A Roval Method for Tmproving Reactions
that {tilize Potassium Salts:

Crown Ethers

ince the discovery of their remarkable ability
to solubilize alkali metal salts in non-polar
solvents, e¢rown ethers,! a class of macro-
cyclic polyethers, have found novel applica-
tion in synthesis. For instance, potassium
permanganate readily dissolves in benzene in
the presence of dicyclohexyl-18-crown-6 to
form a purple solution (*Purple Benzene”) which oxidizes al-
cohols, olefins, aldehydes and aralkyl hydrocarbons in
excellent yield under neutral conditions.2 a-Pinene is oxi-
dized in 90% yield? in contrast to only 40-60% yield in an
aqueous medium.

@ + 2KMnO,

Reduction of alkoxysulfonium salts formed by alkylation of
sulfoxides with Magic Methyl® (methy! fluorosulfonate)pro-
ceeds readily with sodium cyanoborohydride in the presence
of crown ethers? to give the sulfides in excellent yield.
B -Ketosulfoxides are reduced to B-ketosulfides® whereas ex-
tensive decomposition occurs in the absence of the crown
ether:
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Also, sodium borohydride reduces ketones in aromatic hydro-
carbon solvents in the presence of dibenzo-18-crown-6.4

Phenacyl esters which are difficult to obtain in good yield
using classical procedures are easily formed? by refluxing a
benzene or acetonitrile suspension of the aryl salt, crown
ether and the B-bromoacetophenone:
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The alkylation of acetoacetic ester enolates gives less O-alky-
lated product in the presence of a crown ether’ especially in
weakly polar solvents. Dicyclohexyl-18crown-6 also
markedly changes the rates and stereochemical course® of
alkoxide-catalyzed carbanion-generating reactions. Moreover,
the reaction of 5-decyl tosylate with potassium alkoxides’
produces more trans olefin in the presence of dicyclo-
hexyl-18-crown-6. In a similar fashion the stereochemical
course of the reaction of potassium rert-butoxide with
trans-2-phenylcyclopentyl tosylate® is markedly changed by
the addition of dicyclohexyl-18-crown-6.

Crown ethers also find application in the resolution of
a-amino acids,’ in the manufacture of an ion-selective elec-
trode,'? and in studies of ion-transport mechanisms.!
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Aldrich Chemical Company, Inc.

In Great Britain:
Ralph N. Emanuel Ltd.

Home Office:
Aldrich Chemical Co., Inc.
940 W. St. Paul Ave.

Milwaukee, Wisconsin 53233 HAO 1PY, England

264 Water Rd., Wembley, Middx.

In Continental Europe: In Germany:

Aldrich-Europe EGA-Chemie KG
B-2340 Beerse 7924 Steinheim am Albuch
Belgium Germany
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Electrochemistry Vol. 4

Senior Reporter: Professor H. R. THIRSK, University of Newcastle upon Tyne

The fourth volume in this annual series covers
literature on the subject up to December, 1972.
Attention is again paid to the continued interest
in membranes, organic electrochemistry, and fused
salts, which are reviewed in some detail and with
particular reference to recent investigations. In
some cases it has been possible to include
shorter articles which examine selected topics in
greater depth and rather more critically. The
papers on the electrochemistry of cadmium and
of zinc, the nickel oxide and related electrodes,

Clothbound 356pp 83in x 5%in

FARADAY SYMPOSIA No. 7

and the role of ammonia as a solvent, have been
covered in this way and it is intended to expand
this type of coverage in the future.

The chapter headings are as follows:

The Electrochemical Behaviour of Zinc in Alkaline
Solution; The Electrochemical Behaviour of
Cadmium in Alkaline Solution; The Nickel
Hydroxide and Related Electrodes; Electrode
Reactions in Liquid Ammonia; Electrochemistry
of Molten Salts; Membrane Phenomena; Organic
Electrochemistry—Synthetic Aspects.

ISBN 0 85186 037 0 £9.00 (Chemical Society Members £6.50)

Fogs and Smokes

This volume contains the proceedings of the symposium held at the University of Swansea in

March 1973.

The papers included are as follows:

Introductory paper—Nucleation, Growth, Ripen-
ing and Coagulation in Aerosol Formation;
Kinetic Processes in the Condensation and
Evaporation of Aerosols; Chemical Nucleation
Theory for Various Humidities and Pollutants;
Evaporation of Fine Atmospheric Particles; Inorg-
anic Oxide Aerosols of Controlled Submicronic
Dimensions; Formation of TiO, Aerosol from the
Combustion Supported Reaction of TiCl, and O,;
Condensation and Evaporation of Metallic Aero-
sols; Coagulation of Molten Lead Aerosols;
Formation of Soot Particles; Coagulation of

Paperbound 236pp 10in x 63in

Carbon Particles in Premixed Flames; Smokes,
Droplets, Flames and Electric Fields; Brownian
Coagulation of Aerosols at Low Knudsen Number;
A Contribution to the Theory of Fibrous Aerosol
Filters; Deposition of Aerosols from Turbulent
Pipe Flow; Light Scattering Instrument for Kinetic
Measurements in Aerosols with Changing Particle
Size Distributions; Particle Sizing by Interference
fringes and Signal Coherence in Dopple Veloci-
metry; Processes, Sources and Particle Size
Distributions; A Field Study of Radiation Fog;
Predicting the Concentration of Effuent Material
within a Plume from a Tall Chimney.

ISBN 0 85186 828 2 £4.00 (Chemical Society Members £3.00)

The Chemicdl Sodiety

Orders for these publications should be sent to: The Publications Sales Officer, The Chemical Society,

Blackhorse Road, Letchworth, Herts SG6 1HN.

(Members should indicate that they are claiming the

privilege price and, if possible quote their membership number)
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ﬁe highly praised series of Chemical Society publications
which provide systematic and comprehensive review coverage of

the major areas of research in chemistry

Organophosphorus Chemistry Vol. 5

Senior Reporter: Professor S. TRIPPETT, University of Leicester

The fifth volume in this highly successful series lively, inquisitive, and provocative writing.”

covers literature published between July 1972 —Journal of the American Chemical Society.

and June 1973 and follows a very similar format “The value of this series of books for many

to that adopted for previous volumes about which preparative and also biochemical laboratories can
reviewers said: scarcely be overrated. The third volume like its
“This volume and the previous one are predecessors, makes a good impression in every
indispensable to the specialist. They should also respect, and can be recommended to all interested
reach a wider audience because they contain specialists.”—Angewandte Chemie.

Clothbound 313pp 83” x 52” ISBN 0 85186 046 X £10.00 (Chemical Society Members £7.50)

Fluorocarbon and Related
Chemistry Vol. 2

Senior Reporters: Dr R. E. BANKS and Dr M. G. BARLOW
University of Manchester Institute of Science and Technology

This second volume covers the chemistry of authors are to be congratulated for a remarkably
organic, organometallic, and organometalloidal thorough coverage of the literature. The text is
compounds of the fluorocarbon class and of their chock full of goodies for anyone interested in
polyfluorinated analogues published during 1971 these compounds. This book should be on the
and 1972. It follows a very similar format to that shelf of anyone active in fluorocarbon research.
adopted for Volume | about which Robert Filler We will look forward with great interest to the
in Journal of Medicinal Chemistry said, “The second volume in this series”.

Clothbound 500pp 83" x 5%” ISBN 0 85186 514 3 £16.00 (Chemical Society Members £12.00)
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These publications may be obtained through your
local bookseller or by sending the appropriate
remittance direct to: The Publications Sales Officer,
The Chemical Society, Blackhorse Road, Letchworth,
Herts SG6 1HN, England. (CS Members must write
direct to the above address stating that they are
claiming the privilege price).
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MONOGRAPHS
FOR TEACHERS

Principles of
Free Radical
GChemistry

by J. I. G. CADOGAN

Principles of Free Radical Chemistry pre-
sents a concise account of the principles
and concepts underlying reactions of or-
ganic free radicals, with particular empha-
sis on solution processes.

It is now recognised that an enormous
number of oxidation, fragmentation, syn-
thetic, polymerization and ageing reactions
important in technology and biology
proceed via radical intermediates. This
monograph seeks to provide a simple in-
troductory background to the reactions
involved. Among the topics discussed are
the nature and modes of reaction of short
and long lived radicals, methods for pro-
duction and removal of radicals, initiation
and termination of radical chain reactions,
radical polymerization, autoxidation, and
the importance of radicals in synthesis and
biosynthesis. The monograph concludes
with a brief reference to the radical nature
of certain reactions of carbenes and nit-
renes and an account of the use of magnetic
resonance methods (nmr, esr) in the
physical detection of radicals, including
spin trapping and CIDNP techniques.

Paperbound 81" x 54" 85pp ISBN 0 85186 829 0
Price £1.00 (CS Members 75p)

Orders for this publication should be sent,
enclosing remittance, to: The Publications Sales
Officer, The Chemical Society, Blackhorse Road,
Letchworth, Herts SG6 1THN.

Further information on other titles in the series
can be obtained from: The Marketing Officer,
The Chemical Society, Burlington House, London
W1V OBN.
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CLASSIFIED ADVERTISEMENTS

UNIVERSITY OF
SOUTHAMPTON

DEPARTMENT OF
AERONAUTICS AND
ASTRONAUTICS

COMBUSTION HEAT
TRANSFER

Applications are invited for a
Research Fellow at postdoctoral
level to work on a Science
Research Council sponsored
continuing programme con-
cerned with the measurement
and prediction of heat transfer
from simulated combustion
systems. The experimental
programme utilises the depart-
ment’s shock tube facilities and
involves modern techniques for
heat transfer measurement.

The appointment, which
requires relevant postgraduate
experience, is for one year but
may be extended until 31
January, 1976. Salary will be
in the range £1929 to £3048
(under review) + F.S.S.U.
benefits.

Applications, giving details of
age and relevant background
and quoting the names of
two referees, shouid be made
to the Deputy Secretary’s
Section, The University,
Southampton SO9 5NH, as
soon as possible. Please quote
reference number: CC/238/R.

NEW ZEALAND
UNIVERSITY OF
CANTERBURY
Christchurch

VISITING LECTURER
IN CHEMISTRY

Applications are invited for a
Visiting Lectureship in
Chemistry tenable for one
vear. The appointment is to

be taken up as earty as possible
in 1975. it is anticipated that
the appointee will have com-

pleted a Ph.D., and show evidence

of strong research interest in

some particular field of Chemistry.

The emolument for the position
is in the range of NZ$6753 to
$8568 per annum. (Subject to
regular cost of living adjust-
ments). When the salary is
being decided, due account

wilt be taken of the appointee’s
trave! costs.

Further particulars and Con-
ditions of Appointment may be
obtained from the Secretary-
General, Association of
Commonwealth Universities
{Appts), 36 Gordon Square,
London WC1H OPF.

Applications close on
1t September 1974.

UNIVERSITY COLLEGE OF
NORTH WALES, BANGOR

SCHOOL OF PHYSICAL AND
MOLECULAR SCIENCES

POSTDOCTORAL RESEARCH
FELLOWSHIP IN CHEMISTRY

Applications are invited for an
SRC Postdoctoral Fellowship
to work in collaboration with
Professor C. J. M. Stirling on
mechanistic studies of
carbanions in solution.

The salary will be in the range
£2118 to £2247 per annum
plus F.S.S.U., and the Fellow-
ship will be tenable from

1 October, 1974, or such
other date as may be arranged.
Applications (two copies),
giving details of qualifications,
research experience, and the
names and addresses of two
referees, should be sent as
soon as possible to the
Secretary and Registrar,
University College of North
Wales, Bangor, from whom
further details may be obtained.

CENTRE NATIONAL DE LA
RECHERCHE SCIENTIFIQUE
(PARIS)

POSTDOCTORAL RESEARCH
FELLOWSHIP (TRANSITION
METAL CHEMISTRY)

Applications are invited for a
postdoctoral fellowship in the
Institut de Chimie des Substances
Naturelles for work on the
chemistry of compounds
containing transition metat-
main group metal bonds.
Appointment will be for one
year. Starting as soon as possible,
and the salary will be 36000 FF
(about £3000) P.A. net.

Fituency in French is not
necessary.

Applications, giving age,
qualifications and experience,
together with names and
addresses of two referees, should
be sent as soon as possible to:

Dr H. Felkin, ICSN, CNRS,
91-GIiF Sur Yvette, France.




