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PathwYs9 Q Ci) the !Imctum 
cation r&&ala. Illi!3 more dctaikd inf- is dcriv- 
able from Schema l-10. ‘Ibe obsavatka of hydrogm 
transfer pmccws ia bdicatcd in SchemM l-10 by 
asteri&. 

nlcsc inv~ have provsd den&c 
identification of cammonfragm&tbyhighruwlu- 
rioll measnnmenta CunuKm fn@wt&a pathwxys 
whichcuddbcawcktcdwithrwQMabktra&iau 
wcrcal8oc&aildyi&otitkd.- 

nL?scrc8ultsarcsummuisedinsc~1-10&arc 
most pro&ably cuwidwd in terms of cumnan 
chvages (a-0. 

SpactMn of llamboMosc pcnto-~aotc (I). %a % 
trumshowstwomodeaofckavagehandjchuMuu& 
ofancn-r&cingdiwcbaWd&edfromtbc2&% 
&ucthyl--Dmannose residue P aQdtbe &lyxosc residue 
G.lEctwockav~handj~thccorrerpoadiss 
auilkcdtelrahydropyfyliumcatioM. 

wm of J&mbatrlosc (2) 4Jnd &e de?io&u 

mCthy~MUcUSCresidueEi8obN!dVUl.TlliSkadStOtlE 
conespond@ tctrahydropyrylium catiau (m/c 161,189 
or~5)whoacumqx+cnckarlylocatcsandida&k3 
the!3ub&itwltsassoctatedwithG#)andG31oftb 
4&ne.thyl-Mucusc~E 

Tbesamcckaqeahfndji&tiWinScbune1ae 
obwvabk for ilambetnose hwagcecrte (3) aml the 
mixtureofisomaicda&akbwisobtltyntepent& 
acetaW(6).Gnlyckav~hisobwvabkintqe~mws 

=-of- 
theisomgicIlsmbrtrioaeiWbOQ&SQ. 

AscxpccWckav~moftheLAyxoec~G 
withthckuofoneHatomi&o~byflam- 
batIb8Cbexaacstrte(3)ead%lMIKtW 

show an M-86 peak due to lo88 d a [CIi3CHOAcl 
EAlidUCa8Kl&WlWithC4andG48. 

spamof~~e~dbdaiwtiocs(bl4). 
In!khemc3,inadditbntotheckavxgcag,handj 
diWU&WdiDScbUW81aad~~vageaCaadk~alW 
dnwwd. Ckavage e givea fragwat ions (m/e 161,18!J, 
203,245cr287)whichpermittbei&otw&l 

thetcrm&l~-~aloserc&iucD.Ckavagck(m/e43a 
71)e4abli&eathcassociationaftbc~&lyxoac 
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R2- lA 
(W (J6) WI UN 
m/e m/e m/e We 

259 199 169 167 

259 199 139 157 

287 2a7 J67 185 

259 199 199 157 

259 199 139 ‘157 

269 199 199 157 

175 14s 111 

17s 14s 111 

a87 227 167 I#6 

259 199 lS9 157 

287 227 167 J8S 

269 199 189 IS7 
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OR 

m b P 
m/a m/e m/e 
233 363 562 

275 447 446 

kd+* -li.$l 

522 

tiVCS(scbezna9)llldlWd-spectn~With 
clmvagaa,b,c,d,f,jandk.Ragwationnam&tcd 
with tba dnal ckavagca [c+a awl [d+e] WCR also 
- 

bcmkamw ambate and it9 d&ativca (s&ml? 10). 
‘Lhemost&ortantmuBwaapmv&dbytbemam 
8pecmlof~uambateisobptyrateocta- 
ac&atc(sl;M=l774).cleav8gcegivc8tbccatkm(52; 
m/e 921) a$m&tcd with tin! lleqmcc +-EC-D. 
Qcav~fgivcatbe&(53;mJe619)~with 
tbe&?qwaceIw-H. 

lketwofragmmtiom(S2adS3)acunmtfaallthe 
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(*4) : Plamlnmyciu H 

(is) Pbmhmycln bm-acetate Ac 

(46) Dss+ohtyroyl flnmlnmycln H 

(47) : Dm-lsohnyrayl flambpmycb Ac 
bapta-weam 

R2= 8 b b* 

m/e m/e m/e 

COCHMe2 233 363 362 

c-2 275 447 

H 233 363 362 

AC 275 447 

[cm+/:’ 
129 

171 

129 

171 

d 

m/e 

503 

634 

[d +‘e] 
m/e 

143 

185 

143 

135 

Cleavqab’ - Ckava~bwithhroimehydroxenatom 
Ckavap P = Clewage f with pin d am h@rop atom 

1. 
m/e 
6371 

J k u+11 
m/e m/e m/e 
401 71 185 

401 71 185 

331 43 115 

373 43 157 



-- OR1 

R2 ’ R’. 

Cl 

R’- 
m/e 

k 

b* 
m/e 

d k 
m/e 

[f + 11 l 
m/e 

(48)’ Plamlmrekancoe flamlnm H H H 233 363 362 303 567. 331 351 

$49) Pkmbrurehnooe flamlnte 
‘-J-Y-m H H cOCHMB2 233 363 362 508 w 401 71 421 

(50) Flambeurehnoee flamlsm 
isobutyratehqxa-acetate AC H CCCHMe2 273 447 679’ 401 71 4i9 

(5 1) plameurehnoea flamlmm 
lsohtyrate acm-acemte AC AC cOCHMf12 273 u7 921 679 401 71 463 

Ck.ava(ia V = Clsovrp b with loss of me hydrogen atom 

CMagc T = Chvpp f With gain of cze hflrogem atom Cleavage [f +I]* - Cluvrp[f+l]withpfndomhgdrogsnamm 
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,Flamblc ecki Plamhteroaa lmbutyrate Eurekanlc ocw 

C~‘“#Zol I =31H34°19 Vl407 

I I 

4H;O 

Plamhmycin 

!idmw 11. 

T&~),andtbc~~clmva#eb(Schemcs9and 
10). 

(iiiHAh-OH.‘Ilisk-bythecoostitption 
of dsmbslactocle 09) and me&y1 ndmte (22). the 
asll&d1YCslliftstoG17in~ycinend 
ita &htivea (Part II, Table), ml by the me~~qectral 

hcxaadate (part II, T&k). 
(v) H-C,+ ‘IEia iaazatab~ by t+ iaoUa& f 

metbY1 z3w v 
se&ln4)aQdtbc~~cler~f(scbeme9). 

Thin evidence (iid) cxw the imdvemmt of c-15 
C18,G23,G3OmdG38intbcaebou&groaps. 
Tlmdoletle- C atom (Gl6 ad GS3) must 
bClhkdviaO&llUtotbe~rbrpositions 
hva4v@ C-20, C-24, GZ, C-46, G47 ad GS7. In 
--(~awlita&ivativaJ(1M1) 
itishmlycst&~tbatG16kl&kedtoC-2Sbym 
l?a&paup.~thcsl?cald-mIlrt 
hvolveetimalliu@ofGS3toG46G47aadG57. 

1970. WCgMdUllypckaowlsdee tiKiiutacstnhicbour 

Sue. 4 1736 (1%3); ‘K-Iieyna md D. Mks, Tm 
Lam 6061 (l!mI ‘J. Krfiaa. Jbu 3545 (mm: ‘w. w. 

(19es); A C D&a&T. Radfad, J. D. Hribai, S Hmcuim, 
M.Bkbm.c3.hwammdc.csmekY.I.Afn.c%m.suc. 

Ni&J.AnHbucs~374(l973). 
Szmake& Jbu 2& 710 (Km). 

am. !bc. 97.1962 (Em). 
“hKGa@y,S.Szm&w&O.ZSmaodV.M.Gih 
j8V&bhU,J.lB%S0C.~ccram.609(l976). 

“w.Heih&w.Icraex~w.D.o(lbuldCsmtth, 
Jf&CRh.AChl61,o#K)(l97@ 

%LBmbcs,w.A.wds!ahob 8DdKRk5Q&NUlWW 

-w-w =6(EcMsdbyK 
BomKa) pp. laMlO. UBitcd mado pm& IAOdom (l!&7); 
a=Abr7),52,203(1%B). 

%H.~&d&U# mcmmm r, 123 (I%@. 
DN.~.~ndaoa~.~.DsviiaS.Joa~r.w.D.olli,rd~.K 


