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TasLe 11

CeH:N R,
Ar SOQNHN=J\_SJ R,

Compd Ar R Re
Ila p-CH,OCsH, CsH, H
IIb p-CgHaOCeH4 CGHE H
Ilc p—n-C3H7OCeH4 CeHa H
11d p-CH3;0CsH, Me COOEt,
Ile p-C:H;0C6H, Me COOEy
1If p-n-C;H-OCeH, Me COOE¢

«~c See footnotes i Table 1.

reported as antituberculou<* and antibacterial” agents.
Compounds Ia, Ib, Ic. and Id all gave 1009, control of
Meloidogne spp at an application rate corresponding
to 29.18 kg/acre® Compound Ib gave 909, control of
Puccinda sorghi when applied sumultaneously to foliage
at 500 ppm and to soil at 14.6 kg/acre.®

Experimental Section

1-Arylsulfonyl-4-phenylthiosemicarbazides (I).—The appro-
priate l-arylsulfonylhydrazide 4 mmol) was dissolved in 959,
EtOH (20 ml), followed by addition of phenyl isocyanate (5.4 g,
4 mmol). Refluxing for 30 miu followed by cooling of the solu-
tion gave a white, crystalline solid that was recrystallized from
MeOH or EtOH,
2-Arylsulfonylhydrazone-3-phenyl-4-thiazolines (II).——The ap-
propriate I (5 mmol) was dissolved in DMF (25 ml), and 5 mmol
of a-bromoacetophenone (1 g; or ethyl «-chloroacetoacetate
(0.82 g) was added. The solution was heated 30 min on a steam
bath, the dark red liquid was chilled, and 3 ¥ NH,OH was
added to bring it to pH N Addition of H:O (100 ml) gave the
product as a greenish powder which was washed several times
with H,O aud recrystallized from EtOH.
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Thus far, only two steroids where ring A is a pyrimi-
dine ring capable of tautomeric forms have been re-
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Yield,

AMp, °C@ A Formula Analysis
180-182 dec 75 CQEH19N303S'2 C: H,' N: 3
172-173 dec 77 CosHa N0, C,H N, s
163-164 dec 88 C24H23N30;Cz C, H, N, S
181-182 72 CaooHy N058; N, S
187-188 84 CaHgpsN 3058, ¢, H X
194-195 dec 73 Ca:Hy; N3OS0 ¢, H XN, &

ported.® This work describes the first amio analog of
this type.

Experimental Section*

173-Acetoxy-2,4-diaza-1-hydroxy-3-methylamino-1,3,5(10)-
estratriene.—A zolution of 50 mg of methyl 178-acetoxy-1,5-
seco-2,3,4-trisnorestran-5-on-1-oate,34 100 mg of methyl-
guanidine sulfate, and 150 mg of anhydrous NaOAc in 5 ml of
anhydrous EtOH was refluxed 96 hr. The steroids were re-
covered from the H,O-diluted mixture with CHCl. then dis-
solved in 2 ml of glacial HOAc and refluxed for 16 hr, The
niaterial was again recovered with CHCl; after HoO dilution of
the reaction. Chromatography of the resultant mixtire of starting
material and product on a silica tle plate (507 EtOAc-CHCI;)
gave 16 mg of product. Recrystallization from E10Ac gave
pure material, nip 240 dec: vmax 3460, 3340, 3230, 1720, 16353,
1610, 1570, 1515 e¢m™' Amax 234, 290 nuu: ey facid) 230,
261 myu. Anal. <C1::H‘3::\'303> N.

(3) D. M. Piatak and E. Caspi, Steroids, 8, 631 (1964). E. Caspi and
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Schiff’s bases formed by the condensation of isonia-
zide [I] with various benzaldehydes are reported to
possess auntituberculous activity.! We lave prepared
additional Schiff’s bases (benzylideneizonicotinoyl
hydrazoues) which were tested for antituberculous
activity by the technique of Doub and Youmans.?

Experimental Section

Preparation of Schiff’s bases.—Isoniazide (1 g) was dissolved
in EtOH (30 ml) and to it was added aldehyde’ +1.3 g)in 20 ml
of EtOH. The mixture was refluxed ou a steani batli. In some
cases, the compound separated while hot, in others on cooling
or on dilation with H:O. Most of the compounds were pale
vellow and crystallized from EtQH.

(1) M. Negwer, ''Organisch-Chemische, Arzneimittel und ihre Synonyiua,”
Akademie Verlag, Berlin, 1959, pp 199-200.
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Merchant, J. Indian Chem. Soc., 89, 759 (1962).
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CONHN==CH
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Sitabercuions’
aed,, we ol
Aldehyile e Tl of Mp. Joowest inhibit-
Covnul R; Reo R Ry Rs reflux, v S yreld Forvuia SN Lo
1 Clly 11 Ol 1 CH; 2 265 RWE CllEN3O. 01
2 Cl; CH; OH H 1 0.5 262 o CisH N0, Ha0 0.2
5 O11 Cl1l; C'H: 11 11 O IR7-188 ES CraHia N304 H,0 01
4 1, 11 CH: 11 O11 0 RENESK] ERG Cal NGO, 0.2
5 O11 C11, 11 11 CHx N 240242 50 CaHaNLO; 0.1
G I, 1 (281 CH; 1 2 240250 e C NGO, 0.2
T 1, O1] 1 11 11 2 280 (i) CaTLNLO, 0|
N 11 CH. O11 CH, 11 2 256288 42 CaN;0. 10
b Ol 1 11 CH; CH, 17 200-210 B CrHaN0:- 1.0 0.2
10 O Cl1L 11 ', 181 16 INO--1%1 Sy CIlp NGO HaO) 0.2
11 ClH: C'Hy OCIs 11 11 [ 220 22 N Cwll: NGO 1O Not iesiel
12 Cl11, C1; OCLH- 11 H ¢ 25N 204 BEN CT1aN;O, Noi rested
15 OCTL 1 C1I, CH, I8 BN 218219 S CuH N0, (1!
14 OC, 1 1 I, CHa 11 14 215216 s Ci: N0, 02
15 1, 11 OCTH; 11 CH; 1 1901046 R Cual NSO 110 0.2
16 11, 1 OCLH; 11 CH, 2 105196 N CrTaNO: 0.2
17 ClL, 1 OCT; Cl1, I§ 7 2053 204 6" Cr NGO 04
IN CH; 11 OC, I, CH; 11 T 106 107 He" - N0, - 1O 0.1
19 ClL, OCTHz I 11 11 17 2122 21" Crell i N0, Nuit tesied
20 11 1. OCT; CH; 1 10 219220 RGY Crd 1N 404 - 110 0.1
21 11 C'1H; OC.1I; ClL 11 n 178179 K2 Ce NGO O 0.1
+The compoand separated frouc the hot solutioie. *The compouad separated an cooling. < The compad separated au diliding
(H.01, 2 All compounds were aualvzed for C, H,and No M tubercudosin a ritra.?
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(HO
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. e e s e e = A eyl e - “ Myt 24+
Nin R: 1. Rs Ry R vivll LNDP, (" ‘ormula’
1 C"H 11 Cl 1 OCH, 475 178179 CigH16NL0:
2 CHy 11 CH; H OC. . 155 219220 CrllisNGO;
3 CHy 1 OCH; CH. 11 80 265--269 Ciel N0
4 CHy 11 OC.H, C1y 11 N2 246247 CHLGNL O,
5 CH; OCTH. CH, H il T 201202 CyeH N0,
6 CH; OC,H. CH; 11 11 6.5 230--2351 N0
T QOCH; CH, H C1, 11 T 194--19) CisHisNL 0,
N OC.IH; C1L. H CH. H I 1621623 CirHNLO,
9 OCH;, H 1 1, ClL 50 222223 N0
10 OC11s H H CH, 1 S50 225220 CiHin NGO
11 OCH; CH: H 1 CHy () 235206 CisllisNO;
12 OCH, C11. 11 I8 CHs 15 236 257 CrHNGO,
13 11 ClH. OCH; CH; H 34 225-2246 CsH NGO,
14 11 CH. OC:H, CHy H 55 241 242 O H N0

“ New compuunds prepared by alkyvlation of the hvdroxyvaldehvdes with alky] halides~EK,COy fic acerone.  * All conpounds cryvseal-
lized from AcOH except 1 (from FtOH), = All compounds were analyzed for C, H, and N,
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