Oct., 1942 New CoMPOUNDS 2515
TaBLE I
CHAULMOOGRYL AND OCTADECYLTRIALKYLAMMONIUM IopIpES, RjR:Me; NI
p—onmemmeAnalyses, %,
M. p., Caled. Found
Ri1 R: Appearance °CI.> Formula C H [o} H
CsH,(CHy)s CH; Irregular plates > 170 (dec.) CaHNI 57.89 9.73 57.83 10.00
CisHyr CH, Platelets 227-230 (dec.) CoH NI 57.37 10.54 57.29 10.54
CsHz(CH)ia CH;CH, Yellow leaflets® 99 CorH NI 63.36 9.07 63.20 9.05
Yellow needles’
CisHgp Ce¢H;CH; Elongated plates 93 CorHyNI 62.86 9.78 62.92 9.91

® From benzene. ° From water.

The resulting tertiary amine boiled at 170° (0.5 mm.) and
solidified in the refrigerator.

Chaulmoogryldimethylamine reacted with methyl iodide
in absolute ether to form the methiodide, which is soluble
in hot alcohol, sparingly soluble in cold alcohol, water,
ethyl acetate and benzene, and insoluble in ether.

Attempts to prepare quaternary salts from the reaction
of chaulmoogryldimethylamine with benzyl chloride, p-
chlorobenzyl chloride and «-menaphthyl chloride resulted
only in the formation of oils which presumably were in the
main the desired quaternary salts but did not crystallize.
Chaulmoogryldimethylbenzylammonium iodide, however,
prepared from the chloride and sodium iodide, crystallized
readily. It is soluble in alcohol, hot benzene, ethyl acetate
and acetone, sparingly soluble in water and cold benzene,
insoluble in ether and hexane.

For purposes of comparison octadecyltrimethylammon-
ium iodide® and octadecyldimethylbenzylammonium iodide
were prepared, the latter from the tertiary amine and ben-
zyl iodide. Data on these and the preceding compounds
are presented in Table I.

(3) Mentioned, but not described, by Shelton, Van Campen and
Nisonger, at the Boston meeting of the Am. Chem. Soc., Sept., 1939.
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1,1,1-Trichloro-2-hydroxy-3-nitroalkanes and their
Reduction Products

The halogenated nitroalcohols were made by a proced-
ure essentially the same as that described by Nicodemus
and Wulff.! Four-tenths of a mole (66.2 g.) of chloral
hydrate was dissolved in a mixture of 200 cc. of water and
15 cc. of concentrated hydrochloric acid, in a 500-cc.
round-bottomed, three-necked flask equipped with a me-
chanical stirrer and a thermometer dipping below the sur-
face of the solution. A slight excess of nitroparaffin was
added and the stirrer was started. A saturated aqueous
solution of potassium carbonate was added until the mix-
ture was just alkaline to litmus. The mixture was heated
in a water-bath at a temperature of 50-52° for two hours
(six hours when l-nitropropane was used), with constant
stirring. The dark yellow lower layer was removed and
fractionally distilled under reduced pressure. The results
are summarized in Table I.

(1) Nicodemus and Wulff, U. S, Patent 2,123,556 (1938).

The halogenated nitroalcohols were reduced at room tem-
perature using 0.1 mole of the nitro compound dissolved in
150 cc. of absolute ethyl alcohol, 9 g. of freshly prepared
Raney nickel catalyst® and starting with an initial hydrogen
pressure of about 55 pounds per square inch. The catalyst
was removed by suction filtration and the dark green fil-
trate was concentrated by distilling the alcohol under re-
duced pressure. Attempts to remove the color by treat-
ment with decolorizing carbon were unsuccessful. Conse-
quently, the dark brown or black solids were treated with
benzoyl chloride in alkaline solution. The benzoyl deriva-
tives were washed well with water and recrystallized by dis-
solving in hot ethyl acetate and then adding ligroin to the
cooled solution. The time required for practically com-
plete reduction, the melting points and analyses of the
benzoyl derivatives are also given in Table I.

TasLE I

Nitroparaffin Nitromethane Nitroethane 1~Nitropropane
Reduction time, hours 2 2 20
Yield. % 63 53 36
B {°c. 138-146% 134-140% 136-142
P Mm, 13 9 10
Nitrogen, % { Caled. 6.70 6.29 5.92
’ Found 6.75 6.68 6.21 6.19 5.86 5.82

Benzoyl deriv.,
m. p., °C., cor. 167 .4 182.5 195.2
Nitrogen, % Caled. 4.96 4.72 4.51
' Found 5.01 4.08 4.77 4.79 4.59 4.53

® M. p., 44.7-45.7°, cor.; Henry,? 42-43°; Chattaway
and Witherington,* b. p. 119° (3 mm.). ° Chattaway,
Drewitt and Parkes,? b. p. 115° (2 mm.).

In an attempt to obtain some pure 1,1,1-trichloro-2-
hydroxy-3-aminopropane, it was found that the addition
of acetone to a concentrated alcoholic solution of the amine
resulted in the precipitation of an almost white solid.
Repeated washing of the solid with acetone followed by re-
crystallization from a mixture of xylene and absolute alco-
hol and spontaneous evaporation of the solvent yielded
white crystals which melted at 167.4-167.7° (cor.). The
losses involved in this method of purification were enor-
mous.

Anal.
7.69, 7.80.
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(2) Covert and Adkins, Tais JOURNAL, 84, 4116 (1932).

(3) Henry, Bull. soc. chim,, 82, 17 (1896).

(4) Chattaway and Witherington, J. Chem. Soc., 1178 (1935).
(5) Chattaway, Drewitt and Parkes, ibid., 1294 (1936).



