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2,4,6-TRICHLORO-m-TOLUIDINE

Submitted by C. S. Giam and K. Ueno

(12/22/75) Department of Chemistry

Texas A & M University
College Station, Texas 77843

and
M. G, Merkle
Department of Soil and Crop Sciences

Texas A & M University
College Station, Texas 77843

2,4,6-Trichloro-m-toluidine (III) is a useful inter-
mediate in preparing a series of herbicides, Cohen and Dakinl
claimed to have prepared III by the hydrolysis of 2,4,6-tri-
chloro-m-acetotoluidide (II) obtained from the chlorination of
I with sodium chlorate (2 moles chlorate/mole I) in glacial
acetic acid. However, the product they obtained was not fully
characterized. When their procedure was repeated, only a di-
chlorinated acetotoluidide was obtained. We wish to report

the synthesis of 2,4,6-trichloro-m-acetotoluidide (II) and
also 2,4,6-trichlorc-m-toluidine (III).
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EXPERIMENTAL

Melting points were determined on a Bfichi melting poins
apparatus with a calibrated thermometer. 1Ir spectra were
measured with a Beckman Model IR~-8 grating spectrometer, Nmr
spectra were recorded on a Varian Model T-60 spectrometer with
tetramethylsilane as an internal standard. Elemental analyser
were performed by PCR, Inc., Gainesville, Florida.

2,4,6-Trichloro-m-acetotoluidide (II). - To a stirred solutinn

of m-acetotoluide (10 g, 0.067 mole) dissolved in 200 ml of
glacial acetic acid, 25 ml of conc. hydrochloric acid {(c.2¢
mole) was carefully added. To this sclution maintained a*t 1%~
25° was added, dropwise, a solution of sodium chlorate (26 ¢,
0.24 mole) dissolved in 30 ml of water. The solution was
stirred for 3 hrs. at room temperature, Upon addition of

500 ml of cold water, 2,4,6-trichloroc-m-acetotoluidide precir-
itated; the product was recrystallized from alcohol. Yield:

2 181%), (11%.7 192°); nmr (C101,)

9.0 g (53%) mp. 180-181° (1it.
5 1.62(s,1,-n8-"), 2.2(s,3,-CHs), 2.42(s,3,-CH;), 7.2(s,1,

aryl); ir(KBr) 1670 em™t (C=0).

Anal., Caled, for 09H8N0313: C 42,80, H 3,17, N 5.,5%,C1 41,9

Found: C 42.58, 3,14, N 5.56, 01 £7,%:

2,4,6-Trichloro-m-tcluidine (III). - 2,4,6-trickicro-m=ncato-

toluidide (II) (5 g, 0.020 mole) was heased “o reflux wiih

75 ml of 50% aqueous sulfuric acid solutisn for 4.% hrs, Cn
cooling, a white preicpitate was obitained. This precipistaeic
was filtered, dissolved in 25% aqueous alcohel and made hanino
with 25% aqueous NaOH solution. A pale brown solid was ob-
tained and was recrystallized from alecchol to yield 1,8 g
(42.8%) of white crystals, mp. 71-72° (1it.~ 77-78°), (1i%.~

85%); mmr (CDC1,) & 2.2(s,3,-CHg), toa(s,2,-m,%), 7.2(5,1,
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aryl); ir (KBr) 1270, 1620, 3280, 3400 cm™' (Ar-NH,).

Anal, Calcd. for C H/NClz: C 39.93, H 2.85, N 6.66, C1 50.59
Found: C 3%9.80, H 2.83, N 6.82, C1 50.18
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THE SYNTHESIS OF SOME NEW 3~-METHYL-2-PYRAZOLIN-5-ONES

Submitted by Hari G. Garg* and Raj K. Gupta
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A number of new N-substituted 3-methyl-4-arylhydrazono-
2-pyrazolin-5-ones (II) have been prepared by the reaction of
ethyl 2,3-dioxcbutyrate 2-arylhydrazornes (I)1 with 4-phenyl-
semicarbazide, benzylsulfonylhydrazine2 and l-acetamido-

3

benzenesulfornylhydrazine” respectively.
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