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PROTON-SELECTIVE BASE

As the goals of synthetic and mechanistic chemistry
become increasingly complex, the need for highly selective
reagents becomes more critical. The quest for non-
nucleophilic strong bases, for example, has sparked the
research of many workers.

One of the most effective new proton-selective reagents is
lithium 2,2,6,6-tetramethylpiperidide (LiTMP), a member of
the class of strong bases which Olofson' has termed
“H+arpoons.” LiTMP is conveniently prepared by treating
an ethereal solution of 2,2,6,6-tetramethylpiperidine

(HTMP) with methyl- or butyllithium.?
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LiTMP has been found to be superior to NaOEt. KO-1-Bu,
NaH, NaNH,, LiAr, LiR, NaCPh,, LiN(SiMe;,),, LiN(i-Pr),,
and BrMgN(i-Pr), for the practical synthesis of arylcyclo-
propanes and cyclopropenes from benzyl chlorides.!?
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Very recently, Olofson reported a useful synthesis of
cyclopropyl esters (and ultimately cyclopropanols) from
chloromethyl esters, LITMP, and a variety of olefins.}
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LiTMP is a highly effective base for generating benzynes

from aryl chlorides:!
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This particular H*arpoon has been used to effect difficult
carbonyl condensations in cases where more conventional
bases have failed.!
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Early work by Rathke and Kow* provided the “first exam-
ple of base-promoted a proton removal from an organo-
borane.”
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In subsequent findings,® the authors demonstrated the
superiority of LITMP over bases such as LiN(i-Pr), and
LiN(i-Pr)(c-Hex) for producing boron-stabilized carbanions
from vinylboranes, effective precursors for 3-silylated
aldehydes and ketones.

LiTMP has been used by Beak to generate transient
dipole-stabilized carbanions via deprotonation of aromatic
thioestersé and amides.5’
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Unless additional stabilization of the incipient carbanion
is provided (e.g., by unsaturation), the analogous reaction
for esters does not occur. Thus, alkyl benzoates afford o-
benzoylbenzoates, apparently the result of ortho lithiation of
the starting ester.®

R co.R COR o

Li
zee |22 O O
References:

D e
THF

1) R.A. Olofson and C.M. Dougherty, J. Amer. Chem. Soc., 95, 582(1973).

2) R.A. Olofson and C.M. Dougherty, ibid., 95, 581 (1973).

3) R.A. Olofson, K.D. Lotts, and G.N. Barber, Tetrahedron Letr., 3381
(1976).

4) M.W. Rathke and R. Kow, J. Amer. Chem. Soc., 94, 6854 (1972).

5) R. Kow and M.W. Rathke, ibid., 95, 2715 (1973).

6) P. Beak and R. Farney, ibid., 95, 4771 (1973).

7) P. Beak, G.R. Brubaker, and R.F. Famey, ibid., 98, 3621 (1976).

8) C.J. Upton and P. Beak. J. Org. Chem., 40, 1094 (1975).

11,5754 2,2,6,6-Tetramethylpiperidine 10g $15.25
(HTMP) 25g $25.00
18,620-1 Methyllithium, 2M soln. in ether  22g $16.00

(22g is wt. of contained CH,Li)
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THE CHEMICAL
SOCIETY OF JAPAN

The Chemical Society of Japan, founded in 1878,
will celebrate its centennial in 1978. As of
November 1976 The Chemical Society of Japan
hasapproximately 33,000 members and publishes
the following three journals:

(1) Bulletin of The Chemical Society of Japan

In 1975, 702 papers and 242 notes, all written in foreign languages, mostly in English,
were published in 12 issues, with a total of 3980 pages.

(2) Chemistry Letters
In 1975, 377 papers were published in 12 issues, with a total of 1464 pages.
Manuscripts typed in English, German or French are photographically reproduced.

(3) Nippon Kagaku Kaishi (Journal of The Chemical Society of Japan.
Chemistry and Industrial Chemistry)

In 1975, 388 full papers, 59 notes, and 2 short communications, all written in
Japanese, were published in 12 issues, with a total of 2476 pages. Synopses,
tables, and figure captions are, however, printed in English.

Besides these journals, the Society publishes “Kagaku To Kogyo” (Chemistry and
Chemical Industry), a monthly journal printed in Japanese which contains review
articles and news and features of interest to Society members.

Subscription rates for 1977 are:

Member Nonmember
Bull. Chem. Soc. Jpn. UsS $ 36.00 US $132.00
Chemistry Letters US $ 26.00 US $ 6250

Nippon Kagaku Kaishi us $ 27.00 US-$ 69.00

Subscriptions should be sent to:
Japan Publication Trading Co., Ltd.
P.0. Box'5030, Tokyo International Post Office, Tokyo, JAPAN

rTha 26th IUPAC Congress will be held in Tokyo on September 4-10, 1977. \
under the joint auspices of the Science Council of Japan, The Chemical
Society of Japan, the Pharmaceutical Society of Japan, and The Agri-
cultural Society of Japan. The Congress will include four divisions
Physical Chemistry. Analytical Chemistry, Organic Chemistry, and Macro-
molecular Chemistry, while a Joint Symposia entitled “Chemistry for the
Welfare of Mankind” will also be presented.
The Second Circular is available from:

The Organizing Committee of the 26th IUPAC Congress
\.& R 2 Yo _ P.O. Box 56, Kanda Post Office Tokyo, 101-19 JAPAN J




SPECIALIST PERIODICAL REPORTS

Amino-acids, Peptides,
and Proteins Vol. 8

Senior Reporter: Dr R. C. Sheppard, Medical Research Council

The eighth volume in this highly-praised and well-established series covers
the literature published during 1975. It surveys all the main areas covered in
Volume 7 with the exception of the biennial chapter on metal derivatives. The
chapter on Chemical Structure and Biological Activity covers peptide hormones
and related compounds over the two-year period, 1974-75.

“A vast amount of information is presented in a highly condensed but readable
form with diagrams, summary tables and full citation of literature references.
Such a volume is clearly the keyto the protein literature for the yearconcerned.”
—H. Egan, Chemistry and Industry reviewing Vol. 6

Ciothbound 510pp 83" x 53" £28-00 (CS Members £21-00)

Molecular Structure by
Diffraction Methods Vol. 4

Senior Reporters:
Professor G. A. Sim, University of Glasgow
Dr L. E. Sutton, University of Oxford

The fourth volume in this annual series covers papers published from mid-1974
to mid-1975 following a format similar to that adopted in previous volumes.

17 reporters exhaustively review not only x-ray diffraction studies of single
crystals, ranging from rare earth compounds to proteins but also electron-
diffraction analyses of gas-phase structures and neutron-diffraction studies of
crystalline solids. The emphasis throughout is on results, although the section
on electron diffraction includes chapters on apparatus and on methods of
incorporating known structural information in parameter refinement. The
reporters are to be commended for the coverage they have provided. The
volume is packed with information pertaining to ail aspects of molecular
structure, and as such is an unusually valuable reference.”—B. W. Matthews,
Journal of the American Chemical Society reviewing Vol. 3

Clothbound 454pp 83" x 53" £28-50 (CS Members £21-00)

Inorganic Chemistry of the
Transition Elements Vol. 5

Senior Reporter: Dr B. F. G. Johnson, University of Cambridge

T his fifth volume reviews the literature published between October 1974 and
September 1975 following a layout similar to that of earlier reports.

“The authors of the various chapters are all well known transition metal
chemists and under the direction of Dr B. F. G. Johnson, have done a
remarkable job in comprehensively reviewing twelve months of literature.
For example, the chapter dealing with the Early Transition Elements contains
over twelve hundred references to work reported in that period. A well
organised and well-produced reference book.”"—M. H. Chisholm, Journal of
Organometallic Chemistry reviewing Vol. 4

Clothbound 538pp 83" x5” £29-00 (CS Members £21-75)

Orders to: The Publications Sales Officer, The Chemical Society, Blackhorse Road,
Letchworth, Herts SG6 THN

ACS SYMPOSIA

Uitraviolet Light
Induced Reactions

in Polymers
Edited by Santokh S. Labana

Ultraviolet light can be used to make new
polymers as well as to modify, crosslink,
and degrade existing ones. In some cases
polymers must be designed to be durable
to light while in the field of disposable
packaging, it is desirable for the polymers
to degrade in natural light.

The 29 chapters in this volume cover
photopolymerization reactions, including
the role of photoinitiators and photo-
sensitizers; and photodegradation,
including the use of photostabilizers and
photodegradable polymers.

Clothbound 495pp 91" x 63" £17-15

Phenolic, Sulfur,
and Nitrogen
Compounds in
Food Flavors

Edited by George Charalambous
and Ira Katz

Awareness of the foods we consume has
grown tremendously in the past decade
because of concern over health, economy,
and predicted food shortages. This timely
volume focuses on the chemical com-
pounds and processes which give various
foods their particular tastes.

Sulphur, nitrogen, and phenolic com-
pounds are important contributors to food
flavours. The collection gives valuable
insight into the complexity and breadth of
this important area of food chemistry.

Clothbound 215pp 93" x 63" £13:75

Antihypertensive
Agents

Edited by Edward L. Engethardt

This volume surveys the current status of
antihypertensive agents in use orin
development. Critically discussed are
centrally acting antihypertensives such as
clonidine and methyldopa, B-adrenergic
blocking agents, antihypertensive agents
with peripheral sites of action, the
saluretic diuretics, and the clinician's

use of these various agents in providing
the best therapy to the individual patient.

Clothbound 96pp 94" x 63" £10-50
Orders to: The Publications Salés Officer,

The Chemical Society, Blackhorse Road,
Letchworth, Herts SG6 THN
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MONOGRAPHS FOR TEACHERS

The Hydrogen
Bond

and other Intermolecular Forces
by J. Clare Speakman

The hypothesis of the chemical bond has had a long and
valuable history in the development of chemical theory.
According to classical views of valency, the hydrogen
atom can sustain only one bond. During the early years
of this century, to explain certain anomalies, the
unorthodox notion crept into chemistry that hydrogen

might sometimes accept a second, though weaker, bond;

that it might become, in effect, bivalent. With the
development of spectroscopic and crystal-diffraction
methods, quantitative information about the ““hydrogen
bond’’ began to accumulate; the concept became better
defined and its validity well established.

Dr. Speakman’s monograph provides a concise
explanation of this weak intermolecular force.

Paperbound 40pp 8%:" x 5%" 7 diagrams
ISBN 0 85186 991 X
Price 60p (Chemical Society Members 45p)

Obtainable from your local bookseller or:—
THE CHEMICAL SOCIETY
Blackhorse Road, Letchworth, Herts SG6 1HN,

MONOGRAPHS FOR TEACHERS

Elements of

Organometallic
Chemistry

by F. R. HARTLEY

The two major stumbling blocks to the introduction of
organometatlic chemistry in schoo! teaching are the lack
of suitably simple text and the lack of suitable
experiments. It is the aim of this monograph to remedy
this situation. It contains chapters covering basic
organometaltic chemistry in terms of preparation,
structures, and bonding in organometallic compounds.
1t then examines the systematic chemistry of the
compounds with particular reference to their

industrial applications. The final section contains details
of experiments which have been specially modified to
enable them to be performed in schools without the use
of sophisticated equipment.

Paperbound 103pp 8%’ x 5% ISBN 0 85186 909 2
Price £1.20 (Chemical Society Members 90p)

Obtainable from your local bookselier or: -

THE CHEMICAL SOCIETY

Blackhorse Road, Letchworth, Herts SG6 THN

CLASSIFIED ADVERTISEMENTS

SYNTHESIS OF PROTEINS
AND PEPTIDE HORMONES

A research group, led by

G. W. Kenner, Royal Society
Research Professor in the
University of Liverpool, is
engaged in total synthesis of
proteins related to lysozyme
and of polypeptides related to
big gastrin. Anyone interested
in joining this group, either now
or in October 1977, as a
postdoctoral fellow, PhD
student or graduate technician,
should write to Professor
Kenner at The Robert
Robinson Laboratories,
University of Liverpool, P.O.
Box 147, Liverpool, L69 3BX,
including a curriculum vitae
and naming two referees.

UNIVERSITY OF SYDNEY

CHAIR OF CHEMISTRY
(ORGANIC CHEMISTRY)
Applications are invited for the
above-mentioned Chair which
became vacant on the death of
Professor E. Ritchie.

Salary — $A29,687 p.a.

Further information available
from the Secretary General,
Association of Commwealith
Universities (Appts), 36
Gordon Square, London
WC1H OPF or the Registrar,
University of Sydney, N.S.W.
2006, Australia, with whom
applications close on 28
February 1977.

POSTDOCTORAL RESEARCH

FELLOWSHIP

A postdoctoral research fellow-
ship at Northeastern University
is immediately available for one
year (possibility of renewal for a
second year). The successful
candidate will be involved in the
synthesis and characterization of
new copper-axygen species. A
background in modern organo-
metallic chemistry and structure
determination is preferred.
Salary $8500. Applications and
the names of two referees should
be sent immediately to Dr G.
Davies, Department of
Chemistry, Northeastern

University, Boston,

Massachusetts 02115, U.S.A.
An equal opportunity/
affirmative action employer.

CLASSIFIED
ADVERTISING

DISPLAY AND SEMI DISPLAY
£1.50 per single col. cm.
column width 43 mm (10 ems)

Send your advertisements to:—

Susan Shaw, Classified Advertisements,
Burlington House, Piccadilly,
London W1V OBN.
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