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p-Benzyloxy-a-methylbenzyl Alcohol

To 113 g. (0.5 mole) of p-benzyloxyacetophenone,! dis-
solved in 500 cc. of methanol, was added 2 g. of copper
chromite catalyst. The reduction mixture was shaken at
100° under 1500 pounds pressure for one and one-half
hours, when no more hydrogen was absorbed. The cata-
lyst was filtered off and the methanol removed under
reduced pressure. On recrystallization of the crude
product from ethanol, a 929 yield of white crystals, m. p.
83-84°, was obtained.

Anal.? Caled. for CisHisOs: C, 78.95; H, 7.02;
active hydrogen, 1. Found: C, 78.47; H, 7.38; active
hydrogen (Zerewitinoff), 0.97.

(1) Prepared according to the directions of Suter and Ruddy.
THIS JOURNAL, 66, 747 (1944).
(2) Amnalyses by Miss F. B. Durkee and J. B. Dunphy.

PITTSFIELD LABORATORY ROBERT SIMONOFF
APPARATUS DEPARTMENT

GENERAL ELECTRIC COMPANY

PITTSFIELD, M ASSACHUSETTS

RecEIVED MAY 16, 1947

Characterization of Dibutylamine

The derivatives listed in the accompanying table have
been prepared for the characterization of N,N-dibutyl-
amine. They were obtained in substantially qugntitative
yields as follows: The sulfonamides by the reaction of the
amine with benzenesulfonyl chloride or a derivative in the
presence of a slight excess of an aqueous solution of 109
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Ethyl g-Keto-g-cyclopropylpropionate.—To a slurry of
two moles of sodium ethylate in 1400 ml. of diethyl car-
bonate, 168 g. of methyl cyclopropyl ketone was added at
120 mm. pressure over a ten-minute period at a bath
temperature of 50°. The bath temperature was raised to
60° and maintained between 60~70° for two hours, during
which time stirring was continued, the sodium ethylate
slowly dissolved and 340 ml. of distillate was collected,
mainly ethanol, at a boiling range of 40-50°. The cooled
reaction mixture was treated in the usual manner, frac-
tionation giving a yield of 81 g. (587%,) of ethyl g-keto-g3-
cyclopropylpropionate, b. p. 74-78° (4 mm.).

Anal. Caled. for CsHp0;: C, 61.51; H, 7.74. Found:
C, 60.88; H, 7.73.

2-Thio-6-cyclopropyl-uracil. —A solution of 48.3 g. of
sodium in 950 ml. of dry ethanol was prepared in a 3-liter,
3-necked flask fitted with a mercury sealed stirrer, reflux
condenser and dropping funnel. To the solution at room
temperature was added 80 g. of thiourea with stirring,
followed by 164 g. of ethyl g-keto-3-cyclopropylpropionate
over a period of five minutes. Themixture was then heated
to gentle reflux, with stirring, for five hours, after which the
flask was fitted with a downward condenser and the alcohol
removed by distillation. The residue was dissolved in
1100 ml. of water, filtered to remove insoluble material
and the cooled filtrate acidified by the addition of glacial
acetic acid. The white precipitate was filtered, washed
with water and dried to give 109 g. (61%) of crude prod-
uct, m. p. 221-226°, After two crystallizations from water
the product weighed 76.7 g. (43.49,) and melted at 239-
240°,

Anal, Caled. for C/HN,0S:
Found: N, 16.86; S, 19.39.
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N, 16.65; S, 19.06.

TaBLE 1
-Analyses, %
M. p., °C. Carbon Hydrogen Nitrogen

Derivative {cor.) Formula Caled. Found Caled. Found Caled. Found
Benzenesulfonamide® b C1sHos NSO, 62.5 62.3 8.55 8.55 5.20 5.20
p-Bromobenzenesulfonamide 60.5-60.6 C1sHy:NBrSO; 48.3 48.3 6.36 6.35 4.02 4.06
Phenylurea 85.4 Cy5HoeN,O 72.5 72.6 9.74 9.78 11.3 11.1
«-Naphthylurea 73.6 C1sHa6N:0 76.4 76.0 878 8.79 9.39 9.55
Phenylthiourea 85.5-86.0 Ci1sHagNoS 68.1 68.3 9.15 9.19 10.6 10.6

3 n2p 1.5064.

sodium hydroxide; the ureas by the reaction of the
amine with phenyl isocyanate or phenyl isothiocyanate,
and the amine hydrochloride with «-naphthyl isocyanate,
treatment of the resulting solids with petroleum ether
(b. p. 60-70°) and recrystallization from ethanol.
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2-Thio-6-cyclopropyl-uracil

2-Thio-6-cyclopropyl-uracil was prepared by the con-
densation of ethyl pB-keto-@-cyclopropylpropionate with
thiourea in sodium ethylate solution. The intermediate,
ethyl B-keto-g-cyclopropylpropionate was prepared from
cyclopropyl methyl ketone and diethyl carbonate accord-
ing to the method for synthesis of g-keto esters described
by Wallingford, Homeyer and Jones! with a few minor
variations.

(1) Wallingford, Homeyer and Jones, THiS JOURNAL, 63, 2252
(1941).

b B. p. 211-211.5° (17 mm.) and 202.5-203° (12 mm.).

Thiocyanation of Kojic Acid

Fourteen and two-tenths grams (0.1 mole) of finely
powdered kojic acid was added to a cooled mixture of
38.8 g. (0.4 mole) of powdered potassiim thiocyanate in
100 ml. of glacial acetic acid. The resulting mixture was
placed in an ice-water-bath and stirred mechanically while
32 g. (0.2 mole) of bromine in 25 ml. of acetic acid was
added over a period of one-half hour. After all the bro-
mine had been added the stirring was continued for
another half hour. The material at this point was deep
yellow-orange and most of the reaction compound had
separated.

The reaction mixture was diluted with 300 ml. of water
and filtered. The yellow-orange precipitate was washed
repeatedly with water and then air dried. The crude yield
was 13.3 g.

The impure thiocyanate addition product (kojic acid
hexathiocyanate) was purified by refluxing it for five
minutes in 200 ml. of 95% ethanol, and filtering off the
compound from the hot alcohol.

The kojic acid derivative was only sparingly soluble in
methanol, ethanol and in boiling water. The compound
was almost insoluble in ether and cold water. It was
remarkably stable, decomposing at 309-320°.



