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l ine w i t h  1 :1  hydroch lo r i c  acid u n d e r  ref lux.  The  al ter-  
n a t i v e  s t r u c t u r e  I a or I b is the re fore  ass igned to t he  
new base  w i t h  our  preference  for I a because  of t he  
expec ted  pre fe ren t ia l  d e m e t h y l a t i o n  a t  t he  e lec t ron- r ich  
pos i t ion  7 r a t h e r  t h a n  a t  6. 

A L  60, m p  160-162 ~ la in  ~: 0 ~ (CHCla), was prev ious ly  
isola ted ~ f rom the  ch lo roform solu t ion  of t he  t o t a l  c rude  
bases  b y  r epea t ed  a n d  successive r em ova l  of impur i t i e s  
b y  d i lu t ion  w i t h  e ther ,  c o n c e n t r a t i o n  and  p rec ip i t a t ion  
w i t h  l igh t  pe t ro leum.  I t  was s u b s e q u e n t l y  p r o v e d  to  be  
a m i x t u r e  of a t  leas t  3 c o m p o n e n t s  b y  TLC over  silica 
gel us ing  ch loroform : m e t h a n o l  (85 : 15) as deve lop ing  
solvent .  

Af ter  severa l  c h r o m a t o g r a p h i c  sepa ra t ions  a n d  crystM- 
l isat ions,  t he  c o n s t i t u e n t s  ~ were e v e n t u a l l y  ident i f ied  as 
psycho t r ine ,  cephael ine  and  demethy lcephae l ine .  The  

R ~ O ~  

la, R=R~=H,RDM~ 
b, R~R2=H , R~ =l"lt~ 
o, R~H, Rl=Rz=[18 
d, R=Rl=Rz=t~e 

reason  w h y  t h e y  e luded de tec t ion  so far  was  t h a t  t he  
a l m o s t  zero specific r o t a t i o n  recorded in the  p resence  of 
adhe r ing  i m p u r i t y  which  was too diff icul t  to  r emove  misled 
us to  a s sume  the  c o m p o u n d s  to be  r acemic  in na tu re .  
However ,  to  the  bes t  of our  knowledge,  no  work  has  so 
far  been  r epo r t ed  on t he  effect  of t h e  c o n s t i t u e n t s  of 
A L  60 on  b lood pressure  t h o u g h  s c a n t y  r epor t s  are 
t r aceab le  on  such  effect  of eme t ine  s and  O-methy lpsy -  
cho t r ine  9. 

Rdsumd. A p a r t i r  de l '6corce de la t ige d'Alangium 
lamarckii Thw.,  une  base, C=vHa~N204 (p.f. 147-149% 
E e l n - - 5 3 , 5  ~ a ins i  que de la c6pbaeline,  psycho t r ine ,  
d e s m 6 t h y l p s y c h o t r i n e  e t  t ubu los ine  on t  6t6 isol6es. Cet te  
nouvel le  base  eat identif i6e c o m m e  d6m6thylc6phae l ine ,  
m o n t r a n t  que  le p r inc ipe  h y p o t e n d u  A L  60, pr6c6dem- 
m e n t  o b t e n u  de la m~me p r o v e n a n c e  est  u n  m6lange  de 
psycho t r ine ,  de c@hae l ine  et  de d6mf thy lc6phae l ine .  
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r The proportions of psyehotrine and cephaeline, the major con- 
stituents, varied somewhat on the extent of preliminary puri- 
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C o n f o r m a t i o n  o f  N o o t k a t o n e  

Nootka tone ,  or ig inal ly  i sola ted f rom a h e a r t w o o d  of 
Chamaecyparis nootkatensis, was r epo r t ed  1 to  exh ib i t  
[~]D + 195.5 ~ The  same ke tone  was i so la ted  f rom Citrus 
paradisi and  t he  s t r u c t u r e  was conf i rmed  as (I) on  t h e  
basis  of I R -  and  NMR-spec t r a ,  O R D  curve  and  chemica l  
d e g r a d a t i o n L  The  t o t a l  syn thes i s  of (I) was r ecen t ly  

accompl i shed  a, 4. W e  h a v e  now  a t t e m p t e d  to c lar i fy  t he  
pre fe r red  c o n f o r m a t i o n  of n o o t k a t o n e  b y  a c o m b i n a t i o n  
of CD curve  and  N M R - s p e c t r u m  m e a s u r e m e n t s  a t  va r ious  
t e m p e r a t u r e .  
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Fig. 1. Possible conformations of nootkatone and the oetant pro- 
jeetion diagram. 

N o o t k a t o n e  (I) m a y  t a k e  3 possible  con fo rma t ions :  
I s ,  I b and  I c, as shown  in F igure  1. The  b a c k  o c t a n t  
rule  is appl ied  to  t r anso id  e , /3 -unsa tura ted  ketone ,  a nd  
t he  sign of t he  Co t ton  effect  is p red ic ted  f rom the  o c t a n t  
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Fig. 2. ORD, UV- and CD-eurves of nootkatone in isoootane at 
25 ~ 
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Fig. 3. T e m p e r a t u r e - d e p e n d e n t  curves  of c i r cu la r  d i eh ro i sm of n o o t k a t o n e .  
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pro jec t ion  d i a g r a m  to  be  nega t i ve  to I a ,  pos i t ive  to  I b  
and  pos i t ive  to  I c, respect ive ly .  

N o o t k a t o n e  (rap 39-40~ .[~}~0 -b 208.9 ~ (c 0.0012 in 
i sooc tane) ;  2~EtaOH 237 nm,  e 16,000) was der ived  5 f rom 
va lencene  b y  m e a n s  of t he  t e r t - b u t y l  c h r o m a t e  oxida t ion .  
The  UV-, IR -  a n d  N M R - s p e c t r a  d a t a  were in good accord  
w i t h  those  of n a t u r a l  noo tka tone .  The  O R D  cu rve  of 
n o o t k a t o n e  seems to  e x h i b i t  t h e  s ame  Co t ton  effect  as 
r epo r t ed  b y  MACLEOD 2, as shown  in F i g u r e  2. However ,  
t he  CD-curve  was c lear ly  nega t ive .  The  prefe r red  con- 
f o r m a t i o n  of n o o t k a t o n e  is t h u s  sugges ted  to be  I a. 

The  CD-curve  a n d  t he  N M R - s p e c t r u m  were t h e n  
e x a m i n e d  a t  va r ious  t e m p e r a t u r e s .  The  molecu la r  el l ipt i-  
c i ty  in  t he  m i x t u r e  of e ther ,  i sopentane ,  a n d  alcohol  
( 5 : 5 : 2  b y  volume)  increased g radua l ly  wi th  a change  
to  lower t e m p e r a t u r e  (Figure 3, a). On t h e  o the r  h a n d ,  
t h e  e l l ip t ie i ty  decreased  cons ide rab ly  upon  c h a n g i n g  t he  
t e m p e r a t u r e  f rom 25 ~ to 133 ~ in decal in  (Figure 3, b). 
The  o b s e r v a t i o n  on  t he  t e m p e r a t u r e  d e p e n d e n c y  of 
n o o t k a t o n e  ind ica tes  t h a t  confo rmer  I a  is more  s tab le  a t  
lower t e m p e r a t u r e .  

The  N M R - s p e c t r a  a t  50 ~ and  --  58 ~ showed the  same  
coupl ing  c o n s t a n t s :  Ja~,ae= 12 Hz, J4a, se= 5 Hz, and  
J1, 3e ~ 2 Hz  in t he  equa to r i a l  p r o t o n  a t  C-3. T he  s p e c t r u m  
a t  25 ~ also gave  the  same  values.  This  also suppor t s  t he  
s t a b i l i t y  of confo rmer  I s .  

The  above  obse rva t i on  on  CD-curves  a n d  N M R -  
spec t ra  es tab l i shes  t h a t  t h e  pre fe r red  c o n f o r m a t i o n  of 
n o o t k a t o n e  (I) is I a .  

Rdsumd. La  c o n f o r m a t i o n  la p lus  f r6quen te  de la noot -  
k a t o n e  a 6t6 6tabl ie  d 'apr~s  la CD et  la R M N  mesur6es  
5. d iverses  t e m p 6 r a t u r e  s. 
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A n a l y s e  61ec trophor6 t ique  des  p r o t f i n e s  c a r o t 6 n o g 6 n e s  de Neurospora crassa 

La  caro t6nogenbse  de Neurospora crassa est  u n  ph6- 6 h 2, 5. 4~ ou en  1 h a, 5. 20~ Une  pe t i t e  q u a n t i t 6  de 
n o m 6 n e  i n d u i t  p a r  la  lumi6re  ~. L ' u t i l i s a t i o n  d ' i n h i b i t e u r s  caro t6noides  es t  p r o d u i t e  c o n s t i t u t i v e m e n t ,  c'est-5.-dire 5. 
de la syn th6se  des pro t4 ines  tels  que cyc lohex imide  et  l ' obscur i t6  a. 
ch lo ramph6n ico l  a pe rmis  de m o n t r e r  que  les pro t6 ines  Dans  ce t te  p remi6re  6rude, nous  avons  t en t6  de d4ter-  
caro t4nog6nes  indu i t e s  p a r  la lumi6re  sont  synth6t i s6es  en miner ,  pa r  la m 6 t h o d e  61ectrophor6tique,  le n o m b r e  de 


