
PIPERMETHYSTINE, A NOVEL PYRIDONFi ALKALOID 
FROM PlpER lbfmHYmcuM 
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(0.002%) * md N+awboxy~ 
@.t3l2%)wefcidatairadi&a~frocPa~ 
ex~‘Howcva,arcpcwtthttbea-pynwswiUgive 
~&e”~“~*Dnpcn- 
dord’SR%gClltSlQ#&Sth&tbCl?Utk?fC0blU~ 
may have been mu&in& In the pfesabt work we 
feparttheisoummdrtructmrldccnmiartioadtbc 
oovcl am& ahbid, pipmetbystinc (11, a m&r 
cowthat (0.17%) d * kavcs d Piper mcrliydcwm. 

PruhlycohtaIkave3dP.me!hysficnmwcrcQial 
md extractal with ethyl Xetatc. PIXth&m d the 
extrw by Uc ykJda.l pipem&ysthc (1) as aa ail, 
hwgcaaws by tk and gic, u wdl a~ a saim d 
a-pynmcs~1wu~ancduptp~yoo 
ahmhand&owuI~dtkoofreshly 
activatai ahunk It wan aho pcscnt aa a minor 
canpowotilltbefoouaedstcmso11gkaaalysis. 

IkMSdlcxmtainaiamokcuhriooatmlrZ87, 
C&YNO+ and a strong fragment ioa at de 227, 
C,.H,JNoI, wwim tbc prrreoct d M -XY~ 
gNIUp.IheIRSpCCtWldl-~at~, 
303s (AA-), I740 (CIO ater), In0 and Ml 00 aatidc) 
sod l6.w (0 cm-‘. 

~uVspecbum,A, 210, 243am, inrlicated the 
pxaenceofacxxkjugataisystan.TbcPMRspa%um 
wasuncbgcdmthcrdditiaadDzOmdctm~ 
signalsforanacetylgroup(82&3H,s)andmarana- 
tic rin2 (8 7.2, SH, bs). A saks d caqkd rirprlr wae 
~dto& pvridonc rim C-m (8 6.5 4 JM- 

hukncdbyhnnprW,C4H 
(8 6.84, ddd, AA - IO, A_, - S, A,. - 1 Hx), C-SH (8 S.42, 
q,/u~/,r=sHz),Cd~(ABsyctem83~dd/~~ 
1s. I,*=SHx Md 4.3% ddd JAB-IS, J,*=S, J4..4- 
lHx).nlcchcmicalshiftsMdc.oup&smnrimihrto 
those of C-W (8 621, d, l,., - 10 Hx), C-3H (8 7.06, &i, 
I2.J = IO. J,c = s3 Hz), and c4H (8 s33, dd &4 - s5, 
I’., = 3 Hz) in the acctyl-8-kctanc, aspcltiec (2)’ and to 

tksig4dart366rad432ppmcdbpedtotaAB 
qwte!(J~-IsIiz)mdtilcl@latcmpplncdl8p 
redtoadodW(~-IOHz).lmdi@a8t130pgm 
~-$~ap+~d~~~ 

m aa izB2 z were a&cd to C-8Hz (8 3.01, 
x&!tUy bro&&) rad C-9Hz (8 3.38), sinilw to the 
XHXHrsYstcalin3-pheayfprogmoicrid0280, 
4H, && muhbkt). Tbc hwwc wuptiue between 
C4HaedoaedtkeCbpr&oos~thnttbcnctwo 
pro&aSafeinac4qbauW-amQunh. 

Anattcnpttocoathtbcrrhtioaship,betwstatbe 
~+uwo+ShiftRspntmrunnrauiuln 

mctmdlwtbt&rcageatwasnoa-@iDd 
tbCfCwatoOC~~~iaCoIUCtShiftS. 

-ncCMRspwnlm(hbkI)wasiaagralwtwitb 
tkpropaalrbucanr. h CootAbed sigh for three 
carbooyl groupc at 163.a 169.9 and 17X3- ul aaztyi 
metbylatzluppt&(q)andaooxygawalmeuliwc-s 
at 63.4 (d) ppm. The C-8 (40 9, t) and C-9 (X.9 ppm, t) 

cormpoaded to c-6 (4S.1 ppm, 1) iad 
tbaewasagmupdokhicmdamuaticartmaigmls 
betweal 125.1 md 140.9ppIn. 

Hydmgahoo d 1 over Pd/C gave the dihybro- 
deriv&tive48s(moiLltKuvspccmlmulotaillcdoaty 
tbearam#icbu1dat213nm.lkIR~pectnwcoatrined 
banfh at 1710 sod 189ocm-’ for the c&r rad amkk 
gJUUpSbUtbckUitbCol&khdrtl63OCm-’pS& 
intbcrpectnrmd1.lbcPMRspwtrumcoat&dtbc 
signals for tk acctyi (8 2.03 s) aBd aroawic &Mups (8 
733s).neC-SHsigaxlrpOeuedat8s.2Smandno 
ok5nicignalswcrcpfcsclltnle~protoas 
were present as a campkx saks of muhipkts 3.7- 
1.9ppal. 

cbS!w!iugforsoaEmontbsatrooaltempartmt1 
putidydacaaporadto~eamixtrnrof~, 
utkhcouldbeKpentsdoatlcm~gd.If1was 
c~bytkoaactivatedahuhaaximilu 
deqrdrdoaoaafr&.nctwopriepalpro&ctslwcfc 
ivrktrAaadidalthdas+gkny@opaa&rid8ndthc 
dibydropyIidoee s, IlLp. nO-131.5 c,H&oJ. Ttlc uv 
rpecbrmrd5,L.. m, UI nm (loge 4.10, 3.M) was 
~i&hr to that d S,6&ihyQo-2(lHj-pyridoncridoae. A, 204. 
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