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Boston College, Chestnut Hill, Massachusetts 02167  Telephone (617) 969-0100

Department of Chemistry December 23, 1975
Professor B.L. Shapiro
Department of Chemistry
Texas A & M University
College station, Texas 77843

Dear Barry:

13. ymr Spectra of l-Substituted Azulenes

For some time now I have been interested in developing
a simple method for describing substituent-induced 13¢ chemi-
cal shifts in M-systems, and a full paper outlining the ap-
proach will appear in JACS around March. I also wanted to
extend the model to nonalternant fr-systems, but there are no
- data in the literature, other than for parent hydrocarbons.
Accordingly, Dr, Tadeusz Holak (currently at the Jagiellonian
University in Krakow, Poland) began an experimental study of
C spectra in l-substituted azulenes.

8 X
7 —‘”\\/)\& '
: 7N —
6@(\//2 X=H, Cl, NO,, COCF,
5 4 3

Briefly, we find

a) carbons in the five- and seven-membered rings can easily
be distinguished by their one-bond CH couplings (A~ 170
Hz and ~ 160-165 Hz, respectively):

b) in the seven-membered ring, only three-bond couplings
can be resolved, whereas two-bond CH couplings are
‘easily seen in the five-membered ring;

c) C-2 and C-3 are relatively in sensitive to the nature
of X, whereas C-5 and C-7 are most sensitive. Thus
the perturbation is being transmitted through the five-
membered ring into the seven-membered ring.

We are digesting these results (actually, ruminating might
be a better term) while proceeding further on both the experi-
mental and theoretical fronts. '

. Finally, I'd like to acknowledge the hospitality of:
Dr. Al Redfield (Brandeis University) in whose instrument most
of this work was done. George Levy (Florida State University)
also permitted Dr. Holak to use his instrument for sSeveral
experiments. )

Sincerely,

(i-“‘ o
Ay
Dennis J. Sardella
~ Associate Professor .of Chemistry
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January 11, 1976

Dr. Bernard L. Shapiro
Department of Chemistry

Texas A & M University
College Station, Texas 77843
U.S.A.

Dear: Barry:

For quite a few years it has been felt by Israeli '‘resonators'' that they see each
other at international conferences more often than at home., Therefore Zeev Luz

took the initiative of organizing what is tentatively called The lIsraeli Club of
Magnetic Resonance. It was inaugurated on January 8, 1976, with a formal meeting
held at this Institute. The scientific program included presentations (in Hebrew!)
by Hadassa Degani (Univ, of Tel Aviv), who presented her work (done at SUNY, Stony
Brook) on the Kinetics of lon~lonophore Complexation by Proton NMR; by the under-
signed, who talked on Aqueous Shift Reagents; by Chaim Levanon (Hebrew Univ.,
Jerusalem), who described ESR Detection of Paramagnetic Species During Photoexcitation;
and by Danlel Kost (Ben Gurion Univ, , Beer Sheva), who discussed Energy Barriers of
Rotation Around S-N and N-CO Bonds in N~Sulfenyl Uretanes, The meeting was met with
great interest and was attended by more than fifty ”resonators” from all the academic
and research |nst|tut|ons in Israe]

The next meeting is scheduled to take place in Jerusalem on May 20, 1976, and will
be organized by Chaim Levanon; Any of the Newsletter readers who happen to be in
Israel at that time are invited to attend. | trust that in their honor the talks
will be in English, -

Sincerely yours?

Jacques Reuben

CABLE ADDRESS: WEIZINST tisrael) :Dp12D7 [y PHONE: 956444 :1)3%0
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the upf1e1d shifts of the protons d1rect1y above the ring.

TN

— A fuller account of this. study, including H and !3C spectra of [10]-
paracyc]ophane and of its Cr(CO)3 analogue will be published eventually.
: Yours sincerely, ‘
%}Zé/é& Midacl 5 M Gl chit Eﬂm@am?(
John L. Fletcher, Michael J. McG11nche B.G. Sayer : )
rg
Please credit th1s contribution to the account of Mr J I.A. Thompson
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CONTINUED-FROM P, 12.
: Ph
Py
(oc’)3 Fe } Fe (CO)
AN
Fe (cC0) 7
[
P
Ph ‘
#or which a new synthetic way has been found from Ph PCl2 (an earlier
one starting from Ph PH2 is less convenient and general : P. M. Treichel,
W.K. Dean and W.M. Douglas, Inorg. Chem., 11 (1972), 1609). Its main
particularity is a strongly deshieltied phosphorus atom -205 ppm. VS5
P406 (?31715 ¥vs. ijoé) probably the mostAQeshioldéd,phosphorus species
reported up to now.
With our very best regards,
F. MATHEY
_R.. MANKOWSKI

. G. MAVEL







NATO ADVANCED STUDY INSTITUTE
ON

ADVANCES IN NMR:

THE LESS RECEPTIVE NUCLEIX

" LOCATION:
DATE: -

SPONSORSHIP:

GENERAL SCOPE:

PROGRAM:

LECTURERS :

LANGUAGE:

PARTICIPATION:,

CONTRIBUTED
PAPERS:

GRANTS:

ACCOMMODATION:

FURTHER
INFORMATION:

- techniques will be covered.

‘ Attehdance at the Inétltute will be limited.

" Altavilla Milicia (Palermoi, Sicily

. 5~18 September, 1976

The Institute is sponsored and supported by the NATO
Sc1ent1f1c Affairs Division. _ —

The Institute will deal with the unique kinds of
chemical information that can be obtained from high
resolution. NMR studies. FEmphasis will be on recent
advances in thecry and method as applied to the study
of nuclei of. low sensitivity, low-natural abundance and
samples (e.g., biological) constrained to be examined
at low concentratlon.

The essential principles of NMR will be developed in a
coherently structured program of lectures and parallel
seminar discussions. Instrumentation and experimental
Included in the program
will be 'such topics as: Fourier transform methods;
relaxation mechanisms; CIDNP;- zeugmatography; high
field NMR; quadrupolar effects; MR of oriented samples;
as well as the detalled discussion of recent develop-
ments in the study of %H, !3c, ''m, '®w, '70, 2%nNa, ''p,
3%5¢c1, 29571, 2°7pp, .and other heavg metal nuclides.

T. Axenrod (CUNY), E.D. Becker (NIH), G. Blnsch (Munich},
F. Conti (Rome), S. Forsen (Lund), D.I. Hoult (Oxford),

R. Kaptein (Groningen), P.C. Lauterbur (SuUny),

G.E. Maciel (Colorado), E.W. Randall (Queen Mary College),
L. Reeves (Waterloo), D.L. Vanderhart (NBS). A few
additional lecturers may be added. '

All lectures and discussions will be held in English,

Applica-
tions to attend and contribute to the scientific

program are invited from all countries, although prefer-
ence will be given by the selection committee to appli-
cants from NATO countries.

Short contributed papers can be accepted for inclusion
in the program. Participants wishing to present a
communication should submit a title and a synopsis along
with their application form.

A limited number of grants in partial Supbert of travel

‘and living expenses will be available to chosen partici-,
_pants from NATO countries who cannot obtain adequate

support from other'sources.

Part1c1pants rece1v1ng NATO qupport will be accommodated
in the llotel Torre Normanna, where all technical sessions
will be held.

For: further detalls and applicatlon forms, please contact:

Randall
Department of Chemistry
- Queen Mary College
" . London El 4MS
U.K.

Dr. T. Axenrod or ,‘Dr. E. W.
Department of Chemistry
The City College of CUNY
New York, N. Y. 10031
U.S.A. '
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Please credit this contribution to the Dr. M, Cohn subscription.

© JLE:pf

Sincerely,

}_TEL.Ené%~

J. L. Engle
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of the T and NOE parameters themselves are attendant upon further studies.

We also hope to be able to make some comparlsons with data obtained at

270 MHz, courtesy of Professor Levy and the FSU Bruker 270.

Yours sincerely ) j .
Z.ZMawﬂ.b?

Clive E. Holloway,

Dept. Chem. York University.
on sabbatical at ¥SU.

13

C T1 Values for Rubber Blends, (major component only)
'
| CH, c -CH,
Vulcanized . 100% butyl 0.07 sec 0.53 0.16
90% M 0.11 0.77 . 0.20
80% " 0.12 0.60 - - 0.22
65% " 0.10 0.74 019

* Other component EPDM . Also contains’ 1norgan1c filler and C-black.

e e e e o e o e at e e e e e e e = B e he e e B e e e e e = e e e Re e e e m e e e e e e e e S e e e e e e e Em et e

Raw polymer 100% butyl . 0.15 0.91 - . 0.26
Crosslinked Butyl rubber 0.16 1.5 0.12 refl
24% soln in CCl, 0.13 1.23 0.19 ref2

ref] R.A.Komoroski & L Mandelkern ~Private Communication
ref 2 Inoue, Nishioka, & Chujo J.Polymer Sci, 11, 2237 (1973)

s. Please credit contribution to subscriptipn from York University.
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RESEARCH CENTER

RICHMOND Stauffer Chemlcal Company

Western Research Centars / 1200 S. 47th St. / Richmond, CA 94804 / Tel. (415) 233-9361

January 26, 1976

Professor B. L. Shapiro o

Department of Chemistry : ——
Texas A & M University ' : :
College Station, Texas 77843

Dear Barry:

Carbon-Phosphorus Coﬂpjing Constants in Phosphopic Acids

Recent1y we have studied the'l3C'NMR spectra of various phosphonicvacids
with the following general structure:

: O :
C]CHZCHZ? -X
OH

The one bond phosphorus-carbon coupling constants are in the range of 131.5-
139.1 Hz, which are close to the values observed by Gray on phosphonates .
(G.A. Gray, J. Am. Chem. Soc., 93, 2132 (1972). However, it is interesting
that the coupling between phosphorus and the carbon adjacent to chlorine was
not observed. Table 1 presents the coupling parameters of three phosphonic
acids in-DMSO-ds-solution. o S

‘Table 1.  Carbon-Phosphorus Couplings

X Jecp ; Jcep : Jcoén‘ ' Jccop Jcpop -
OH 131.5 A 0 |
OCH,CH,C1 133.6 " 0 5.3 7.1
0 - .
0-P-CHHC,CT 139.1 ~ 0 : S 5.3

- OH

‘Sinbere1y'yours,

Ty

C. K. Tseng

" CKT:mar
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The salaries for positions. (a) - (c) range from $8000. - $9,500
depending on experience; for position (d) the max1mUm_sa1ary can
be significantly higher for especially qualified candidates.

Tallahassee is an inviting community of 100,000 with a signifi-

cantly lower cost of living than typical for 1arger cities.

Our laboratory currently includes a Bruker HX-270 equipped for
13¢c, 15N, and 270 MHz TH nmr and a Bruker HFX-90 set up for most
magnetic nuclei. Both instruments have dedicated disc-augmented

computers and have been modified for improved quadrature detection.

In house construction o{ 13mm (and soon hopefully 15mm) sample
capability gives added 3¢ and V9N sensitivity.

Please bring these positions to the attention of anyone who has
potential interest.

With appreciation from Leo Mandelkern and from me.

" Yours sincerely,

George C.SLevy
Associate Professor

Opening for a Postdoctoral Fellow at the ETH in Zirich

We will have an opening in fall 1976 for a postdoctoral
fellow with a strong interest in the development and |
application of new techniques in NMR. A good theoretical
background and experimental skill are required at the

same time. Possible areas of research are: High resolution
solid state resonance, two-dimensional spectroscopy, zeugma-
tography, optical polatrization, relaxation in coupled spin
gystems.

Please contact Prof. Dr. Richard R. Ernst

Laboratorium fir physikalische Chemie

Eidgenossische Technische Hochschule
- Universitdtstrasse 22

8006 Ziirich, Switzerland

e e e e e e
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the !3C chemical shift of C-1, we feel is consistent with the
proposed structure rather than the, perhaps, more reasonable
structure where the acetate at C-1 and bromine at C-4 are inter-
ichanged. In addition, the following reaction is known to occur
readily.

It therefore seems that the proposed structure is the more rea-
sonable one. It is not easy, however, to write a mechanism for
the reaction and we are, at present, working toward this end.
We hope to have all of the details completed and a manuscript
prepared in a short while.

In the meantime, we have given some crystals of the product
to Bill Watson and we hope that he will soon have the structure for
us. If our propsed structure is correct, the chemical shift of the
proton at C-2 of 6=6.27 must be some sort of a record.

Our best regards to everyéne..

/VU | N7t QWM%/’/

. Smith T. W. Proulx G. Barnard












