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Similarly, various aryl-substituted N-aryl-N’-2-thiazolyl- TasLE I
guanidines and their hydrochlorides were prepared (see Table IT). PoLYIODO ANISIDINES
TasLe 11 Isomer Acetylated Mp, °C Yield,* ¢ Formula?
. N'’-9-(4- e y Yes 271 80 CQH7I4N02
N-ARYL-N’-2-(4-PHENYLTHIAZOLYL)GUANIDINES _” Ves 258-250b 88 CAHINO,
Ph jﬁ mé Yes 2662 75 CoH:LNO,
g~ NHC(=NH)NHR 0° Yes 278-27¢p 74 CoHLNOs
Mp, HCl HCl o NO 149—151 35/ C7H5I4NO
No. R °C Formula® Mp, °C formula? o° No 132-133 C:HeI:NO*
1 o0-MeCgH, 146 CiH;gN.S 193 CiH7CIN,S @ Crude yields based on acetoxymercuri preeursor except where
2 m-AMeCeH, 142 CpH NS 130-131 CrHizCINS noted. ° Melts with decomposition.. ¢ Particidar tr.iiodo. isomer
3 p-MeCH 142 CuHieNS 187 CH;CIN.S not determined. ¢ Acetoxymerciri precursor obtanied i 53%
4 0-0MeGHL 142 CHHLGNOS 185136 CoHgOINOS  Vield, mp 224-238° dec (from AcOF-FL0). ¢ Acetoxymercuri
- OMeCeH, 143 C ‘H I\: 0S 179180 CuHeCIN.OS precursor obtained in 839 yield, mp 238-240° dec (from AcOH-
D MrIALeeTH 1716 o AT N4 H;0). “ Yield based on N-acetyl precusor. ¢ All compounds
6 p-OMeGeH, 144 CrH,NOS 183 C”H”Cle‘OS were analyzed for I. * I: caled, 75.94; found, 76.28.
7 p-OEtCGIL 145 ClsH13N4OS 125 Clgchlt\ 4OS
8 p-ClC6H4 147 016H1301N4S 134-135 ClsH14clzN4S

@ See footnote a, Table I.
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Todinated aromatic compounds are useful diagnostic agents
because of their X-ray absorbtivity and their stability which mini-
mizes generation of iodide ion.! We have prepared some tri- and
tetraiodoanisidine derivatives for use as intermediates in the syn-
thesis of potential radiopaque agents by treating potassium iodide
with polyacetoxymercuri-N-acetylanisidines.? These polyiodo
compounds are 70-809; in iodine, a level comparing favorably to
that in currently used radiodiagnostic agents.?

Experimental Section*

Acetoxymercuration of the N-Acetylanisidines.—A ground mix-
ture of 4.1 g (0.025 mole) N-acetyl-p-anisidine® and 32.0 g (0.100
mole) of Hg(OAc), was heated in an open glass vessel in a 115—
130° oil bath for 40 min. A shield was used. The resulting pink
viscous liquid was treated at 80° with 50 ml of H;O to yield 0.9
g (3.09,) of a white powder, mp 250-260° dec (from AcOH-
H;0). On the basis of subsequent iodination reactions, the
product was tetraacetoxymercuri-N-acetyl-p-anisidine. Evapo-
ration of the filtrate to 10 ml gave 3.0 g of a second white powder,
mp 180-200° dec (from AcOH-H,O). On the basis of subse-
quent iodination reactions, the product was a triacetoxymercuri-
N-acetyl-p-anisidine.

It was possible to prepare the tetraacetoxymercuri derivative
in 83% yield (crude) by heating for 1 hr at 130° a molar ratio of
5:1 Hg(OAc):—N-acetyl-p-anisidine.

The tetraacetoxymercwri derivatives of N-acetyl-o- and -m-
anisidine were prepared similarly with the 5:1 molar ratio and the
more severe reaction conditions. Table I (footnotes d and e) give
properties.

Polyiodo-N-acetylanisidines.—Over a period of 45 min, a
solution of 0.91 g (0.0040 mole) of I, and 1.72 g (0.012 mole) of
KI in 25 ml of H,O was added dropwise to a refluxing, stirred
suspension of 0.85 g (0.00071 mole) of tetraacetoxymercuri-N-
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acetyl-p-anisidine in 100 ml of H,O. Reaction was continued
for 30 min after addition. On cooling, the product precipitated.
It was filtered and washed with dilute KI solution and then HyO
to give 0.38 g (809) of tetraiodo-N-acetyl-p-anisidine, mp 271°
dec (from 959 EtOH). Anal. (CoH-INO,) L.

Tetraiodo-N-acetyl-o-anisidine, tetraiodo-N-acetyl-m-anisidine,
and a trilodo-N-acetyl-p-anisidine were prepared essentially
as above. See Table I.

Tetraiodo-o-anisidine and a Triiodo-¢-anisidine.—To a solu-
tion of 4.0 g (0.0060 mole) of tetraiodo-N-acetyl-o-anisidine in
400 ml of 969 H.SO04, 164 ml of H.O was added dropwise with
stirring and ecooling to keep the temperature below 60°. After
addition, the solution was heated rapidly to 125° and at once was
cooled to room temperature when 1.32 g (35%) of tetraiodo-o-
anisidine separated. It was filtered on glass wool and washed
(dilute NaHCO;, Hy0), mp 149-151° (from MeOH). Anal.
(C-H;ILLNO) L

The filtrate was poiwed onto crushed ice and 0.38 g of a tri-
iodo-o-anisidine separated, the structire of which was not de-
termined; mp 132-133° (from MeOH). Anal. (C:HJ:NO) I:
caled, 75.94; found, 76.28.
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In continuation of our studies on reactious of N-halosulfon-
amides,? the reaction of N,N-dibromo-4-nitrobenzenesulfonamide
with cyclohexene was investigated; trans-2-bromo-1-(4-nitro-
benzenesulfonamido)cyclohexane (I) was the major product.
Some compounds (III-V) having substituents other than bromine
were synthesized starting from I via N-(4-nitrobenzenesulfonyl)-
cyclohexenimine (II) and reduced catalytieally to corresponding
sulfanilamide derivatives (VI-IX).

Experimental Section?

N,N-Dibromo-4-nitrobenzenesulfonamide.—4-Nitrobenzene-
sulfonamide (20.2 g) was dissolved in a solution of NaOH (8 g)
in H.O (200 ml) and Br. (36 g) was added dropwise with stirring.
The crystals that separated were filtered off, washed with H,O,
and dried, mp 163-164° dec. The yield was 34 g (94.5%). A
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