilized carbon
nucleophilesto ethylene and propylene

pnes Xiang Wang and Ross A. Widenhoefer*
HiCCH - g Wang .
9 3
o o 77% | PdCl,(CH,CN), catalyzes the addition of 3-dicarbonyl compounds to ethylene and
M ] Me propylene to form products of oxidative alkylation. In comparison,
nR ) ’chnﬂcua PYlI) (cat) o o [PtCI,(H,C=CH,)], catalyzes the addition of $-diketones to ethylene to form
%‘;:uz» R)J\ﬁj\ca, products of hydroalkylation.
Me

This journal is © The Royal Society of Chemistry 2004 Chem. Commun., 2004




Novel oxygen storage mechanism based on redox of sulfur in lanthanum
oxysulfate/oxysulfide

Masato Machida,* Kiyotaka Kawamura and Kazuhiro Ito
A sulfur redox cycle between the La,0,50,(S*) and La,0,S(S?") phases was

found for the first time to achieve the oxygen storage of 2 mol O, mol~*, which
is eight times larger than that of the conventional CeO,—ZrO, system.

By, n-Molding
Ag’

E(Ag’) JIIH.HHII
REPLE
E(AQJJ._ e-relay A"

20

J"*No, NH _,m
By @_,‘ ’M: i i

775 Ag 3 Ausncparice O e Wiy Tl L
-ABT

Catalytic reduction of nitro-group terminated monolayers by Ag
nanoparticles; a novel strategy for site-selective patterning of organic
monolayer s

Y eoung Uk Seo, Seung Joon Lee and Kwan Kim*
Site-selective patterning of organic monolayers can be accomplished simply by

inducing Ag nanoparticle-mediated catalytic reduction to occur on the desired
regions of those monolayers.

E(Ag..) B o W E [ ™ am 2
7\
666
Platinum(i1)-bis(9-methyladenine) complexes; N1-N6
e F/“"“ﬁ migration of Pt(11) vs deamination of coordinated
e % methyladenine
s A S " L, Karel D. Klika* and Jorma Arpalahti
N-__-~ .; PI\ )/\\T/N HN/P‘\ ,f\, N 2 . . . . .
¢ ) LIy L (4 j’> " Following migration of Pt(11) from an endocyclic N1 site to an
Ly Yok, L '>p./\ exocyclic amino group, deamination of the N1-bound
& ] & 9-methyladenine competes with a second migration step.
IDRGE
(liH, 3 éHﬁ
7\
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Using Caenorhabditis elegans to probe toxicity of 1-alkyl-3-
methylimidazolium chloride based ionic liquids

Richard P. Swatloski, John D. Holbrey, Shermeen B. Memon,
Guy A. Cadwell,* Kim A. Caldwell* and Robin D. Rogers*

lonic liquids are gaining attention as new solvents within the green

chemistry community; however this attention has quickly outstripped
current environmental and toxicological data available. In the present
communication, we establish the use of Caenorhabditis elegans as an

inexpensive model organism for quickly exploring toxicological effects
of 1-alkyl-3-methylimidazolium chloride ionic liquids.

Cysteine (/1)

N
7

Tuning the fluor escence of 1-imino nitroxide pyrene with two
chemical inputs: mimicking the performance of an “AND”
gate

Hongme Wang, Deqing Zhang,* Xuefeng Guo, Lingyun Zhu,
Zhigang Shuai and Daoben Zhu*

©© T Strongly fluorescent The fluorescence of 1-imino nitroxide pyrene can be significantly

enhanced only under the combined actions of Cys and CF,COOH.
This spectral behavior mimics the performance of an “AND” gate.

vi | Chem. Commun., 2004

This journal is © The Royal Society of Chemistry 2004
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R P(OMe)z  zn(BH.),
0
NHBn THF, -78°C

R = Me, iPr, iBu 70-95%

Bn, Ph
OH O
R = P(OMe),
NHBnN

anti; 34-92% d.e.

Highly diastereoselective synthesis of anti-y-N-benzylamino--
hydr oxyphosphonates

Mario Orddfiez,* Ricardo de la Cruz-Cordero, Citlali Quifibnes and Angelina
Gonzélez-Moraes

The reduction of y-N-benzylamino-f3-ketophosphonates with Zn(BH,), shows
excellent levels of anti-diastereoselectivity to give good chemical yields of anti-y-
N-benzylamino-B-hydroxyphosphonates.

lonic liquid

Superoxide-stable ionic liquids: new and efficient media for
electrosynthesis of functional siloxanes

Bruno Martiz, Robert Keyrouz, Said Gmouh, Michel Vaultier and
Viatchedav Jouikov*

O, stableionic liquids, used as media for electrogeneration of
Me diorganyl silanonesin situ in the presence of permethylsiloxanes,
—Si—  alow the formation of functiona group bearing siloxanes selectively
Me and in good yields

Absorbance

23000 00 aM00 23600

Extended X-ray absorption fine structure (EXAFS) characterisation of
the hydroformylation of oct-1-ene by dilute Rh—PEt; catalystsin
supercritical carbon dioxide

Steven G. Fiddy,* John Evans,* Thomas Neisius, Xue-Zhong Sun, Zhang Jie
and Michael W. George

The structures of rhodium hydroformylation catalystsin liquid and supercritical
carbon dioxide have been investigated by Rh K-edge X-ray absorption
spectroscopy carried out in situ.

Cp
/Zlfé PPh,

S =
cpzerK PPra 4 /&Cﬁ

Ph PhyP

I solation, dynamic NMR study and X-ray characterisation of a bis
sulfonium zir conocene-ate dimer

Esteban Ortega, Nadine Pirio, Philippe Meunier* and Bruno Donnadieu

The first example of a structurally characterised sulfur-bridged binuclear
zirconathiolane complex, was prepared, characterised by NMR spectroscopy
and X-ray crystallography, and some aspects of its solution behaviour were
studied.

353K

This journal is © The Royal Society of Chemistry 2004

Surfactant +
1 cosurfactant

ZSM-5 M ixture
24,353 K

M odifying zeolite particle morphology and size using
water /oil/surfactant mixtures as confined domains for
zeolite growth

Seungju Lee and Daniel F. Shantz*

The synthesis of silicalite-1 particlesin microemulsions is
demonstrated wherein the particle size and morphology can
be varied.

Chem. Commun., 2004 vii




682
M esoporous silica with 1a3d cubic structure and good thermal stability
o0l 211 calcinedin N, Jiebin Pang, J. Eric Hampsey, Qingyuan Hu, Zhiwang Wu, Vijay T. John and

— sooo0] at 900 °Cfor4 h Yunfeng Lu*

un

o nm e . . oy

S 420 % Mesoporous silica with la3d cubic structure and good thermal stability has been

- iz synthesized using cationic alkylammonium surfactant and neutral sugar surfactant

g™ ¢ X3 332 179 as co-templates.

= ZOOD”‘_ a=8.36 nm

100004
T3 35 5 7 8 &
2Theta (degrees)
7\
684 _ _ _
A novel azulene synthesis from the Ramirez ylide involving two different
modes of its reaction with activated alkynes
Lee J. Higham, P. Gabriel Kelly, David M. Corr, Helge Miiller-
o R'O:% Bunz, Brian J. Walker and Declan G. Gilheany*
L RoC== CoiR' G A very short synthesis of 1,3,5,6-substituted azulenes from the
2. RO:C == CO:R co.R2  Ramirez ylide is presented. This rare substitution pattern was
-PhsPO confirmed by an X-ray crystallographic study.
R0 CO,R?2
7N\
686 _ _
Unusual chromic and doping behavior of ether substituted

’ polythiophenes
Yu Wang, William B. Euler and Brett L. Lucht*

) Poly[3-(oligoethylene oxide)-4-methylthiophene] is doped by HCI in aqueous
solution in the absence of oxygen and undergoes dramatic solvatochromism in
water—ethanol mixtures.

A/nm
7N\
688

Reduction of nitroaromatics to arylnitrenium ions by vinyl halide cations
Hao Chen, Xubin Zheng, Pengxiang Y ang and R. Graham Cooks*

This novel nitroreduction reaction provides a new route to the
generation of arylnitrenium ions, a highly selective detection method

NO, NH for explosives in mixtures and clues to the carcinogenic activity of
+r g T X+ i~ . .
©+ CH;—CH-X | @ X+ COTHCHO  X=CLBr  hiyroaromatics.

7N\
690
A sequential highly stereoselective hydroboration and

(C>)‘ 2 Suzuki—Miyaura cross-coupling reaction of fluoroalkylated

1) 2BH| -2 eq.) internal acetylenes: a practical one-pot synthesis of

. PhH, r.t, 2 h Rf  Ar | fluoroalkylated trisubstituted alkenes
o 2) Rl (1:2 eq.), R' H Tsutomu Konno,* Jungha Chae, Tomoo Tanaka, Takashi Ishihara
10 mol% Pd(PPh,),Cl, S
;l:.OH (3 eq.), reflux, and Hiroki Y amanaka
ﬁ A one-pot synthesis of trisubstituted alkenes starting from

Highly Regio- and fluoroalkylated internal alkynes.

Stereoselective
One-pot Synthesis

viii Chem. Commun., 2004 This journal is © The Royal Society of Chemistry 2004




(R = alkyl, benzyl,
aryl and heteroaryl)

Facile protocol for the highly regioselective and
stereodivergent synthesis of substituted bishomoallylic
alcohols from esters

Martin Oestreich* and Fernando Sempere-Culler

Indirect preparation of isomerically enriched symmetric
bishomoallylic alcohols was realized by a highly regioselective
bispropargylation and subsequent diastereosel ective reduction
establishing a reliable entry into this difficult-to-obtain class of
compounds.

Phosphabarrelene-rhodium complexes as highly active
catalysts for isomerization free hydroformylation of internal

alkenes
Ph o JP\—»[Rth] cho Bernhard Breit* and Evelyn Fuchs
— —{ "R j
L) R A new class of phosphabarrelene—rhodium catalysts is described
X CO/H, X which allows for the first time hydroformylation of internal alkenes
TOF up t0 12200 (1] I X= «CHay yvith very high activity and which proceeds essentially free of alkene
{(CHy)a- isomerization.
0
NBoc
7N\
696

Metal organic chemical vapour deposition (MOCVD) of bone mineral
like carbonated hydroxyapatite coatings

J. A. Darr,* Z. X. Guo, V. Raman, M. Bououdinaand I. U. Rehman

The chemical vapour deposition of bone mineral-like carbonated apatite
coatings from volatile metal—organic precursors is reported for the first time.
This approach provides a new method for producing bioceramic coatings from
liquid or volatile molecular precursors.

The synthesis of a di-N-heterocyclic car bene-amido complex of
palladium(ir)

Richard E. Douthwaite,* Jennifer Houghton and Benson M. Kariuki

=

r\[=\‘1\- Ta T A transition metal NHC—amido complex has been prepared by deprotonation of
Y “Bu ( ‘Bu the anal ogous secondary amine.
HoN-pa—cl  SL N-pd—Cl
1;
(N/I\.\I,TBH N N ~Bu
—/ —
7\
700 ) S
Living cationic polymerisation of styrenein an ionic liquid
R. Vijayaraghavan and D. R. MacFarlane*
0a0 O Narrow polydispersity polystyrene has been obtained from living
O‘E\'Oio ad ___}_@ polymerisation in room temperature ionic liquids under mild reaction
= r ( % conditions using mild Lewis acid catalysts.

Iorie Liquid, 60°C

This journal is © The Royal Society of Chemistry 2004 Chem. Commun., 2004
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H——\ /)——H =+ [(Mes),BH
N

1b 2

|

b X~

(Mes)zB>_®fB(Mes)z
Me N 7

(Mes),8

(Mes),B 7 N

7Y

Two contrasting ethynyl hydroboration pathwaysin the
formation of a novel tris-hydroboration product from
reaction of dimesitylborane with 2,5-diethynylpyridine

Christopher D. Entwistle, Andrei S. Batsanov, Judith A. K.
Howard, Mark A. Fox and Todd B. Marder*

B(Mes);

3b

Reaction of 2,5-diethynylpyridine with dimesitylborane
unexpectedly resulted in formation of the sterically encumbered
tris-hydroboration product 4, the structure of which has been
determined by single-crystal X-ray diffraction.

704

Synthesis and structural characterization of an azatitanacyclobutene: the
key intermediate in the catalytic anti-M ar kovnikov addition of primary
aminesto a-alkynes

Benjamin D. Ward, Aline Maisse-Francois, Philip Mountford* and Lutz H.
Gade*

The first example of a key intermediate in the anti-Markovnikov addition of a
primary amine to a terminal acetylene has been structurally characterized by X-ray
diffraction.

N\
706
Exploration of the pentacyano-cyclo-pentadienideion, C;(CN)s~, asa
weakly coordinating anion and potential superacid
conjugate base. Silylation and protonation
NC CN Christopher Richardson and Christopher A. Reed*
. = e NC*:CN ...... The reportedly unprotonatable pentacyano-cyclo-pentadienide ion,
"‘-ncgcu """ CN Cs(CN)s~, can be protonated via a silyl derivative using reagents
NC CN based on weakly coordinating carborane anions. Ironically, the
conjugate acid of C5(CN);~ is unexpectedly weak because of a
polymeric solid state structure.
N\
708
Mixed halo/hydroxy carborane anions: thermally stable platfor ms for
hydronium ion isolation
2 Daniel J. Stasko,* Kevin J. Perzynski and Mark A. Wasil
HO A Ho* Hydroxylation of the robust, weakly coordinating hexahalo-
s, "OH" e : 1 :
v - e L, oY carborane anion system, CB,;H¢Brs *, produces a new class of anion
Y o one T with mixed halo/hydroxyl substituents, HCB,,(OH)Brs* which can
e Hp be used to isolate a number of hydronium cation salts including an
G ‘ice tautomer’ composed of hydronium cations, anion hydroxyl
HCB/;(OH)sBrg" groups and coordinated water molecules.
7\
710
Recycling of the homogeneous Co-Jacobsen catalyst through solvent-
resistent nanofiltration (SRNF)
Q S. Aerts,* H. Weyten, A. Buekenhoudt, L. E. M. Gevers, I. F. J. Vankelecom
4 0 and P. A. Jacobs
EN\ ./NE C.¢Hu/L\
. O/Ef\%’ . H;_;m A newly developed polymeric SRNF-membrane was used to recycle the

1-But I t-But

-9

homogeneous Co-Jacobsen complex, catalysing the hydrolytic kinetic resolution
of 1,2-epoxyhexane.
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A template-free aqueous route to ZnO nanorod arrays with high optical
property

Qun Tang, Wenjia Zhou, Jianmin Shen, Wu Zhang, Lingfen Kong and Yitai
Qian*

A novel metal—alkali—hydrogen peroxide hydrothermal route was designed to
successfully synthesize well-aligned ZnO nanorod arrays, which showed sharp
excitonic emission and weak deep level emission.

Highly diastereoselective for mation of C,-symmetric bis-thioglycoside
Pd(11) complexes: therole of the exo anomeric effect

Noureddine Khiar,* Cristina S. Araljjo, Bélen Suarez, Eleuterio
4or  Alvarez and Inmaculada Fernandez*

- O'?S, PACK(CHCN), TN S/ The formation of C,-symmetric bis-thioglycoside Pd(11) complexes,
RO s\ oR CHyCl, N take place in a highly stereoselective manner; while up to three
. 5 diastereoisomers are possible, a single isomer was always obtained

RO
9 examples given

as a consequence of the exo-anomeric effect.

N\
716
Helical supramolecular host with aquapores anchoring alternate
molecules of helical water chains
Arindam Mukherjee, Manas K. Saha, Munirathinam Nethaji and Akhil R.
Chakravarty*
A helical chain of water molecules anchored on a helical supramolecular host
formed from the self assembly of a dicopper(i1) complex models the 1D chain
water molecules in biological systems.
N\
18
Protonic modulation of redox propertiesin ionisable [2 X 2] grid-like
= ® metalloarrays
N z N,4 = Q=cd Lindsay H. Uppadine, Jean-Paul Gisselbrecht and Jean-Marie Lehn*
SN @O/NN: NZ = NH
@N/:O Y2 Ph = The oxidation state of the cobalt centres can be controlled by modification of the
Ph_(h_ ph‘(; Y/ Q =col protonation state in [2 x 2] grid-like arrays based on ionisable bis(hydrazone)
% 4 z ] Jz— el ligands, allowing conversion of the paramagnetic Ca", into the diamagnetic Co",
| phe = QR grid.
-N_N—F H
@N/-ﬂ \ Ph N
= \ /
\ /
N\
720

A novel mixed-valence complex containing Co",Co"', molecular squares
with 4,5-imidazoledicar boxylate bridges

Chuan-Feng Wang, En-Qing Gao,* Zheng He and Chun-Hua Y an*

The use of the fully deprotonated 4,5-imidazol edicarboxylate ion as rigid
bis(bidentate) linkers led to a unique mixed-valence molecular square in which
Co(in) and Co(i1) aternate at the corners, and the molecular squares are further
interlinked by oxygen-bridged disodium units into a “chain of squares’.

This journal is © The Royal Society of Chemistry 2004 Chem. Commun., 2004
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Enantiopur e oxazolidinones as chiral acidsin the asymmetric protonation
of N-Boc pyrrole derived enolates

David R. Carbery and Timothy J. Donohoe*

commercially available . .
) & A novel set of chiral protonating agents have been used to render the
1. LIDBB, BMEA, — q q . q
@ T j L ammonia free reduction of pyrroles an enantiosel ective process.
N CO:Me 3 BrcHyBr - N~ COMe Q" NH
Boc SRIEHE éoc (R)-2 Ph/}_\dph
1 68% ee Ph
YH
7N\
724 ) o ) ) )
A mild and efficient protocol for the conversion of carboxylic acids to
olefins by a catalytic decar bonylative elimination reaction
Lukas J. Goofsen* and Nuria Rodriguez
Piv,O0 . . L R
R2 PdCl, / DEE_PhOS, A newly developed highly active catalyst system allows the in situ activation

DMPU, 110°C R R?  and decarboxylative elimination of carboxylic acids to olefins under
— unprecedented mild conditions.

-CO
- PivOH

mo ¥

electrons
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726
Multicomponent redox gradients on photoactive electrode surfaces
solarlight Dirk M. Guldi,* Israel Zilbermann, Greg Anderson, Andrew Li,

-
—

\

holes

Domenico Babinot, Norbert Jux,* Maria Hatzimarinaki, Andreas
Hirsch* and Maurizio Prato*

Redox gradients have been used to tailor the arrangement of
photoactive I TO-electrodes at the molecular level.
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Nafion—polyfurfuryl alcohol nanocomposite membranes with low

o

——— Proton conductivity E methano' per meatl on
5§ e Methanelpermestily 138 i Lju, Huanting Wang,* Shaoan Cheng and Kwong-Y u Chan*
> 0.08f 143
Z . \ , 3 Nafion—polyfurfuryl alcohol nanocomposite membranes with low methanol
g B permeability and high proton conductivity were synthesized by in-situ
e = 2 B o - . .
§ 0.04 128 polymerisation of furfuryl alcohol inside commercial Nafion membranes.
2 0.02f 41 ;:'
ool o o o 0 5
0 2 4 6 8 10 12 14 Y
PFA wt% in Nafion-PFA membrane
7\
730 o _ ) ) ) )
Kinetic resolution of chiral aminoalkenes via asymmetric
, hydroamination/cyclisation using binaphtholate yttrium
1) S'Aﬁle?“ complexes
g;ﬁ.y‘%} Denis V. Gribkov and Kai C. Hultzsch*
H
o Oe SiAr °Nph N_ R The efficient kinetic resolution of chiral «-substituted 1-aminopent-
T et recottion 4-enes via asymmetric hydroamination has been achieved for the
R trans first time using new chiral binaphtholate yttrium aryl complexes.
trans-selectivity > 90 %
Krgrup to 16
xii Chem. Commun., 2004 This journal is © The Royal Society of Chemistry 2004




7"\

732
U Selective voltammetric detection of dopaminein the presence of ascorbate
Damien W. M. Arrigan,* Mihaela Ghita and Valerio Beni

T e 0]\=|F/° ”°;©/ﬁ Dopamine can be selectively detected in the presence of ascorbate
FOCRREHIOD ™0 B by exploiting the transfer of dopamine across the interface between

T Pt two immiscible electrolyte solutions, a transfer not undergone by
ascorbate.

Organic phase

N\
734
An efficient synthesis of organic carbonates: atom economic protocol with
a new catalytic system
Bhaskar Veldurthy and Francois Figueras*

Efficient and selective synthesis of unsymmetrical organic
Mg La- mixed oxides i di il i i
R OH R OCOEt + EtOH carbonat%ywt direct condensation of an alcohol Wllth diethyl .
DEC, ~125°C, N, 4 carbonate in the presence of MgLa mixed metal oxides as basic
heterogeneous catalyst.

I

R = Aliphatic, aromatic, cyclic and heterocyclic

N\
736
An ordered array of cadmium clusters assembled in zeolite A
. s . .
T etresine. Jennifer E. Readman, Peter D. Barker, lan Gameson, Joseph A. Hriljac,
I Ow O ! e Wuzong Zhou, Peter P. Edwards and Paul A. Anderson*
L) ~9. ‘qv « 2381 3 A cubic array of cationic cadmium clusters has been assembled in zeolite A and
P 2 : characterized in atomic detail through Rietveld analysis of powder synchrotron
rrr . - o X-ray diffraction data and high resolution transmission electron microscopy.
L. -
i
-4 e
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738
A pentanuclear yttrium hydroxo cluster as an oxidation catalyst.
Catalytic oxidation of aldehydesin the presence of air
Peter W. Roesky,* Graciela Canseco-Melchor and Agustino Zulys
o air, 0 The oxidation of aldehydes to the corresponding carboxylic acids in the presence
)L e T )k of air is homogenously catalysed by the stable lanthanide cluster
R H RTOH  He[Ys(1s-O) (a-O)a(-n*Phyacac) (n*Phyacac)] (Ph,acac =
dibenzoylmethanide).
7\
740

A novel nonanuclear Cu'" carboxylate-bridged cluster aggregate with an S
= 7/2 ground spin state

Muralee Murugesu, Philippa King, Rodolphe Clérac, Christopher E. Anson
and Annie K. Powel|*

Two ferromagnetically coupled Cu, units antiferromagnetically linked through a
central Cu" comprise the core of [Cu(cpida)s(MeOH),] -6(MeOH), which hasan S
= 7/2 spin ground state. The construction of aggregates with high spin ground
states is an important goal in the area of molecular magnetism.
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In situ conversion of a Ru metathesis catalyst to an isomerization catalyst
Bernd Schmidt

Addition of secondary alcohols and a base to a metathesis reaction induces
conversion of the metathesis catalyst, a ruthenium carbene complex, to an

% Ru—H  €fficient isomerisation catalyst, which is most likely a Ru-H species.

—y

@

I dentification of catalyst surface species during asymmetric platinum-
catalysed hydrogenation in a “supercritical” solvent

Michael S. Schneider, Atsushi Urakawa, Jan-Dierk Grunwaldt, Thomas Birgi
and Alfons Baiker*

el
e VAR In situ attenuated total reflection IR spectroscopy investigations on the platinum
& ] catalysed enantiosel ective hydrogenation of ethyl pyruvate (EP) in “supercritical”
o o ethane revealed that cis-EP is the dominant adsorbed species which interacts with
O Srwnne_ ] o the co-adsorbed chiral modifier cinchonidine via hydrogen bonding.
é HEP'::‘ZEVE”‘ O‘
7\
746 ) . )
High benzene selectivity of uniform sub-nanometre pores of self-ordered
10”3 mesopor ous silicate
iB o .
a o' 4 engne Y uko Ueno,* Akiyuki Tate, Osamu Niwa, Hao-shen Zhou,* Takeo Y amada
e 3 00 and Itaru Honma
= 10°4 O
53 A high benzene gas selectivity over toluene of more than 140 was observed in the
310" i [ . il =dtek
N ° e micropore condensation region of mesoporous silicate SBA-15
1072 ——rr
10* 10° 10*
P/P,
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