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Synthetic Investigations in Diterpenoids 

F o r  some t i m e  we h a v e  been  ca r ry ing  o u t  exper i -  
ments  to  deve lop  s tereospecif ic  syn theses  for t h e  d i te r -  
penoids.  I n  v iew of a r ecen t  c o m m u n i c a t i o n  b y  STORK 
and SCHWLENBERGX on t h e  syn thes i s  of d l -dehydro-  
abiet ie  acid, we wish t o  r epo r t  t h e  resu l t s  of our  own 
work  on the  syn thes i s  of DL-6 -me thoxypodoca rpane  (VI). 
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1-Methy l -7 -methoxy-3 ,  4 - d i h y d r o n a p h t h a l e n e  2 (I) was 
oxid ized  in acet ic  acid  so lu t ion  w i t h  red  lead  ox ide  3 and  
t i le c rude  d i ace t a t e  r ea r r anged  in d i lu te  a lcohol ic  sul- 
phur i c  acid to  1 -me th~q-7 -me thoxy te t r a lone -2  (II),  b.p.  
125-126~/0-8 ram, n ~  1,5730 (yield 72%) (calcula ted for 
Cl, H14 O~: C, 75.8; H,  7.4; found :  C, 76.1; 7.4), semicar -  
bazone  m.p.  191-192 ° (ca lcula ted  for ClaH~70~Na: N, 
17.0; found :  N,  17-2). Condensa t ion  of t he  f l - te t ra lone 
(II) w i th  4 -d i e thy l aminobu t anone -2 -me th iod ide*  afford-  
ed 6 -me thoxy-2 -ke to -4a -me thy l -2 ,  3, 4, 4a, 9, 10-hexahy-  
d r o p h e n a n t h r e n e  ( I I I ) ,  b.p. 115-120 ° (a i r -bath) /0 .004 
m m  as a v e r y  viscous  oil (yield 62%) (calcula ted  for  
Cl~H~sO2: C, 79.3; H ,  7.5, f ound :  C, 78-84; H,  7.5), 2,4- 
d in i t ropheny lhydrazone ,  m.p.  241-242 ° (dec.) (calculat -  
ed for C~aHI~O2Na: C, 62.6; H,  5-3; found :  C, 62-9; J-I, 
5.5). This  (II1) was t h e n  m e t h y l a t e d  w i t h  m e t h y l  iodide  
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in t he  presence  of p o t a s s i u m  t e r t - b u t o x i d e  5 to g ive  1, 1- 
d i m e t h y l  - 2 - k e t o - 6 - m e t h o x y -  4a-  m e t h y l -  1, 2, 3, 4, 4a, 9- 
h e x a h y d r o p h e n a n t h r e n e  (IV), b .p.  120-125 ° (a i r -bath)]  
0-004 m m  as a glass (yield 72%).  (Calcula ted  for 
ClsH, ,O, :  C, 79-97; H,  8-2; found :  C, 79-9; H ,  8-2), t h e  
2 , 4 - d i n i t r o p h e n y l h y d r a z o n e  m.p.  238-240 ° (dec.) crys-  
t a l l i zed  f rom acet ic  acid  and  c o n t a i n e d  one  molecule  of 
so lven t  (ca lcula ted  for  C2tH~.~O~N4, CH3COOH:  N, 10.97; 
found  N, 11.13). Mixed  me l t i ng  p o i n t  w i th  t h e  2,4-di-  
n i t r o p h e n y l h y d r a z o n e  of  t he  a, f l -unsa tu ra ted  ke tone  
(III)  shows 15 ° depression.  C o m p o u n d  I V  on hydro-  
gena t ion  w i t h  pa l l ad ium-cha rcoa l  (10%) in acet ic  acid 
af forded  1, 1-d imethyl -  2 -ke to -6 -me thoxy -4a -me thy l -  1, 2, 
3, 4, 4a, 9, 10, 1 0 a - o c t a h y d r o p h e n a n t h r e n e  (V), b.p. 180 to  
184°/0-8 m m  (calcula ted for C1sH2~O2: C, 79.4; H,  8-9; 
found :  C, 79.8; H ,  8.9); 2 ,4 -d in i t ropheny lhydrazone ,  
m.p.  198-199 ° (calcula ted for C24H2sOsN4 : N, 12-3 ; found : 
N, 12.3). The  ke to  g roup  in c o m p o u n d  V was  r educed  by  
CLEmME~SEN'S m e t h o d  to  give in good yie ld  1, 1-di- 
m e t h y l - 4 a - m e t h y l - 6 - m e t h o x y - 1 ,  2, 3, 4, 4a, 9,10, 10a-octa-  
h y d r o p h e n a n t h r e n e  (DL-6-methoxy p o d o c a r p a n e  ~) (VI), 
b.p.  145-147°/0,8 m m  as a colourless  mobi le  oil ;  n ~  
1.5570 (calcula ted  for C~sH~,O: C, 83.68; H,  10.1 ; found : 
C, 83-3; H,  10.2). 
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Zusammen/assung 

Die Syn these  v o n  1, 1 - D i m e t h y l - 4 a - m e t h y l - 6 - m e t h o x y -  
1, 2, 3, 4, 4a, 9, 10, 1 0 a - o c t a h y d r o p h e n a n t h r e n  (DL-6-Me- 
t h o x y p o d o c a r p a n )  aus  1 -Me thy l -7 -me thoxy te t r a lon -2  
wird  beschr ieben.  
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Concentrations of Organic Acids 
i n  A n i m a l  T i s s u e s  * 

Insofa r  as we k n o w  the re  is no  s u m m a r y  in t he  
l i t e r a tu r e  of t h e  concen t r a t i ons  of o rgan ic  acids  in  ani-  
ma l  t issues.  Such  d a t a  are, therefore ,  p r e sen t ed  below. 

The  references  in T a b l e  I guide  the  r eade r  to  t he  ap-  
p rop r i a t e  foo tno te  which  p resen t s  t h e  mean ing  of the  
va lue  given.  I n  Tab le  I I  are  shown the  sources of the  
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