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104. On L-Thebainol®

By Kakuji GoTo, M.J.A., and Izuru YAMAMOTO
Department of Chemistry, Kitasato Institute, Tokyo, Japan
(Comm. Oct. 12, 1953)

In the previous paper®, we reported the preparation of 7-
demethoxysinomeninol (I) and its laevorotation. As the skeleton
of thebaine is the optical antipode of that of sinomenine, we ex-
pected that the thebainol from thebaine must be dextrorotatory.
It is now found that this is actually the case and the latter well
racemizes with the former.

Thebainol from thebaine is one of rare cases of dextrorotation
in morphine group, where the morphinane skeleton is kept intact®.
But from this discovery, the nomenclature in sinomenine and
morphine groups suffers some confusion. If we name 7-demethoxy-
sinomeninol (I), for convenience sake, simply, (—)-thebainol, then
the reader may acquire the impression as if it is originated from
thebaine and not from sinomenine. The same is true of thebenone
(IT) and its intermediates. Thebenone from thebaine (—) is dextro-
rotatory and from sinomenine (—) is laevorotatory. Moreover,
the direction of rotation inverts at every stage from dihydro-
thebainone to thebenone as we showed long ago®.

From thebaine From sinomenine
1) Dihydrothebainone — 59 1) Demethoxydihydrosinomenine
+59°
2) des-N-methyl-dihydro- 2) des-N-methyl-demethoxy-
thebainone + 55° dihydrosinomenine — 55°
3) Dihydro-des-N-methyl- 3) Dihydro-des-N-methyl-
dihydrothebainone — 68° demethoxydihydrosinomenine
+68°
4) Thebenone (II)+79° 4) Thebenone —79°

5) Dehydro-thebenone (III)+ 5) Dehydro-thebenone —207°
207°

We propose, therefore, after the example of amino acids and
monosaccharides, to prefix L to the names of the derivatives from
thebaine and D to the names from sinomenine, although the absolute
stereochemical configuration of morphine is not yet ascertained®.
In the above list, for example, we wish to name the derivatives
from sinomenine directly after the name of corresponding substances
from thebaine, only prefixing with D.

It may be limited to necessary cases. The names (—)-and
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(+)-dihydromorphine®, show naturally their origin and accordingly
the L and D are quite superfluous. But, D-thebainol-(—) will
clearly indicate that this substance is derived from sinomenine and
is laevorotatory. The similar explanation will be given of L-
thebenone-(+) and bD-thebenone-(—).

We hope that our prop-

N\ /\
CH-*O’“ { CHBO‘“ ’ osition will be taken into
HO-\ 00—/ consideration by chemical
l 1 circles. Nevertheless, we
/‘\/"ITI“CH“ H.C-CH,Z\ , will use this nomencla-
—— o ‘ ture tentatively in our
HO™\ / NS papers to prove or dis-
I. Thebainol II. Thebenone ili i
1II. Dehydrothebenone prove the utility of this

(9,10-CH=CH-) proposition.
Experimental

L-Thebainol-(+)(I)

L-Thebainone (0.9gr.) was reduced by boiling with LiAlH,
(0.4gr.) in tetrahydrofurane (25cc.) for two hours. The reduced
base was taken up in chloroform and the chloroform residue was
twice recrystallized from acetone. Short prisms. M.p. 181°,
[} = +94.5° (c 1.937, chlf.)”. (Anal. Caled. for C;sH,0; N(801.4):
C, 71.78; H, 7.69; N, 4.65. Found: C, 71.96; H, 7.54; N, 4.81.)

Diacetyl-derivative. Prepared by warming the substance with
acetic anhydride and fused sodium acetate on water bath for three
hours. Prisms from acetone. M.p. 173. Yield good. (Anal. Caled.
for C,,H,,O;N (385.44) : C, 68.55; H, 7.06 ; N, 8.63. Found : C, 68.28;
H, 7.02; N, 3.66.)

d, [-Thebainol

83 mgr. each of L-and D-thebainol was dissolved in methanol
and brought into crystallization by evaporation. Long prisms. M.p.
193> (from methanol or acetone). o= +0:
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