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Cassine was isolated together with casselsinc by Highet (3) from 

the leaven and trig* of Casaia excelea Schrad. -- The complete structure of 

caaaine (I) has recently been tstabliohed by Rice and Coke (4),. who also 

detelrined its absolute stereochemistry and by Highet and High& (5). We 

hare srslined the basic products obtained from the leaves,. bark and 

roots of the closely related Caasia carnaral Speg. and have isolated 

from the leaves four piperidine alkaloide, caaoinc (I) being the one 

present in largest uounte. We hare also studied some of the phyeical 

data of caesine which shored that the previously proposed structure (3) 

was incorrect, OH 

?3 CH N 
4=c 

R (1) 

H 
Y-I CH2>r~C -C t-I3 

Although the U.V. spectrum of cassine hydrochloride shored a very 

weak maximum at. 276 ye (3) which can be attributed to the carboayl 

chromophore, the o.r.d. curve for caseioe was plain and negative with a 

fairly steep descent belory 250 y in accordance with the absence of any 

ramification at the csrbon atom a to the carbonyl gronp (6). It is 

noteworthy that easeine, in spite of having two side chains of opposite 

configurations , presents an o.r.d. curve similar to thoee published for 

come monosubstituted piperidine alkaloids (7). In agreement with what, 

wao pointed out for D-coniine and 2-•ethylpiperidine, the steep descent 

of the dispersion curve of cassine can be associated with an absorption 

band located around 200 % that diosapears in the hydrochloride and 

hence can be attributed to a transition involving the lone-pair of 

electrona of the nitrogen atom (7). This is in accordance with the flat 
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o.r.d. carve of ermine kydroehlerido. 

The maea ape&rum of caeoino gave a n oleorlar ion rt m/o SST. The 

baae peak at m/e 114 ie the can am t&at obtaimed for carpalme sad 

carpusdiol (8) and cerreeponde to the eplittiq off of tke 10% 

aliphatis l ido chain. Tko fosmatiom of a relatively Intomao pork st I/O 

240 which ariece from leee of 57 rnam mfta (GQC@-tX8) pteeludeo the 

peeeiblllt~ of hari~ a ramification em the crrbom rtor a to the earbe- 

llJ1 group. 

On obeerving the pattern formed by eecondav peake it to eaey to 

l ee that theee are due to the formation of lone tkat aontaia eucceelre@ 

one metby group leee l e from m/o 240 to m/o 114. There ie ml~e a 

regular pattern of peake at 2 and 4 Y~B rnito looe then the above 

mentioned starting fro- the iono of maee PSO (famed by opening of the 

piperidine riag no deecribed for carpeudiol (8)), and 288 which arirea 

from lem of 61 aaem unite and may correepond to m preceee In Erich 

dehydration had eccorred with l imultaneoue cleavage of a bond a to the 

carboayl group with lore of an acetyl group. It lo noteworw that 

peak* of thie lrmt group are the -ore intense oneo in a 10 l .V. spectrum. 

H& cH2sH; H m/e 236 

n 

H3c --$f-(’ Hh- i! 
-cH3 

H 
q/e 238 
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caruvaline (m.p. 60.7-61.2) ia . DON piperidine alkaloid l imilsr 

to caaaine and was isolated from the basic extract@ of C, carnaval by 

ohrolatographr through a columu of silica gel. Itl l tructure (II) hae 

been dotezmiaed by l aaa l peotroexopy, n.m.r. and i.r. spectra. It uaa 

further confirmed by borohydride reduction of caarine (I) that gave a 

crystalline compound ubich uam l houn to be identical to carnaraline by 

i.r., n.m.r. and t.1.c. in different l olrent rpatema and by a l irilar 

identification of their oily wetaba. The abrolute configuration of the 

l econdarp side chain alcohol baa not yet been determined. 

OH 

HM (II) 

1135 

The i.r. of caraaraline shored no earbony absorption and an 
-1 

intense and axtremelp broad band at 8330 cm rhich on acetplation 
-1 

diasapeara rith appearance of tuo intonne carbonyl band6 at 1740 CI 
-1 

and 1069 cm 
-1 

and an neater band” at 1245 cm . The n.m.r. spectrum of 

caraaraline #bored two methyl doubleta centered at 6 = 1.10 (J = 5 eps) 

and at 6 = 1.19 (J = 5 cpa). The firaf one corresponds to a metbyl 

group attached to the piperidine ring aa in cansine - 6 = 1.10 (J = 6 

cpa) - and the l ocoad corrempondm to a methyl group a to a secondary 

alcoholic group ao in 2-octanol - 6 = 1.16 (J = 6 cpa). tbe intense 

peak corresponding to the aliphatic methylene groupo appearo at 6 = 1.28 

ae in caoaine. Two not cle~defined doublet8 are ohorn at approximately 

6 = 2.T (J r; 6 epa) and 6 = 2.92 (J P 6 cpm) which could be attributed 

to the n ethine protona of the piperidine nuclaua. The equatorial hydrogen 

of the hydroxylic carbon atom in the nucleus appeare so a broad singlet 

at 6 = 3.6 (6 = 3.65 in caeoine) and the hydrogen of the hydroxjlic 

aarbon of the side chain ia a broad multiplet centered at 6 = 3.82. On 

acetylation theme aignala are ahiftod to 6 = 4.25 and to 6 = 4.89 

reapectitelp, three poakm appear at 6 = 2.02, 2.07 and 2.12 correrponding 

to the methyl hydrogena of the three acetyl groupa and the fro methyl 

doubleta dimaapear under the pattern of the intenre aethylene absorption. 

The fragmentation pattern of the maoa l pectruu of caraaraline (II) ia 

fairly similar to that of caeaino (I) although the molecular ion io leo# 
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l bmmdmt thorn the Icl peak, rhick cu be attributed to the elimiaotien 

of the hydrogen atom Q to the l ide chain rlaebolic greup’to give s l kble 

oxerim ion at m/e 22g. A l imilm type of eleamge frrnimheo am l xemiru 

ion at YU 284 br leeo of L methyl group ad the l inltmeomo dehydrrtien 

of the eyelie bdreq1 group (eee abew oililmr preeeoe for omoine) 

Ieade to l peak at m/e 226. The peti at m/e 224 eomld be l eeigned to the 

eliriution of a fragment of ~8oe 42 (CE2-GE211*) and the oaee of I’wrer 

uwe etarting fro= pe&e at m/e 242, 226 and 100 my oerreopomd te theee 

already deoeribed for oaeoime l inee 

114 (0). 

again the bsoe 
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