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Vinyl esters of long-chain acids have been pre-
pared by acidolysis of vinyl acetate in the presence
of mercuric acetate and sulfuric acid.v? This note
describes the preparation of n-decyl and n-dodecyl
thiol esters of myristic, palmitie, and stearic acids
as well as zn-dodecyl thiollaurate, n-butyl thiol-
stearate, phenyl thiolpalmitate and diphenyl di-
thiolsebacate by acidolysis of thiolacetates with
long-chain acids in 46-619, yield. The results of
these reactions are summarized in Table 1. We
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believe that this is the first reported instance of
the acidolysis of thiol esters. Traces of unreacted
acids were removed from the crude thiol esters by
chromatography with Florisil.

TABLE I
THioL ESTERS PREPARED BY ACIDOLYSIS
Yield,

M.P. %
n-Dodecyl thiollaurate 37-38 48
n-Decyl thiolmyristate 38-38.5 61
n-Dodecyl thiolmyristate 43.5-44 46
n-Decyl thiolpalmitate 4344 48
n-Dodecyl thiolpalmitate 48-49 51
n-Decyl thiolstearate 50-50.5 51
n-Dodecyl thiolstearate 54-55 47
Phenyl thiolpalmitate 28-28.5 60
Diphenyl dithiolsebacate 60-61 52
n-Butyl thiolstearate 31-32 49
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Attempts to prepare the monophenyl thiol
ester of sebacic acid by the reaction of sebacic
acid and phenyl thiolacetate were unsuccessful.
Heating of equimolar ratios of sebacic acid and
phenyl thiolacetate in the presence of 100%
sulfuric acid and mercuric acetate for 6 hr. on a
steam bath resulted in the formation of diphenyl
dithiolsebacate. A similar experiment with two
molar ratio of sebacic acid to phenyl thiolacetate
vielded diphenyl dithiolsebacate and not mono-
phenyl thiolsebacate.

EXPERIMENTAL

Starting materials. Lauric, myristie, palmitic and stearic
acids, n-decanethiol, n-dodecanethiol, n-butanethiol, thio-
phenol, and acetyl chloride were the best available commer-
cial materials and were used as received.

n-Decyl thiolacetate. A mixture of 17.4 g. (0.1 mole) of
n-decanethiol and 11.8 g. (0.15 mole) of acetyl chloride was
allowed to stand overnight at room temperature. The reac-
tion mixture then was heated on a steam bath for 4 hr., dis-
solved in 100 ml. of ether, washed with water until the
washings were neutral to litmus, and the ether solution was
dried over anhydrous sodium sulfate. The ether was re-
moved by distillation and the product was distilled under
diminished pressure. Yield, 16.1 g. (74.5%), b.p. 91-92° at
0.3 mm.,n% 1.4595, d3° 0.8956.

Anal. Caled. for CpH,OS: S, 14.8. Found: S, 14.4.
Molecular Refraction Caled. 66.03. Found: 66.11.% n-Butyl
thiolacetate* b.p. 160-163°, n-dodecyl thiolacetate® b.p.
164-166° at 10 mm. and phenyl thiolacetate® b.p. 110° at
12 mm. were prepared in an analogous manner.

General acidolysis reaction. To 0.05 mole of thiolacetate
and 0.025 mole of the appropriate fatty acid in a 200 ml.
round bottomed flask, fitted with a reflux condenser, was
added 0.1 g. of mercuric acetate and one drop of 1009, sul-
furic acid and the reaction mixture was heated on a steam
bath for 4 hr. After cooling to room temperature, 0.3 g. of
sodium acetate dibydrate was added and the product was
crystallized from acetone or acetone-alcohol mixture. To
remove traces of unreacted acids, the thiol esters were chro-
matographed, using 12 g. of Florisil per gram of thiol ester.
The column was eluted with a total of 400 ml. of petroleum
ether and after the solvent was removed by distillation, the
product was crystallized once from acetone or acetone-aleco-
hol mixture. The thiol esters showed no depression of melt-
ing point when mixed with an authentic sample. These
compounds were prepared by methods described in previous
papers.”—*?
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