1—METHYL-2,1,3—BENZOTHIA (SELENA)DIAZOLIUM SALTS
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and L. S. E£fros

We have found the reaction of thionyl chloride or seleni-
ous acid with N-methyl-o-phenylenediamines gives 1-methyl-
2,1,3~-benzothia(selena)diazolium salts I and II.
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s \"‘“}* — The structures of the compounds were unambiguously
(Hz) M0 &0 B0 w0 ®> (Hz) proved by means of the PMR spectra, in which multiplets of
aromatic protons and singlets of protons of N-methyl groups
are observed. A typical spectrum of I is presented in Fig. 1.
Analysis of the spectrum gives ortho and meta spin—spin
coupling constants of 9.4 and 1.4 Hz, respectively; the para
coupling constant was not recorded in the spectrum.
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Fig. 1. PMR spectrum of 5-bromo-1-~
methyl-2,1,3-benzothiadiazolium chlo-
ride at 100 MHz (Varian Ha-100) in
trifluoroacetic acid with cyclohexane
as the internal standard.

EXPERIMENTAL

5-Bromo-1-methyl-2,1,3-benzothiadiazolium Chloride. A 1.2-ml sample of thionyl chloride was ad-
ded to 0.85 g of Ny-methyl-p-bromo-o-phenylenediamine in 10 ml of dry benzene, and the reaction mixture
was refluxed for 2 h. The resulting precipitate was removed by filtration, dried, and recyrstallized from
methanol.

5-Bromo-1-methyl-2,1,3-benzoselenadiazolium Chloride. A 0.5-g sample of selenious acid was added
to 0.76 g of Ny~methyl-p-bromo-o-phenylenediamine dihydrochloride in 15 ml of glacial acetic acid, and the
resulting precipitate was removed by filtration, dried, and recrystallized from methanol.

TABLE 1. 1-Methyl-2,1,3-benzothia(selena)thazolium Salts

com=| g g |TP (dec.), | Empirical Found, % |Calculated,?d Yield,

pound c formula N |c1+Br{ N |cl+Brl @

o7 | i | |
Lig g 158—150 | C/HiCLaN,S 125 324 | 127 | 321 8
1 ; 185—187 | CiHyCliN,Se 106 | 266 | 10,4, %5 | 68

' ]
I ‘gl g ¢ 188189 | GHCLNS 128 | 299 127 321 77
1 ; | 200202 | C;HeClLN,Se 103 ] 267 104 265 8
. }

I 4 g 143—145 | C/HBrCIN;S 107 ¢ 436 106 ' 434 74
i Br 182183 | C;HBrCIN,Se &7 368 ' 90 ' 369 ' 79
U ', ! H | 185186 | GiHeBrCIN,S 107 | 433 106 434 72
11 : | 196—197 | CHBrCIN,Se 87| 37,2, 90| 369 ' &
I g ‘em, | 9181 | GHCINGS 410179 140 | 177 o1
i , 199—200 | CsHiCIN;Se 16| 142 113 1431 69
U 'cn u 180—181 | CgHiCIN,S 38| 176 140 1771 73
i CHs 206—208 | CsHsCINsSe Lo {141 113 1431 64
I ‘N cmo| 1M9-150 | GsHCIN:OS 1271 166 129 164 ' 73
11 | 180—181 | GHCINOSe ' 104 | 133 1 106 | 134 | 79
I "¢cHO H 163—164 | CgHyCIN,0S C 1321 165 1 1291 164 . 96
GO, | 195-196 | CiH,CIN;0Se ' 1061 136 | 106 1 i34 89
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