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Structure of Pleoside from Pleopeltis thunbergiana

Hirosui Hikino, Cronacmi Konno, and TsunemaTsu TAKEMOTO
Pharmaceutical Institute, Tohoku University School of Medicine

- (Received September 5, 1968)

A new phenolic glycoside pleoside (I) was isolated frdm the whole plant of Pleopeltis
thunbevgiana.  Hydrolysis of 1 with dil. sulfuric acid gave glucose and a phenolic aglycone
(1I) which afforded a monomethyl ether (I1I) by treatment with diazomethane. II and
ITI were established, by spectral data, as 2,6-dihydroxy—4-methoxyacetophenone and 2-
hydroxy—4,6-methoxyacetophenone, respectively. The above evidence together with the
enzymatic hydrolysis and the molecular rotation of I indicate that I is 2,6-dihydroxy-4—
methoxyacetophenone 2—f-p-glucopyranoside.
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Chart 1

~ Pleoside (1) 12073 CisHyoOp T, FDHFIRBIL (IR) A= 27 b 4 s HKEREE (3510—3250), =/ 3k
(1’630) BICRVEVE (1590, 1500) % 302 Ebnd. X SHICHREE (NMR) R~ 27 F UTILT 25
AH T (2.87), ARFOAELE (3.66) IKEB Y S FAREDLRN, SHIEALE=AKET @ (4.0—4.5),
FRAENEAZFESLTCWE_YEVER EOKSE 2 M (6.30,6.69) © v 2+ A3@BdEND., 2OL5i I 3%
KEBEZZHL > T B 2 EDLEBEER TR EHE L, 1T & 2% P THEL 2 & & ARSI T,
Bk L IRBE RS S . BEAIEBIC X - T glucose TH B E xR L 7o, JERELR (1D) ¢ ﬁ“r" CyH,100,
T, TD IR A7 bUL TR L HIRELS LoKBEE (3000 £13T), =/ v (1643) R IOV ¥ v (1590,
1530) DRINA T, T/ NMR A7 PGk 7 o088 1A (2.80), # b agh 1@ (3.61), <v v
BREOKE2M 6.23) Xbyrrani@dbive. T IERESSRIENEBILTY =/ — AEOFENTE
BNIDT, DTV REVTCAFNMTHE, £ 2 2Fabfk (1) NESNA. T 1345 T8 CoHy0, Tl
B ZEINL e BEETH D, IR A2 b A0 b TR ERIKEREE LIREEE (3000 f137), =/ w3k (1620)

1) Location: Kite—4-bancho, Sendai.
2) T. Takemoto, Y. Hikino, T. Arai, C. Konno, S. Nebetani, H. Hikino, Chem. Phavm. Bull. (Tokyo), 16,
759 (1968).
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DEENBDLID. NMR A= MATIE7 £FA 3K 1 {H (258), # Mol 2 ([ (3.79, 3.81) = 15> 7
F, EHIEEGE A ZER LTV EYREDKE 2 B (5.91, 6.07) O 7+ ARBHLRE. &5
MERIN (UV) A7 bbb (Amax 224, 288, 325 my) & 2,4,6-trihydroxyacetophenone Fh®» L L BT
5. PAkdv5 111 i3 2-hydroxy—4,6-dimethoxyacetophenone »#i#aX 5. Lizad- T 11 i 2,6—dihydr0xy—
4-methoxyacetophenone 7 2,4-dihydroxy-6—methoxyacetophenone &\~ 35 Z Lt/ 28, RV EVERED 2
BOKFED I, 11T CRAEMTHSDORKI LT I TIEfiicRbhCnb 2 & E, 11T O 2 F ALRIEOERE
BDEDLD TR L7 Ems 111 2,6-dihydroxy-4-methoxyacetophenone rHiESh s, —oz & II ©
Bl (mp 139.5—141°) 233 TIRA K & 1 T\ % 2,6~dihydroxy—4-methoxyacetophenone DOFE (mp 136—
137°) iz—% L, 2,4-dihydroxy-6-methoxyacetophenone DL (mp 205—207°) F—F L 7s o & 5 b
Xha. b pleoside ZAE/KEEEE-Y ) v T7 wF A LT 5 & tetraacetate H3/EH h, F@ NMR =<z
PATA MU LD Y FF AR BETD L, B2 AL TN BV E VB ED 2 HADKED ~ 7+ 40
EBIRMOBZLLD, A b AEOF L MMITITE BRIKERDNT WD I EXHLNT Y, 1T 2% 2,6-
dihydroxy—4-methoxyacetophenone &% & & #fEiEC & .

D& pleoside [ p-glucosidase % &Yy cellulase THUKA I NS 2 & X 0 EBEGEBR L% ‘g'luéose
T B-RALTWDEELBRD. X5ic pleoside DHTHEEL —143° TH T, Zhiki& %1 arubutin
(hydroquinone f-p-glucopyranoside) D45FRENE —175°Y L L —FHT 5 2 L5 5, pleoside Frod glucose
X p RTC, B-pyranose THEES LT3 LEEINS.

B ED L 5 pleoside 13 2,6-dihydroxy-4-methoxyacetophenone 2-g-p-glucopyranoside L X
ns.

2 B o

Pleoside ¢ 55k 1967 4 10 RRKILETCHRE LI/ + > 7/ 7 Pleopeltis thunbergiana o5 o4
5 8.2kg ## MeOH v 6hr Fo 5 EMHHEL, =2 0.7kg #Bi. 20o=% 2Ky Iz, 3liter & L,
2liter © AcOEt THEFEDT 5 WMo 2RV, B AcOEt © 40hr HfHbi %7781y, AcOEt =+ 2 0.1
kg #Bi. thx 7135+ 07kg xHWs7e<t 27574~ L, AcOEt THEHLALEBES D SELHEE,
AcOEt-MeOH 2> b L C pleoside (1) o EEHIRG 12.6 g # 87z, mp 200—203°, [a]p —41.6° (c=3.2,
CyHN). Anal. Caled. CiyjH,004: C, 52.32; H, 5.86. Found: C, 52.64; H, 5.80. UV AE%my (log &): 224
(4.27), 285 (4.33), 324 (3.73). IR »33% cm~': 3510, 3460, 3370, 3250 (JKEe#L), 1630 (= /'*/g), 1590, 1500
(NvevE). NMR (C,D;N): 2.87 (3H s, CH;~CO-), 3.66 (3H s, CH;~0-), 4.0—4.5 (7TH m, H-CL(OH),
6.30, 6.69 (&% 1H d, /=2, arom. H). FeCl, T : %,

Pleoside OEEhNK 9 #2 Pleoside 500 mg & 29% H,SO, 6 ml %Ki} 4hr & L 4. KISESYIT
AcOEt T L, AcOEt J& kKB & icsidi-.

AcOEt BBz BEL, BEWI v » 7y bg #Alviksr< b2 57 4 —% Tk, AcOEt T+
ZESNLEREY B, Zhh AcOEt 2 bFHEE L ¢ 2,6-dihydroxy—4-methoxyacetophenone (II) o ¢FiR 5
170 mg % 7 7=. mp 139.5-—141°. UV iAZ0F mypy (log ¢): 227 (4.14), 286 (4.26), 326 (3.61). IR »E3 cm—1:
3000 f55 (KEEE), 1643 (=, vEE), 1590, 1530 (= v+ v ). NMR (C;H;N): 2.80 (3H s, CH,~CO-), 3.61
(3H s, CH,~0-), 6.23 (2H s, arom. H). FeCly KI : R . ‘

BOOKBIE7 « ~ ) v/RIEBETH o720 T, Ba (OH), THRIL, BHLAE. TADO R —S—z =}
757 4 — (HBEF#HK No. 51, n-BuOH-ACOH-H,0=4:1:5 TR, 72187 = VEETERE) 217785
L, RFO.14 (BE) iw Ay F kil (glucose: RF0.14 (1B)). % Eic X v osazone o< » T MeOH
2 HEEEE TS &, glucosazone, mp 210—212°, 2385 hie.

2,6-Dihydroxy-4-methoxyacetophenone M A FJL{k 2,6-Dihydroxy—-4-methoxyacetophenone (1I) 45 mg
Fr—FAFERBREOCT VA a2y L ERT3ABKEIES AcOEt 2 LELER LT, 2~-hydroxy-4,6—-dimethoxy-
acetophenone (II1) DEEEIRE 26 mg 2 &7, mp 76.5--78° UV AZE my (log €): 224 (4.16), 288 (4.29),
325 (3.63). IR »i3icm™: 3000 f37 OK@EE#E), 1620 (= 2 v #). NMR (CDCl,): 2.58 (3H s, CH,—CO-),

3) A.L Scott, “Interpretation of the Ultraviolet Spectra of Natural Products,” Pergamon Press, 1964,
p. 105.

4) E.H. Rodd, “Chemistry of Carbon Compounds,” III-A, Elsevier Publishing Company, 1954, p. 476.

5) BAAZERME, NMR 2= A Cofesty 7 MIHWEERD TMS 250 ppm ¢, HEEAEXK (J) it Hz
TEbLL. BF is=—EH#, d="FEHK, m=5FH.
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3.79, 3.81 (% 3H's, CH,~O-), 5.91, 6.07 (% 1H d, J=2, arom. H). MS m/e: 196 (M+), 181 (M+-CH,),
166 (M+-2CH,), 151 (M*+-3CH,), 138 (M*-2CH,~CO), 123 (M+-3CH,~CO), 110 (M+-2CH4~2CO), 95 (M+—
3CH,-2CO0), 43 (CH,CO"Y), 28 (3CO+). FeCly KIi : il fa.

Plecside O 7 FJLi{L Pleoside 60 mg % Ac,O 1ml, ¥y v 2ml /KB E Lhr m# L. E£RY
% AcOEt THiH, AcOEt #&3%k L, BYEWS MeOH T 3 HEE#H L LT pleoside tetraacetate o 4 & &}k
£ 50 mg % {E7. mp119—120°. Anal. Caled. CyyHyOyy: C, 53.90; H, 5.51. Found: C, 54.37; H, 5.31.
IR 5% cm~1: 3000 35 (KEEE), 1750, 1210 (7 & b % > A %), 1620 (= v#). NMR (CDCL): 2.02, 2.04,
2.08, 2.21 (% 3H s, CH,~CO-O-), 2.40 (3H s, CH,~CO-), 3.78 (3H s, CH,-0-), 3.90 (1H m, H-CLO-),
4.16, 4.22 (%d, J=2,3 (ABX B AB #MAHohko 4k, WHO 4 412 R 8K, SCH-CH, O-CO-CH,),
5.0—5.3 (4H m, H-C{O-CO-CH,, H-C¢37), 6.34, 6.54 (% 1H d, /=2, arom. H).

Pleoside DEEFEIMK DR Pleoside 3 mg % # 1 ml DK L, cellulase® 2mg #mz CERK 2 B
MEEH, #Bsrre~1t 574~ (va—5a B5F, AcOEt TR, BB TEE)%Fh5 & RF011 (B
), & Rf0.72 (@) & A Xy b #;WdD7 (pleoside: Rf 0.11; 2,6-dihydroxy—4-methoxyacetophenone: Rf
0.72).

BEE  ATERCEL~A, NMR 227 FARRELTHEHWEAERESRASHSE, 50K NMR 2~z b
N DOBE, TESFE L CEHW AR SRS RE LT,

6) Aspergillus niger 95187 % O T f-glucosidase % % < ¥s.
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