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steroids regardless of the steric configuration of the 
A/B ring juncture.  

CARL DJERASSI and G. ROSENKRANZ 

Research Laboratories,  Syntex,  S.A., Laguna Mayran 
413, Mexico City, D.F. ,  August  9, 1950. 

Zusammen[assung 

Die Bromwasserstoffabspaltung aus den bisher ats 
4,4-Dibrom-Verbindungen aufgefaBten normalen Di- 
brom-3-ketosteroiden Itihrt zur Bildnng yon 1,4-Dien- 
3-onen (IV), welche bisher nur  aus 2,4-Dibrom- 
3-ketoallosteroiden erhalten worden waren. Daneben 
entstehen kleine Mengen yon AI-2-Brom-3-ketonormal- 
steroiden (V). Die Ergebnisse der vorliegenden Arbeit,  
die /iberdies durch UV- und Infrarotspektren ge- 
stiitzt sind, machen es ~uBerst wahrscheinlich, dab die 
Dibromierung der normalen 3-I<etosteroide in 2,4- 
Stellung erfolgt. Die in dieser Arbei t  beschriebene Her-  
stellung yon 1,4-Dien-3-onen (IV) der Steroid-Reihe 
erweist sich somit  als eine zweite Methode t zur par- 
tMlen Synthese 5strogener Hormone,  ausgehend yon 
Steroiden der normMen Serie. 
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The Act ion of t -Buty l  Hypochlor i t e  on 1 -Methy l -  
4 - i s o p r o p y l - 3 - c y c l o h e x e n e  [ p - M e n t h e n e - ( 3 ) ]  

For the react ion of ~-pinene with t-butyl hypochlorite,  
RITTER and GINSBURG x have proposed a mechanism 
which involves addit ion of the reagent  to the double 
bond and subsequent  el imination of t-butanol. This 
mechanism suggested a number  of interest ing synthet ic  
possibilities in the terpene series. 

Tab~ I 

Compound 

Menthenvl chloride A 
I Menthen3rl chloride B 
Menthenol A . . . .  
Menthenol 13 . . . .  
Menthenone A 

~ Menthenone B 

90-94°/12 mm t.4982 ~ 1.033 "2-0.74 ° 
102-105°/12mm t.4934 a 0.955~-0.69 ° 

105°]36mm t,4719 0.913 -4.52 ° 
95°/36mm 1,4650 0.930 -1,06 ° 

95-100°]23mm !t-4864 0-935 
105-110°/23mm 11.4798 0.941 

I n~; 2 d20 

From p-menthene-(3) (I), two isomeric chloromen- 
thenes were obtained, which were separated by frac- 
tional distillation, Both of them were secondary chloro- 
compounds, as both corresponding alcohols (obtained by 
alkaline hydrolysis, and purified through the benzoates) 
could be oxidised to ketones by OPPENAUER'S method. 
The physical constants of the substances isolated are 
summarized in Table I. 

Both  ketones were c~, fl-unsaturated, as the colour and 
the absorption spectrum of their  2,4-dinitrophenyl- 
hydrazones indicated. Using the da ta  reported by 
BRAUDE and JoNEs x, even more definite conclusions can 
be drawn, as to the structure of these unsaturated ketones, 
from the exact  location of the ul t raviolet  absorption 
max ima  and their  ext inct ion coefficients: both  are de- 
pendent  on the degree of subst i tut ion of the absorbing 
system C- - -C-C=N .  From the da ta  in Table I I ,  i t  can 
be concluded tha t  one of the dini t rophenylhydrazones 
belongs to  the  type  R , C = C R . C R = N ,  the other  to the 
type  R . C H = C R . C R = N .  The former could, therefore, 
be pulegone (VI), the la t te r  l-methyI-4-isopropyl-4-cyclo- 
hexen-3-one (VII); their  formation would be easily under- 
stood from the following reaction scheme: 

--CI --C1 ~0 

I II IV VI 

] I I 

III  V VII 

As, however,  no data  are available regarding the 
spectral  properties of the dini t rophenylhydrazones of 
these ketones, especially of the - - somewhat  unusual--  
type (VI), further  evidence is being sought by conven- 
tional, chemical methods. DAVID GINSBURG 

Daniel Sieff Research Inst i tute ,  Weizmann Ins t i tu te  
of Science, Rehovoth ,  Israel, August  27, 1950. 

Rdsumd 
Les formules (II) et (III) sont propos6es pour deux 

chlorures secondaires obtenus par  Faction de l 'hypo-  
chlorite de buty l  tert iaire sur le p-menth6ne-(3) (I). La 
t ransformat ion de ces chlorures en deux c6tones ¢¢, fl-non- 
satur6es, par  hydrolyse et d6hydrog6nation, confirme ces 
formules. 

I E.A. BRAUDE and E. R. H. JONES, J. Chem. Soc., 498 (1945). 

Table I I  

Dini~ophenylhydrazone 

Menthenone A (VI) . . 
Menthcnone B (VII) . . 

| 
~max [ ~max emax 

found found calculated I .... 

3860 3860 18,800 
3810 3820 30,800 

1 j.j.  RITTER and D. G~NSBURG, J. Amer. Chem. Soc., 72, 2381 
(1950). 

Etude  de la m o l 4 c u l e  d'acide t h y m o n u c l ~ i q u e  
par des  m e s u r e s  de bir~fr ingence d '~cou lement  

d a n s  des  s o l v a n t s  de  v i s cos i t4  variable~ 

On admet  g6n6ralement qu 'une  mol6cule en chaine 
peut  affecter suivant  sa s t ructure chimique et  suivant  la 
na ture  du solvant,  des formes tr~s variables, depuis le 
b£tonnet  quasi-rigide jusqu 'au  peloton souple et  recro- 

x Une publication d6taill6e parMtra dans un autre recueil. 


