
1346 J. Org. Chem., Vol. 56, No. 3, 1991 

These findings are significant for two additional reasons. 
First, they suggest the use of simple aryl halides as chlorine 
radical traps in investigations that employ NaOCl as an 
oxidant, thus providing useful mechanistic information. 
Second, they are suggestive of additional synthetic ap- 
plications that utilize this intrinsic ability of Nin catalysts 
to homolytically cleave Cl20 or similar species. Efforts are 
presently underway to fine-tune this catalysis for the 
formation of carbon-carbon bonds via intramolecular 
radical cyclization reactions. 

Additions and Corrections 

olution GC/MS spectra were obtained on a Hewlett-Packard 
5980A spectrometer with 70-eV electron impact ionization. The 
pH of the NaOCl was determined with a Corning 250 pH meter 
and was calibrated before use. All reactions were run in stoppered 
round-bottom flasks (10 mL). 

General Procedure for Halogen Exchange. To a vigorously 
stirred CHC13 (6 mL) solution containing NinTPP (8.0 mg, 0.012 
mmol), p-bromochlorobenzene (38 mg, 0.20 mmol), and benzyl- 
tributylammonium bromide (3.0 mg, 0.0084 mmol) was added pH 
9.0 NaOCl(7.8 mL, 6.0 mmol, 0.77 M). After 30 min, the stirring 
was stopped and the organic layer was passed through a short 
column of neutral alumina (activity 111). Rotary evaporation of 
the solvent afforded a 75% yield (22 mg, 0.15 mmol) of pure 
p-dichlorobenzene. For analytical experiments (resulta reported 
in Table I), a similar reaction was carried out on half scale, using 
various aryl bromides and an internal standard, typically o-di- 
chlorobenzene. An aliquot of the organic layer was passed through 
a short column of alumina and analyzed by GC. Higher yields 
were typically observed by GC analysis compared to preparative 
isolation and weighing. Co-injection of the reaction with an 
authentic sample of the aryl chloride allowed for the unambiguous 
identification of products. Low resolution GC/MS analysis was 
also performed. 
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Experimental Section 
Solvents (HPLC grade) and aryl halides were obtained from 

commercial sources and used without further purification. Ni- 
[cyc!am] (NO3)*: Ni(salen),lo and chlorine monoxide12 were syn- 
thesued according to literature procedures. NYTPP), Fe(TPP)Cl, 
Mn(TPP)CI, and benzyltributylammonium bromide were obtained 
from Aldrich. NaOCl (pH 9.0) was obtained by adding concen- 
trated HCI to commercial bleach (determined to  be 0.77 M in 
NaOCl by iodometric titration). 

Analytical gas chromatography was performed on a 5 %  phenyl 
methyl silicone column (10 m X 0.53 mm), using a Hewlett- 
Packard 5890A gas chromatograph with thermal conductivity 
detection; a linear oven temperature program initiated at 35 "C 
and increased at 10 OC/min to  180 OC was employed. Low res- 
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Page 3538, ref 4 should read as follows: Zhang, H.-Y.; Ouyang, 
R. Acta Pharm. Sinica 1979, 14, 288. 

Page 3539, column 1, line 30: Hsg should be Hsa. 

Sarath P. Gunasekera,* Malika Gunasekera, Ross E. 
Longley, and Gayle K. Schulte. Discodermolide: A New 
Bioactive Polyhydroxylated Lactone from the Marine Sponge 
Discodermia dissoluta. 

Page 4912. The relative stereochemistry of the structures 1 
and 2 was transposed incorrectly from the URANUS drawing. 
The correct relative stereochemistry of the structures 1 and 2 are 
given below. 
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