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eine spezifische Drehung  yon  [~x]~~ --  20 ~ =u t% fiir Diace ta t  I I  
wurde  [~]~0: _ t09 ~ ~= 3 ~ gemessen. 

Das K M R - S p e k t r u m  der  beideil Diace ta te  wurde  mi t  e inem 
Varian-A-60-Spektrometer  in CDC1 a mi t  Te t ramethy ls i l an  als 
i i l ternem S t a nda rd  aufgei lommen.  

Wie  die groBe Kopplungskons ta i l t e  Jua, a zeigt, s t eh t  das 
P ro ton  an  C-3 axial. D a m i t  is t  die gquator ia le  Lage der  Di- 
me thy laminogruppe  bewieseil. Die kleine Kopp lungskons t an te  
fa.a is t  d a n n  n n r  durch eine AxiaI- ) [quator iaI-Kopplung der  
P r o t o n e n  an  C-3 uild C-4 zu erkl~ren; d .h .  die Ace toxygruppe  
an C-4 s t eh t  axial  und  dami t  cis zur  Dimethylami i logruppe  
an  C-3. DaB die kleiile Kopplungskons ta i l t e  Jr n ich t  du tch  
gquatorial-gquatoriale ,  soi ldern gquatoriM-axiale Koilstella- 
t ion  bedingt  ist, folgt  aus der  l 'Jberftihrung des Rhodosamins  
in 2-Desoxy-L-fucoSe (II) Ilnd L-Boivinose (III).  

]Die Analyse  des Protoileilsiguals voil C-t ergibt,  dab die 
beiden Rhodosami i l -d iace ta te  Anomere  sin& Dem symmet r i -  
schen Tr ip le t t  des Diaceta tes  I I  (z = 3,67) Ilach s ind die be- 
nachba r t en  Methylen-Protonen gleich weir  vom C- t -P ro ton  
ent fernt ,  was n u t  be t  axia ier  Stel tung der  Ace toxygruppe  an 
C-t m6glich ist. Diace ta t  I I  is t  daher  das c~-Anomere IV  (wo- 
Ifir such  seine gr6Bere L inksdrehung  spricht) uild Diace ta t  I 
das/3-Ailomere V (bestgt igt  du tch  die unterschiedl ichei l  Kopp-  
lungskons tan ten  J1,2~ und  f l ,  se). 
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Rhodosamin  ist  somi t  die 2.3.6-Tridesoxy-3-dimethyl-  
amino-L-l y xo-hexose. 
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~'-Hydro xyconvallat0 xin 

In  order  to  provide  precise in fo rmat ion  ill an a t t e m p t  to 
relate t he  s t ruc tu re  of t he  glycosidically bound  sugar to  t he  
cardiotonic  ac t iv i ty  of a par t icu lar  cardenolide,  we p repared  
previously  the  2-deoxy-/3~D-glucopyranoside of digitoxigeni~ll). 
Al though highly  poten t ,  t he  new cardeilolide was shown to 
have  a tox ic i ty  somewha t  less t h a n  the  cor responding  /3-D- 
glucopyranoside,  p repa red  b y  ELDERlClELD and cow.orkers2). 
This fact  suggested to us t h a t  deoxygei la t ion in the  pyranos ide  
r ing is pe rhaps  an  unfavorab le  change, and i t  was in this  
connec t ion  t h a t  we inves t iga ted  the  p repara t ion  of the  6 '-hy- 
d roxy  analog of t he  highly  po t en t  coilvailatoxiil  (6-deoxy- 
c~-L-manilopyrailoside of  s t rophanth id in) ,  hav ing  M L D = -  
0"079 mg kg -1 as measured  in t0  cats.  This communica t ion  
describes summar i ly  the  par t ia l  synthes is  of 6 ' -hydroxy-  
convMlatoxin  (~-L-mannopyranoside of s t rophanth id in)  (V), 
hav /ng  MLD = 0-069 rag. kg. -1 as measured  in 10 cats.  The 
new glycoside V is therefore  t he  most potent o/ all known 
cardenolides. 

The non-na tu ra l ly  occur ing/3-n-mannose  a) (I) was acety-  
l a ted  a t  0 ~ under  t he  usual condi t ions  to give 5t % of t,2,3,4,6- 
penta-O-acetyl-/3-L-mannose (II), m.p.  t t 6 - - 7  ~ [a]~s + 28.6 o 
(c 0"90, CHCla). Calcd. for CI~H2~On: C 49"23; H 5-67. Found :  
C 49"49; H 5"75. Trea•  of I I  w i t h  hydrogen  bromide-  
acetic acid gave 91% of 2,3,4,6-tetra-O-acetyl-c~-L-mailnosyl 
bromide  (III),  m.p.  56--8  ~ [c~]~--138-9 ~ (e 0.80, CHCI,). 
W h e n  s t rophanth id i i l  (3/3;5/3, f4/3- t r ihydroxy-19-oxocard-  
20,22-eilolide) (IV) was t r ea ted  wi th  the  b romide  I I I  in the  
presence of silver ca rbona te  using an azeofropic  dist i l lat ion 

technique,  there  was ob ta ined  an  O-acety la ted  in te rmedia te  
which was no t  isolated. Ins tead,  the  react ion products  were 
saponified in toto and ex t rac t ion  wi th  ch loroform-methanol  
(9 : 1 and  9 : 2) gave 24 % of 6 ' -hydroxyconvai la toxi i l  mono-  
hydra t e  (V), m.p.  262--5  ~ [~]~  + 6.28 ~ (c 0.42, 90% aq. me th-  

anol), ~ E t O H  2t8 mtz (4.t9). Calcd. for C29fHa20 n - I-I20: 
m a x  

C 59'60; H 7'53. Found :  C 59"70; H 7"54. For  ana ly t ic  
purposes,  a sample  of  V was obta ined as anhydrous  material ,  
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m.p.  265--9% Calcd. for C29H420]1: C 61"46; H 7"47. Found :  
C 61.72; H 7"76. Acety la t ion  of V gave the  expec ted  te t ra -O-  
ace ty la ted  der ivat ive  V a  which  was ob ta ined  only  as amor-  
phous  powder ,  m.p.  t28- -133  ~ Calcd. for C37H50015: C 60-50; 
H6 .86 .  Found :  C60.43;  H7 .17 .  
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Vincaminoridine and Vincoridine, Two New AlkaloMs 
from Vtnca minor L. 

Eleven  alkaloids have  a l ready been isolated f rom Vines  
minor  L. [seel)]. We  have  obtai i led two fur ther  alkaloids, 
for which we proposed  the  names  vincaminoridi i le  and  vin-  
coridiile. 

The weak-alkaloid f ract ion U ~), ob ta ined  b y  counter-  
cur ren t  d is t r ibut ion of the  "ye l low fract ion 13" of t he  crude 
alkaloids 3) was separa ted  by  ch roma tography  oil a l u m i n a .  
[Thiillayer ch roma tog raphy  on a lumina  (benzene) gives Rf  
values for v incaminor ine  0"7.5 for vincamiiloridirge 0-58 and  for  
vincoridine 0'34]. 

L ight  pe t ro le ther -benzene  ( t :1)  eluates afforded a cry-  
staliile alkaloid, idellt ical wi th  vincaminori i iO)  in  all respects.  
According tO its  to ta l  formula  and  the  values of i ts  UV spec- 
t r u m  we assume its  f undamen tM skeleton to  be tetracyclic ,  
p robab ly  of quebrachamii le  type .  

F r o m  the  fractioil  e luated by  benzene we obta ined  the  
mix ture  of two alkaloids, which b y  r ech roma tog raphy  oil 
a lumina l ight  pe t ro le ther -benzene  (t : 1) afforded vii lcaminori-  
dine m.p.  9 9 - - t 0 0  ~ (from heptane) ,  [ e ] ~ +  57.7 ~ ( c =  t .05; 
CHCI3). Found :  C 7i"55, H 8-36, N 7"54, OCHa 16.45, N-CH 3 
7"69. C22Ha0N~O8 requires  C 7t-32, H 8.t6, N 7"56, 2 0 C H  3 
16'75, I N CH a 4.06. T h e  character is t ic  max i ma  of v incamin-  
oridine in ul t raviole t  l ight  a t  2nm232 ( l oge=4"57 )  and 
300 m~ (log e = 3'84), ~i~i= 288 m~  (log e = 3"79) and ~mm 
262 m~z (log e =  3'50) indicate  the  illdole grouping. The shif t  


