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No. 22 (1977)

(2-3C)-, and (1, 2-'*C,) acetate, and demonstrated that griseofullvin is composed of two
types of disposition with respect to acetate units on ring A.”

In this congress, we shall present further *H and '*C nmr studies on griseofulvin
biosynthesis. In the *H nmr studies, it was demonstrated that (5 -2H)griseophennone B
(2) and (5" -*H)-4-normethyldehydrogriseofulvin (3) are transformed to (5'e-*H) griseofulvin.
These results regarding the 5 a—2H configuration coincide with the previous experiments® in
which (2-%?H;) acetate was used as a tracer.
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In the '3C nmr studies, first, the feeding experiments with 0.59% of diethyl (2-!3C)
-malonate and 0.5% of sodium acetate showed that all expected carbons are enriched with
unexpected 6’ -methyl carbon. The results in other feeding conditions will be also discussed.
And, *C-2H couplings were examined in order to elucidate the behavior of hydrogen in the
griseofulvin biosynthesis. Samples were (2’, 3'-?H)-and (5 a, 5’ 8-?H)-griseofulvin, (5’8~
2H)griseofulvin derived from (2-'*CJacetate-enriched griseofulvin, and (**C, 2H)-griseofu-
lvin derived from (2-'*C, 2-%H;)acetate.
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FIT, ATy (a) T 7> nFE8KE LT, BLIZTHE 1200 EiR
Er G718 onwT, dHHsEMOEERBRE 7 e~ 77740 —i2k ), B, BE,
B & A oBFRE L LI L T BRBFAREL, Stz nERPR A,
(FE) R, @: x> (a) T 7k, ZoOFHEMKT, ()7 -NHAC, 2)7.12
—di-OCOCH,, 3) 7-CH=NOH, (4) 7-NH,, (5) 7-CHO, (6) 7—CN, (7) 7—NO,, (9) 12—CH,,
(10) 7.12di-CH,, @) 7-Cl, (12 5.6di~CHs, (13) 7-Br, (5 7.12di-C¢Hs, #fth, 14 : <X (a, h)
TrbrIerE2/v, DAXYC CRYLBEIZLZFD 3, FEALL, ¥EIL, BET LK
CENRHR 7 oo b 77T 78301, R R ERIMRUDEER, i Il RIER 2 H vz,

S¥rE & < 203 “Permaphase” ODS (N1%2. lmm, £ X 1m), W#H» 7 2403 “Zipax” (H
2. 1mm, £X1m) 2B, HEHEIZ4E~TX @D £ & /— - K, & T LEI1F 50~110kg/
cm?, # 7 LiBEIZEIRE~60C D&Mz o THRETL 72,

(EBFHER) I ULOICERMRET 2 L BHEME S 7 4R, RERCEBEROME L
TR, B, BELBEBEONEEOMICERBEFE, E LN, F/2, 2F/—LBE
EEWITEEREEMAES Y, Fig LcmTBE» S o, cnsoR+% L 212l T,
—ED BB IC BT &M A RETL, FEH [ T0kg/cm?, B 1 60°C, ¥ I 57.5% 2 5
=, DEETTRAGEELIBLN (Fig 2), #E— 7 OEHBHOE#HREIZIZTIZ3%

(n=5)UTTh-o7. B, 77 x> FEICLLETEBIOWTRET L2 &2 5, 45-75%
28 /=) (1%/min) OEEEMHT, S8 —Mm L, BEHEMZ307UNICEET S Z &
DTE, 8512, BEXST5% 28 /7 —WOFEGTTERL2RA UV ERHES L L 726,
+¥ ng LRk L NEHEEHE (N7 (a) T P T7xy) tnbe—7ERoMic BRw
HEARBIRA TSR L L2,

column temp : 60C
mobile phase : 57.5% MeOH
column pressure : 70kg/cnr

15

0 20 40 60
Fig. 2 Elution time (min)
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Fig. 1 Plot of logarithm elution time against MeOH in H:0 as
mobile phase.
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(BiY) ®i (HAGFLFEREBEL) 0B W, PABRMSBREEFERILKENS &, <
> (a) 7o F7+xr (BA) HoUVHEESRZHW . GHEEAK 7 o~ 757 4— (HP
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HE2HWHPLC 2R AR,

(58] kL, LT I26LicBRE* AT 5 BAFEKTEEEL AW, #EIT,
BET 2 REERAR 7 o= 77 78308, R, BARBOLER RUBESKIT W
27 FruE=% RF—510LC, F#AIZ, ODSHL¥EEARALNERH, i, 30
~50%ERHNT £ ~ =k Y IL—KkFR, H 7 LESIZ, 50~100kg/cm?, A T LIREIX, FEiE~60
"C D&Mz TR ZITE - 72,

(RER - £2) FEHMER C40% 7 =) —K, # 7 LIBE 1 60°C, &7 LHES: T0kg/
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