08t NEw CoMPOUND=

Anal. Caled. for CoHpOu: ) 8065, H, 10,01, Fouud:
C, 80.82; H,10.22.

This material gave an acetiate which was obtained from aee-
tone~hexane as crystals, np. I84-186°: [o]u—72% Apuax 292,
230, and 247 my (e 24,800, 27,200, 17,400); Awax 5.75, 5.85,
6.08, 8.10, and 9.91 u.

6-Chloro-38-hydroxy-17-ethylpregna-4,6-dien-20-one (VIII)
was recrystallized from acetone-hexane to give ervsialg, nip.
102-103°; {alp—60° Amax 237, 244, and 252 np (e 18,600,
91,700, 14,500 Amax 2.89, 5.93, 6.3, and 0.7 4.

Anal. Caled. for CoHyClO: €0 5270 H, sx2; CL 041
Found: €, 73.09: H, 8.80; Cl, 9.85.

17-Ethylpregna-3,5-dien-20-one (V).-—A solution of crude
[ 7-ethyl-38-hydroxypregu-4-en-20-one  (derived from 3500 wmg.
of 17-ethylprogesterone) inn 100 ml. of 50¢ acetic acid wus heated
at reflux temperature for 45 wmn.  After 10 min. n solid was
deposited from the solution. The chilled mixture was filtered

Val, 7

1o give 500 mg. of white cryvsials, m.p. 1535-158°. This solid
wis dissolved (1 benzene aud chromatographel on silien gel.
The material eliuted by benzene was recrvstallized from wethanot
to give 222 mg. (4700) of white necdles, up. 160-162°; [e]n
= AD0% Nas 228, 2834, and 245 g e 20,200, 21,600, 13.7001;
Nowe .91 and 6,05 .

el Caled. Tor CLHGO: OO x4 60
~4570 HL 1061

1.5, Foaned: o
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New Compounds

Derivatives of
2-Hydroxy-1,3,2-benzodioxastibole
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A number of derivatives of 2-hydroxy-1,3,2-henzodioxastibole
(I) were synthesized as compounds of potential interest in the
chemotherapy of several parasitical diseases. Several phenolic
compounds containing — COOH and —S0;H groups were treated

TasLe [
1,3,2-BENZODIOXASTIBOLE DERIVATIVES OBTAINED ACCORDING TO
THE REAcTION

0 0
>SbOH + ROH — XbOR + 1,0
0 (Na Salt o

(Na Salt)

IFarinata PRSSIUN/ A Sp—.

RO Co products® Tound Caled.
5-Chlorosalicylic acid 43 CHCINaOSh 288 288
A-Bromosalieylic acid 30 CyH:BrNaOSsSh 26.1 26.0
5-Aminosalieylic acid 30 CiHeNNaOsSh 302 301
5-Sulfosalicvlic acid 26 CH:N2.0488b 25.0 24.8
3-Phenylsalicylic acid 46 GyHiNaO:Sh 2.3 262
3-Methylsalicylic actd 37 CisHeNaO:8b 304 30.2

G-Awino-L-naphthol- 40 CHuNNaOSSh 249 248

S-sulfonic acid

5-Amino-4-hydroxy- 45 CiHoNNaOeSsh - 278 27 7
benzenesulfonic
acid

7-Amino-1-naphthol- 36 CuHpNNaOgSSh 24,0 2405
3-sulfonic acid

%-Amino-1-naphthol- 33 CasHioNNaz08:8bh  20.5 20.06

3,6-disutfonie acid

4 None of the compounds melts or decomposes below 300°.
On acidification with hydrochloric acid, these compounds are
rapidly hydrolvzed.

(1) (a) A portion of this paper was presented before tle XI Aunual
Convention of the Venezuelan Association for the Advancement of Scieace,
Caracas, April, 19¢1.  (b) From theses submitted by 1. C. and J. M. jo
partial fulfillinent of the requirernents for the degree of Licenciade de
Quimica, Universidad Central de Venezuela, June, 1961,

with 1% in basic medium to produce the corresponding con-
densation products. These were isolated as the sodium salts,

Experimental

2-Hydroxy-1,3,2-benzodioxastibole (I) was prepared as de-
seribed by Brown and Austin.®  The derivatives of I were pre-
pared as described,? but with the following modifieation.  After
the reaction periad the solid by-product (hydrated antimony
oxide) was filtered and the filtrate neutralized to precipitate the
unichanged T, The solution was then concentrated to iucipient
cryvstallization and the produet washed with small mmonmnts of
cold ethanol.

Alternate Method of Condensation.—-2-Hydroxy-1,3,2-benzo-
dioxastibole (I) (0.03 mole) in 0.4 \" godiunm hydroxide solution
was added to salievlie acid (0.035 mole) in 2 V sodium earbonate
solution (18 mil). "The mixture was heated for 2 hr. at 70-75°
and neutralized after cooling. The precipitated, unchanged T
was removed by filtration und the filtrate concentrated until
precipitation started. “The solid, 2-(o-carboxyphenyloxy)-1.3,2-
benzodioxastibole, was unichanged at 300°; vield, 70¢;.

Arel. Caled, for C3HNa0,8bh: Sb. 31.3. Tound: Sh, 1.5,

25 11, Causse, Badl, soc, chim. France, 245 11802),
v 1L P Peeouwn ad 0 Ansting, Jo Am, Chem. Soc., 63, 2054 (141,

Methyl Analogs of Papaverine'"
JaMes (7. BRASLEY AND ALFRED BURGER

Departiaend of Chemistry, University of Vieginda,
havlottesville, Virginia

Janvary 15, 106

Papaverine and puapaveraldine analogs which do not contain
ether groups in positions 6 and 7 have not been studied widely.
Analogs containing methyl instead of methoxyl groups could can-
tribute to such questions as to the significance of methoxy »s.
nmethvl groups,? or whether the intramolecular distance betwecn
the ether oxygens and the isoquinoline nitrogen® has 1 bearing on
the pharmacological uctivity. Several analogs with methyl
groups are described.

11) Supported by a grant, N13-01445, feoa the Tastitate for Nencologoed
Diseases and Dlinduess, Nuational Institates of llealth, T, = Pablic
Health Service.

(2) H. L. Friehnan, Symp. Chere.=Biol. Cocelation, Natl. Aead. Soi.
Natl. Research Cownged, Washington, 1J. C., 1051, Publ. No. 206, p. 205.

(3) C. C. Pfeiffer, Science, 107, 94 (1948).



