
6510 

Scheme 1« 

OMe 

1. R = Me 

^0Me 

[IA^ 7—C0,Me 

2a, R = Me 
b, R = CHO 
c, R = CH=CH2 

CHO 

K 
o' - o" 

5a. R = CHO 6 
b. R=H 

° All compounds have satisfactory spectral data, 
allylic position. Dropwise addition of ethereal methyl-
enetriphenylphosphorane10 to 2b gave the diene 2c 
(50%) which was converted to the carbinol 3 by the ac
tion of ethereal methyllithium at room temperature 
(96%). 

Stirring of 3 with excess formic acid for 1 hr at room 
temperature gave rise to 5a (50% after purification). 
Saponification (aqueous NaOH, f-BuOH, 20°) of 5a 
produced 5b (90%). The spectral properties of 5b 
were identical with those reported for 11-hydroxy-
11,12-dihydronootkatone.4 Refluxing of 5a in pure 
collidine for 15 hr in the presence of 30% by weight of 
neutral alumina (with respect to 5a) gave a mixture of 
elimination products (70% after purification). A 

(10) G. Wittig and U. Schoellkopf, Org. Syn., 40, 66 (1960). 

sample of the major component (75% by nmr and glc) 
obtained by preparative glc was found to be spectrally 
identical and superimposable on glc with an authentic 
sample of nootkatone.11 The remaining 25% of the 
elimination product consisted mainly of cn-vetivone 
(nmr analysis12). No 7-ep/-nootkatone could be de
tected by careful pmr analysis,13 showing that the final 
ring closure step (Scheme I) is stereospecific. The 
functionalized isopropyl side chain of 5a therefore exists 
in the thermodynamically preferred equatorial con
figuration, as in natural nootkatone. Furthermore, 
since no trans (C)-4,5-dimethyl compound could be 
detected14 the Diels-Alder reaction to give 2a is stereo
selective as previously discussed. 

A full paper bearing experimental details will appear 
at a later date. 
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(13) The pmr signal of the C(5)-methyl group is shifted 3 Hz down-

field going from nootkatone to 7-epi-nootkatone. No signal corre
sponding to the latter compound could be detected at optimum resolu
tion on a JEOL 100 MHz nmr spectrometer. Similar analysis has been 
employed previously.4 

(14) In fra«j-4,5-dimethyleremophilanes the pmr signal of the 
C(5)-methyl group is shifted up to 30 Hz upfield with respect to the 
corresponding cis isomers.4 No such signal is observed for 5b and 6. 
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Additions and Corrections 

A Bell-Shaped pH-Rate Profile for an Oxidation. The 
Reaction of Permanganate with Hydroxycyclohexane-
carboxylic Acids [J. Amer. Chem. Soc, 93,4271 (1971)]. 
By Ross STEWART* and J. ANTHONY MACPHEE, Depart
ment of Chemistry, University of British Columbia, 
Vancouver 8, Canada. 

The value of ki for compound 3 in Table I should be 
731 ± 25. The units on the y axes of Figures 2 and 3 
should be 1. mol - 1 min -1. 

The Mechanism of Reactions Involving Schiff Base 
Intermediates. Thiazolidine Formation from L-Cysteine 
and Formaldehyde [J. Amer. Chem. Soc, 93,6236 (1971)]. 
By ROLAND G. KALLEN, Department of Biochemistry, 
School of Medicine, University of Pennsylvania, Phila
delphia, Pennsylvania 19104. 

Equations 9 and 10 should read as shown below. 

, (&la«3 + /Clba i3) [F]aRNH!T/(a3 + «13) ,Q-. 
^obsd = —7—; T^—;—r T^—\ \") 

{o 
kuots/Ki + kihais/Kj 

«3 + 0iis)(ki + 

au/Ki \ 
+ 1 

*vobsd 

(fclaCft + fclbQ!l3)[F]o;RNH2T/(a3 + Oiu) 

kitOia/Ki + kibOtiz/Ki 
(10) 

(«3 + CK13)(Jc2 + fe'aH* + k2 "[HA])J + 1 

Determination of the Tautomeric Form of the Imidazole 
Ring of L-Histidine in Basic Solution by Carbon-13 
Magnetic Resonance Spectroscopy [/. Amer. Chem. 
Soc, 95, 328 (1973)]. By W. F. REYNOLDS,* I. R. 
PEAT, M. H. FREEDMAN, and J. R. LYERLA, JR., Depart
ment of Chemistry and the Faculty of Pharmacy, Uni
versity of Toronto, Toronto, Ontario, Canada, M5S 
IAl. 

In Table II, the entries listed for 3-methylhistidine are 
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actually those for 1-methylhistidine.. and the entries 
listed for 1-methylhistidine are those for 3-methylhisti-
dine. 

Photodissociation of Toluene Parent Cations [J. Amer. 
Chem. Soc, 95, 472 (1973)]. By ROBERT C. DUNBAR, 
Department of Chemistry, Case Western Reserve 
University, Cleveland, Ohio 44106. 

The Acknowledgment section of this paper was in
advertently omitted. Acknowledgment is made to the 
Research Corporation, to the donors of the Petro
leum Research Fund, administered by the American 
Chemical Society, and to the National Science Founda
tion (Grant No. GP-33521X) for partial support of this 
research. 

Thiadiaziridine 1,1-Dioxides. An Unusually Stable 
Strained Heterocyclic Ring System [/. Amer. Chem. 
Soc, 95, 634 (1973)]. By J. W. TIMBERLAKE* and M. 
L. HODGES, Department of Chemistry, Louisiana State 
University in New Orleans, New Orleans, Louisiana 
70122. 

The nmr chemical shifts of 6b were incorrectly re
corded for 4b. The nmr of bis(l,l,3,3-tetramethyl-
butyl)thiadiaziridine 1,1-dioxide (4b) in CCl4 is a singlet 
at 1.12 (18 H), a singlet at 1.49 (12 H), and a doublet 
at 1.76 ppm (4 H). The melting point of 4a is 35.5-36° 
and that of 4b is 49-49.5°. 

Absorption and Exciplex Emission Spectra of the 
Naphthalene-Anthracene Sandwich Pair [J. Amer. Chem. 
Soc, 95, 1671 (1973)]. By EDWIN A. CHANDROSS* and 
ANNE H. SCHIEBEL, Bell Laboratories, Murray Hill, 
New Jersey 07974. 

A similar broad fluorescence has been observed by 
Jones and Nicol for naphthalene crystals doped with 
anthracene, when pressure is applied. Mixed excimer 
fluorescence was also suggested to explain their ob
servations. P. F. Jones and M. Nicol, J. Chem. Phys., 
48,5440,5457(1968). 

Heats of Reaction of Triphenyl Phosphite with Some 
Rhodium-Olefin Compounds [J. Amer. Chem. Soc, 95, 
2840 (1973)]. By WALTER PARTENHEIMER* and EDGAR 
F. HOY, Department of Chemistry, Clarkson College of 
Technology, Potsdam, New York 13676. 

Professor R. S. Drago points out that the relationship 
AZ/soiventA = Ai/soiventB + constant (top of page 2843, 
second column) refers to reactions of the type A + B -»• 
C, not to the type stated in the paper. The following 
four equations can be rearranged to give 

CHiCl! 

[Rh(acac) (GH12)] + C8H8 > [Rh(acac) (C8H8)] + C8Hi2 

MI = 4.2 kcal/mol 

and the corresponding enthalpic value in CCl4 of 4.5 
kcal/mol. Thus the value found in CH2Cl2, where 
specific interactions are expected to occur, is the same 
as that in CCl4, where they are not expected to occur. 

Mossbauer Study of Stereochemistry Intermediate to 
Octahedral and Trigonal Prismatic [J. Amer. Chem. 

Soc, 95, 3048 (1973)]. By W. M. REIFF, Department of 
Chemistry, Northeastern University, Boston, Massa
chusetts 02115. 

The figure captions were inadvertently omitted from 
the published paper. They are given below. 

Figure 1. Schematic structural formulas and Mossbauer param
eters for some tris diimine ferrous complexes. 
Figure 2. Mossbauer spectrum of [Fe(PccBF)]BF4 at (a) 300 K, 
H=O; (b)300K,# » 18 kG. 

Figure 3. Single electron d orbitals in the TAP and TP limits. 

Figure 4. Mossbauer spectrum of [Fe(py)3tren](C105)2 at 300 K, 
H » 18 kG. 

Transition States in Chromium(VI) Oxidation of Al
cohols [J. Amer. Chem. Soc, 95, 3394 (1973)]. By H. 
KwART* and J. H. NICKLE, Department of Chemistry, 
The University of Delaware, Newark, Delaware 19711. 

In Table I, all rate constants should be in units of 
sec -1 instead of min - 1 as presently listed. Also the 
activation energy for deuterated di-/er/-butylcarbinol 
should read £a = 17.1 ± 0.1. 

Asymmetric Deuteration at the a Carbon of L-Aspartic 
Acid via the Template Action of a Dissymmetric Cobalt-
(III) Complex [J. Amer. Chem. Soc, 95, 3431 (1973)]. 
By WILLIAM E. KEYES and J. IVAN LEGG,* Department 
of Chemistry, Washington State University, Pullman, 
Washington 99163. 

In Figure 2, D-Asp located at the bottom of the figure 
under A should be replaced by L-Asp. 

Incorporation of (2i?S',3S)-[4-13C]Valine into Cephalo
sporin C [J. Amer. Chem. Soc, 95, 3797 (1973)]. By 
NORBERT NEUSS* and C. H. NASH, Lilly Research Lab
oratories, Eli Lilly and Company, Indianapolis, In
diana 46206, J. E. BALDWIN, Department of Chem
istry, Massachusetts Institute of Technology, Cam
bridge, Massachusetts 02139, P. A. LEMKE, Carnegie-
Mellon University, Mellon Institute, Pittsburgh, Penn
sylvania 15213, and J. B. GRUTZNER, Department of 
Chemistry, Purdue University, West Lafayette, Indiana 
47907. 

The correct name for the title compound is (2RS,3R)-
[4-13C]valine. Also, the structure for compound 2 
given in the paper is incorrect. It should be as shown 
below. 
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Use of Chiral Isopropyl Groups in Biosynthesis. Synthe
sis of (2i?S,3S)-[4-13C]Valine [J. Amer. Chem. Soc, 95, 
3796 (1973)]. By J. E. BALDWIN,* and J. LOLIGER, 
Department of Chemistry, Massachusetts Institute of 
Technology, Cambridge, Massachusetts 02139, W. 
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