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me structure of sporidesti (C,SB20C1N306S2) (I). a metabolic product of 

the mmldPi~es cbartarum, has recently been determined both by chemical2 

a&X-ray3 methods. A second product sporidesmin B (11) from the sene mould 

wae also described2. This present commonication presents the results of the 

mass spectroscopic study of I and II fromwhich a structurehasbeen assigned 

to II. 

Both I and II are characterissd by very low volatility and extzwne thermal 

instability, especially when in oontact with surfaces of either metal or enamel 

inlet systesls of the IMss spectrometer. These difficulties were obviated 

and mass spectraobtainedbyinserting the compounds directly into the ion source 

and carefully heating them on the fringe of the ionizing electronbeam. If I 

or II were heated by this method a little above their critical temperature of 

volatilieation an intense peak at m/e 256 due to sulphur (S,') appeared, followed 

by a series of seven others at m/e 224 (S_,+), 192 (S6+) . . . . . . . 32 (S,+) and the 

peaks due to iorr i'ragnents of I or II gradually disappeared. The&encs 

in the spectra of the eulphur peaks was used as an indication of volatilie- 

ation of I 01 II without decomposition. 

'Part V. For Part IV, see J.S. Shannon, C.C. Maodonald and J.L. Courtney, 

Tetrahedmn Letters 4, 175 (1963). 

2 B. Hodges, J.B. Ronaldson, A. Taylor and E.P. vhi*, cham. k I& (Ia press). 

3 A. HeL. Iktbieson. Tetrahedron Let- 2, 81 (1965). 



802 Studies in mass spectrometry - V No.13 

‘Ihe -s s~.~tra of I and II each contained pairs of molecular peaka at 

m/e 475, 473 and at m/e 459, 45-l r.sp%ctively, and the ratios of the heights 

in each pair were equal to the isotopic abundance ratio C ?/Cl35 indicating the 

pre.eence of one chlorine atom4. Further, whendeuteriumcxidexas admitted 

into the ion source5 tea hMro@~ in I and one hydrogen in II were exchsngsd. 

Tbia result, when considezvd in conjunction with tba difference of eirteen in 

molecular weight between I and II, sogeeted that the latter contained one and 

the f0la.r tee mrylgm~pe. 

Both the apectraof I aad II bad q trongl4-64andmetaetable peak. co> 

responding to the single step loss of 64 WUJ~ wit. from the respective 

molecular ione due to the elidmatian of S2 of dieulpblde bridgee. 

The spectrum of I contained a strongpaircf paake &m/e 241, 243 of 

relative inteneityoonaistenteith the presence of cme chlorine atoramd* 

weak peak at m/e 232. In the epecti ti I-C.0'-d2 the penke at Ic/. 241, 243 

"Ora ntso1red into two pair.; the Iwre luteMe of theeexere .lllfwtoJ. 

242, 244 while the other pair rew&led attheirorigiMlvalues. Thepeakat 

m/e 232 .a~ shifted to de 233. Thue01.aTa&!eacrce.*cbyteodifferent 

rschan!iemaeae indicated; the firetoftlleee (Fig. 1) involvedahydro@a 

transfer from the secondary -1 -P and the ~*co~L¶ hT* 2) a hsamgar 

t-far imu, the tertiery hydnxyl group 011 to, in both i=-=e a -Wl 

osygea atom in ring D. M,,d.l,, shoved that both of these trsnsferr ~0z.e fwibb. 

Eleevier, Ameterdam 196% P.299. 

5 me mth,,dof prOanc~&d.~te&..d derivative. "in Situ" hsll b..m.a.d 

e,,ccps.rolljr eith a wide range of ccmpomnd~. See J.S. w, &!&& 

cba. 1% 265 (1962); J.L. Cocrtney and J.S. ==.W 9.m Lettea 

A, 13 (1963); J.5. shanuoa, C.G. Ilacdoneld, aad J.L. Ccurtmer. $&&B&&k 

B 4, 173 (1963). 
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FIG. 2. 
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inte~ate shown in brackets may originate from the methyl group (full 

aRows).. The most favourable alternative, namely transfer of the O-deuterium 

(dotted srrcws), would cause ionnation of ions 4s 242, 24) unless there was 

~~wdw?z=~arrangenen t throughout ths ~lecuLar ion prior to or d=iw the 

c-n bon1 cleavage. Theocourrsnoeofsucb Ft was oonsiderad unlikaly 

sinoe the ion of B/O 171, forred by borolytic rupture of ths C-H bond hOaction (d), 

FS&&lust wna of its dsutsrhm during or before its fomation, despite its 

having a higher apps-oe potential than the ions foz3wd in aantion (a). 
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Besides the -4 peeka already referred to. the mace spectM of II had 

other faatoree in CQPW with the speotrum of I wbioh ccnfinaed the close relatioz~ 

chip of II with I. For exmupla, the fclmer also contained a pair of peake at 

m/e 241, 243 and a peak at m/e 153 which ccrrasponded tc the peak at m/a 169 In 

the spectrum of I. The diffarence in tha values of the masses cf the two peaks 

lme equivalant to the extra b$drcxyl grollp in the mcleallar Ion of I. Beoauae 

of the pawence of ti peak at m/e 153 and the absence of a peak at m/e 216, 

c~~~~podiag to m/e 232 in the spectnm of I, the cparation of the eeocnd machan- 

iem for cleavage aorcee ring C (Fig. 2) 1811 indicated for II. CQnfilmatcrp 

evidence for this ma obtained from the spectrum of 11-C-d in which the peaks at 

m/e 241, 243 ware not shifted, rhereaa the peak at m/e 153 wae ehifted to a/e 154, 

entirely consistant with the raqm ts of the second nwhaniem (Fig. 3). 

There wae a minor peak at Je 168 and ale0 at m/e 240 in the spectnrm of I 

(and at m/e 170 aud m/e 240 ia the spectnop of I&$) due to ions of the fra&- 

ma&s which ware produced ae a neutral molecule and ae a free radical respectively 

In the raaoticna 111o&rated in Fig. 2. A oorreeponaing weak peak appeared at 

40 240 in the spectrum of II but none at e/e 152 ocrrespondFng to the peak at 

de 168 in the spectrum of I: the preeenoe of the edditicnal hydrcryl gxoup in I 

may have ocmtributed to the reacnauce stabiliaaticn of the ion due to this latter 

peak: for e=wle. 

The ratio of the inteneitiee of the peaks e/a 153 : m/e 241 wae eie 

nlficautly hi&or in the spectrm of IX than was the cormspndtag ratio 

m/e 169 : de 241 from the apectnu of I, which data ware ocoeietent with the 
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forrmtion from II of the ion m/B 241 by only one compwed with two routes 

with 1. Similarly the total abundance of the ion m/e 241 with respect to its 

molecular ion was greater with I than with II. Thus the lp8ss spectral data 

indicated not only that II was a de-oxy derivative of I, hut also that the 

hydrorpl group present in I and not in II was the secondary group attached to 

ring c. 

FIG. 3. 
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