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It has been stated by Orton [1] that dimethylaniline, when nitrated
with mixturos of nitrio acid with soetic anhydride snd acetic acid, doos
not furnigh N-nitroderivatives and solely 2.4-dinitrodimethylaniline is
produced. Therefore, it appeared that formation of N,2.4. 6-tetranitro-
methylaniline  (tetryl) does not occur, when nitrating dimethylaniline
with the above mentionsd mixture,

Proviously we found [2] [3] that tetryl can be produced by acting
on dimethylaniline with nitric acid alone or in pretence of an inert sol-
vent, Subsequently, the work by Orten conld suggest that acetic an-
hydride or scetle acid may act ag inhibitor of the reaction of nitrating
dimethylaniline to tetryl. This suggestion ig rather nnexpectsd and we
considered it necessary to find to whet extent the statement of Orton
ig conchusive,

Wa carried out 4 number of experiments on nitration of dimethyl-
aniline with mixture of nitric acid (@ 1.5) tontaining cs. 0.3% N0, and

acotic acid or acetic anbydride. Varous ratios —-— ﬁzrh:;?hrm
usad.

To moderatd the trend of the resctlon an inert solvent, such as
ohloroform, can also be used.

The spontaneous reaction which ocourred after introducing dimethyl-
aniline into the nitrating mixtore produced sn inerease of the tempe-
rature to ¢. 40°C. After the resction subsided, it was nocessary to warm
the reacting mixture snd to keep it at ¢ BO°C until the reaction waa
completed.,

Water was added to the cooled repction solution and pure N,24.68-
tetranitromethylaniline precipitated.

Thus, the statoment of Orton should probably be limited to spe-
eifie sxperimenta! conditions applied by this author. When the resction
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of mitration in presence of aecetic anhydride or acetio aecid is ron in con-
ditions desoribed in the presemt paper, particolarly with regard to the
termperature, N34 6-tetranitromothylaniling is formed.

It hae alko been found that the best vield and the purity of the
product, similar to those reached with nitric acid alone, were ohtained

nitrie asid ;
neokic aoid or aohydride was 5050,

A lower matio required s looger resction Gime;, and the vield mmd
the purity of the product were not so high.

The consumption of nitrie scid, when the method deseribed in the
present paper was applied, iz lower than in our methods with nitric
acid [2] [3]

when the volume ratio

Experlmendal

Nitration in presence of acetie anhydride. The nitrating solubion was
prepared by mixing 0 ml. of nitric acid (d 1.5}, 80ml of aeetic anliydride and $d ml.
of ehlorofore, The solution was cooled below 070 and with vigorouns stirring the solu-
tion of B g of dimethylanilion in 80 nil. chloroform wae introduced, The temperstars
was kept balow " C. After all the dimethylaniline was Introduesd. the eooling medinm
wis romoved and the rescting mizturs apontansooely reached the temporntors of 4000,
A coploug evelution of nitrogen dioxide oceurred at this stage. The vigorons reastion
lasted o 20 miv, and after that the temperature began bo fall. The macting mixtors
was then warmed gently on wator bath onbil the temperstors rosa to B0°C, Ubloro-
form distilled off and the mixtore was warmed antil nitregen dicxide cessed to evalvs,
bod the solutlon sogulved & lght orange solour, Al this lnsted o 8 hours,

The reaskion solotion was eooled to room tomperstors, diluoted with 160 mi. of
water. The precipitated product was sollected and erymtalllzed from asetone. The yisld
waa 12.8 g, (900, of theovethoal), m. p. 128°C.

Hitration io presence of aselis asld The plitrating solubion wan prepared
of 80 ml. of nitrio agid {d 1.8}, 80 ml. of asotic acid and &0 ml. of chieroform,

, The reaction was carried oot lo the same way, & previoodly desaribed with sostio
anhyidridas,

Aftor the reaction wns terminsted, 100 ml of watér were sdded to the Hght orangs
solotlon. Presipitated tetryl wos eollected snd erystallized from acotons, The wield
snd purity of the product wis the e ss in the provicus meathod.

MILTTARY TECHNICAL COLLEGE, WARSAW
(WOJEKOWA AMADEMIA TECHNICENA, WARSZAWA)

EEFERENCES

(L] E, J. P Orton, Ber, 40 {1007), 370,

[2] T. Urbafiski and A, Bemefosok, Bull, Acsd, Polon, Bei., CL IIL, §
(1087}, 040,

(3] A. Bemedficsuk and T, Urbadseki, Bull, Acad. Polon. Sei., Beris des Sei.
ehim., giol. el géogr., CL II1, 8 {1958), 300



	urbanski - 0243
	urbanski - 0244

