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d trom Tabernamontand

pachysiphon Stapf. var
cumminsii (Stapf) H. Huber

P. A. CROOKS AND . ROBINSON

Departmeni of Pharmacy, University of Manchester, Manchester M3 9PL, UK.

A chiorform extract of the residue, remaining after extraction of the
bases obtained from the leaves of T. pachysiphon var cunuminsii® with
ether, has been shown 6 contain the aikaloids conopharyngine, 20-
3&_,oﬁ_oo_._Oﬁ_x:.m:m:,_n and conopharyngine pseudo-indoxyl, and

two alkaloids of as yet unknown structure.

An cther-soluble extract obtained from the total basic component of tl
T. pachysiphon var cumminsii™ has previously been shown (o contain mainly conoph-
aryngine (I; R = H) (Thomas & Starmer, 1963; Crooks & Robinson, 1970a) with the
minor bascs w-o:é_lu-ﬁ[@é:i?@n_,_m_noun:,v__: indole (I1) (Crooks, Robinson &
Smiih, 1968), joily: 1970a) and apparicine (IV}{(Crooks

mine (11) Crocks & Robinson, |
& Robinson, 1970b).

The residue after removal of these bases has now been extracted with chioreform
and the extract chromatographed on a column of alumina. The init eluate
afforded conopharyngine; later elnates consisted of four minor compenents (A-1 w
A-4) which were separated by preparative thin layer chromatography. Tnsufiicient
of the first two components are currently avaitable for structural investigation.
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Mass measurement of the molecular ion of the third base, A-3.showed amolee
formula of CyHgoMNeOs (theoretical nife 414-215458; found m/e 414-215683). The
ultra violet, infrared and nmr spectra were identical with those reported for --
3&358:025.&:@2 (1; R = OH) (Cava, Watanabe & others, 1968) which has

# This plant has previously (Crooks & Robinson, 1970a,b; Crooks, Robinson & Smith, 19t
been referred to as Tabernamontana cumminsii.
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weted v groform (3 » 30 ml), ihc e
cxiracts d orated 1o leave o viscous dark-brown g
This gum was subjected Lo columa chiromt :.oE.,_EJh on alumina (Grade H)
as mo_%_;. This led o the efution of a veliow band which upon evaporation of the
solvent afforded a crystalline solid (4-3 g), m.p. 145°, which was shown to be identical
with z._o m:ﬁ:oﬂ conopharyngine (I; R = H) {m.p., mixed m.p., uliraviole,
infrared and mass specira) isolated previously (Crocks & Robinson, 1970a) Irom the
ether extraci. On gradually increasing Lhe polarity of the eluling solvent by using
cther-ethyl acetate mixiures, a diffuse yellow band was eluted which upon ev
of the solvent afforded a brown oil (35 mg).  This was subjected to preparative t
layer chromatography on alumina (Type E, Merck) using ether—ethyi acetate (3:1 v/v)
as solvent and ultraviolet irradiation for band detection.  Four fluorescent bands were
detected, extracted with methanol and the extracts evaporated to yield homogencous
basic products (see Table 1),

BRIrAclion was

poratio

Table 1. Thin layer chromatographic daia for alkaloids A-1 to A-4.

Alkaloid Colour of fluorescence Rr value Yield (mg)
A-1 Pale-blue 0-81 9-0»
A-2 Blue 075 300
A-3 Bright-green 063 4-5b
A-dd Pale-green 0-49 5e2¢

(a) Brown oil; (b) White amorphous solids; (¢) Yellow oil.

Jollyanine (1§1). Conopharyngine (04 g) in benzene (7 ml) was irradiated (3
with ultraviolet light (A = 230 nm) with o slow stream of oxvgen passed con-
tinuously through the solution. The resulting solution was diluted with ether (2 n
and placed on a column ol alumina (Grade H) which was then eluted using beo-
zene—ether (3: 1 v/v). The initial eluates gave conopharyngine (0-31 g) and subse-
quent eluates afforded jollvanine (50 mg), identified by comparison (m.p., mixed
m.o,, uliraviolet ..:& infrared speetra) with that obtained from patural sources
(Crooks & Robinson, 1270a).

ine pseudoindoxyl {¥V; R = CCH,). Jollyanime (12:9 mg) in freshl

Conopharyng
prepared methanolic sodium methoxide (3 ml) fan aliguot of a momc:o: prepared
by dissolving sodium {46 g) in dry methano! (550 mi)] was boiled under reflux for
15 min.  Waler (5 ml) was then added and the solution extracted with chloroform
(2 x 10 ml). The combined chloroform extracts were washed with water (2 X 7
ml), dried and evaporated to afford a yellow oil (118 mg). This was placed on an
alumina column (Grade H) using chloroform-benzene (1:1 v/v) as solvent
initially eluted unchanged jolfyanine (53 mg). Further elution afforded a yveliow
oil (61 mg) identical (uliraviolet, infra-red and mass spectra) with the naturally-
occurring conopharyngine pseudoindoxyl.
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