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terised by the following '"H NMR bands, &y, 7 98s. 7 38s, 6 72s,
4 64s, 364m, 3 525 and methyl groups
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Abstract—Turraea nilotica has been found to yield a new protolimonoid, 24,25 epoxy-23-hydroxy-7-tirucallen-3-one,
which we name niloticin, together with two closely related compounds No limonoids were found.

INTRODUCTION

Turraea (Meliaceae, tribe Turraeeae) 1s a rather vanable
genus, contaming at the most recent delimitation [1]
some 60-70 species of shrubs and small trees in the
Indian Ocean area We have recently shown [2] that T
obtusifolia (seetion Euturraea) contains the complex lim-
onoid prieurianm, while 7 floribunda (section Rutaea)
contains simpler limonoids of the havanensin type It
would be nteresting to know whether this difference 1s
taxonomically significant or not; unfortunately although
Turraea species are widespread they are nowhere com-
mon, or at least are inconspicuous, and correspondingly
difficult to obtain We now report examunation of T
nilotica Kotschy et Peyr (also section Rutaea) collected
and supplied by the scientific staff of the Kruger Park

RESULTS AND DISCUSSION

Extraction of pulverized stem of 7' mlotica (wood and
bark) with petrol gave an extract which yielded one
major crystalline protolimonoid niloticin, and two minor
ones, one crystalline, one amorphous; but no lmonoids
The major product gave spectra suggesting that it was a
stereoisomer of 24,25-epoxy-23-hydroxy-7-tirucallene-3-

one 1 (=21 deoxy-mehianone) The spectra were 1n gen-
eral similar to those of melianone [3], showing the ep-
oxide carbons &. 68 4d and 59 8s and the charactenstic
H-24 epoxide doublet (Jy 2.67, J =8 1 Hz). However the
hemtacetal signals associated with C-21 in meltanone
were missing, and instead there was a secondary methyl
resonance (oy 096, J=6 Hz)

The presence of the epoxide was chemically confirmed
by methanolysts, giving a 24-hydroxy-25-methoxy dert-
vative 2, the position of the hydroxy-epoxide was chemi-
cally confirmed by periodate oxidation, which gave a
tetra-noraldehyde 3 This leaves the stereochemustry
undetermined. The most commonly occurring arrange-
ment 1s that of melianone, with the tirucallol 20xH and
the 23R-24R configuration However, both 24R and 24§
configurations have been identified [4, 5], we have no
evidence to show which s present m miloticin

The second product, also crystalline but 1solated n
small yield, was a dihydroniloticin The spectra were
similar to those of niloticin, but mstead of a ketonic
carbonyl, showed an extra secondary alcohol The
'H NMR spectrum (83 21, W, , = 14 4 Hz) showed dihy-
droniloticin to be an equatorial alcohol; 1t 1s therefore the
3/ alcohol 4 corresponding to the ketone niloticin 1t 1s
mteresting that protolimonoids, as for example turraean-
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thin, often have the 38 oxygenated configuration, wher-
eas so far limonoid 3- alcohols always have the a-config-
uration. It 1s possible this may have biosynthetic signifi-
cance.

The third compound, which. remained amorphous,
cantamned the elements of a. molecile of water i excess of
niloticin; and had lost the epoxide. Otherwise the
3CNMR spectrum was identical This compound 1s
therefore the triol 5 obtamed by hydrolysis of the oxide in
niloticin, (6. 74.9s, 74.2d instead of 59 8s, 68 4d)

EXPERIMENTAL

Extraction Turraea nilotica wood and bark (3 kg, supplied by
the scientific staff of the Kruger Park) was pulverized and
percolated with refluxing hexane The extract was partitioned
with 95% MeOH, the MeOH diluted to 50% and extracted with
CH,CL,. and the latter evaporated, vielding a gum. (54g)
Chromatography gave milonicin 1 as a crystalline solid (27 g),
m.p 149° [4123 —709° [Fonnd, m/z 456, C H 0. requres.
436 AC WA s, 14565, L1784, 6904, 6R 44, 59 8s, SR L4, 8224,
L L, 4RA4, 4775, 4355, 4071 R 4r 34.0¢, 3471, 3307 33 51,
31354, 28050,. 27 24,247,245, 24.21,.21. 64, 21. 44 1984 19 64,
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18 11,12 6q 6y 532(mH-7),357(mH-23),267(d,J =81 Hz, H-
24),132,132,1.12,105, 102, 100,096 (d, J=6 Hz) 081 (Me
groups)]

Dihydroniloticin 4 was also crystalline, mp 175°, obtained
small amount [Found, m/z 458, C;oH;,O5 requires 458 o,
145 65, 118 14,79 24,69 34,68 64,59 85,.5334,.51 25, 90. 75,49 04,
43 65, 4081390z, 37 35, 36,11, 3504, 34.0r,. 3391, 3364, 28 8¢,
27 74,27 24,2494, 240121 79,2004, 19 8¢, 181114754, 13 14
oy 5.26 (m H-7), 3.51 (m H-23), 321 (m W, , 144 Hz, H-3), 262
(d, J=81Hz, H-24), 130, 130, 095, 095, 091 (d, J=6), 084,
079,072]

The triol § remamed amorphous. [Found m/z 474; C,,H,;,0,
requires 474. 6¢ 217 Os, 145 7s, 117 84, 74 9s, 74 2d, 69 6d, 53 7d,
5224, 51.05,.483d, 47 8s,. 43 45,4031, 384134913485, 3391,
3373364, 2831, 2724, 272,26 19,2474, 24 41 _242q 21 9q,
21 59,18 8t,127q 6y 518 (m H-7),4 0 (m H-23), (3 35d, /=8 Hz,
H-24), 1, 25,125, 1.20, 1 12, 1.05, 096 (d, J =6 Hz), 095, 0 75]

Methanolysis of mlotictn Niloticin 1 (223 mg) was refluxed
with sulphuric acid (50 ml, 1 N 1n 50% MeOH) for 05 hr The
product 2 1solated with ether, was amorphous Acetylation gave
a crystalhne diacetate (149 mg) mp 174-175°. [Found m/z 572,
C;3sH 0O, requires 572 6 216 15, 170 1s, 168 4s, 145 65, 117 34,
76 1s, 750d, 69 6d, 53 5d, 52 1q, 51.0s, 49.4d, 48 3d, 47.6s, 43 4s,
38 2d, 38.0t, 34 8s, 34.71, 3381, 3371, 329, 27 6t, 27 2q, 24 4q,
242422 94, 2.7, 2.4, 21 14,2094, 2064, 18 29,1829, 12 64
ou 546 (m H-23), 535 (m H-7), 50 (d, J=2Hz, H-21), 320
(OMe), 2 16,205 (0Ac),117,1.16,1.11,105,099,098,096 (d, J
=6 Hz) 0.81 (Me)

Periodate oxidation of niloticin Sodium periodate (400 mg) in
water (1 5ml) and perchloric acid (70%, 1 drop was added to
nitoticin 1 (211 mg) i dioxan (20 ml), and left 1 hr The aldehyde
3 (129 mg), 1solated with ether did not crystalize [Found m/z
384, C,H,,0; required 384 ¢ 216 4s, 203 0d, 145 65, 118 0d,
§27d,.82.3d, 51 25, 50.84, 4844, 47 s, 43 65, 38.4r, 3505, 34.81,
3397,.335, 392,28 31,27 39,24 54,2432 2184, 21. 54, 19 64,
1815¢, 1279 6y 968 (m H-23), 524 (m H-7) methyl region
unresolved]
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