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(1 )-Cycloaltilisin 7 #A( = )-Poinsettifolin B BI &R £ & X

meEe* B % BEER WK

(THERZFRR A FE G LR R F AR )1 750021)

I e 2

WE  Cycloaltilisin 7 j& NERMEWNH W (Artocarpus altilis) i ZE H 43 B3 H I — OB 5 DUG L B e, oA 41238 1%
K #1ily514; Poinsettifolin B W& NSRBI REMY) Dorstenia poinsettifolia 714785 H (—FHi & L2 R, Dor-
stenia poinsettifolia & 7 1% 2 BN ARG A ), T IR IRFE SR AT DU VR, XA R s th A v 7E
T LA ISR R SRR 2R FE D SOk, T ) Bl RN 5 VR S8 i T X PR AR = I 1 IR A . T di e &)
(145 ¥ #5451k HRMS, "H NMR #1 °C NMR il

RHEiE  cycloaltilisin 7; poinsettifolin B; THMi; /KA, A%

First Total Synthesis of (+)-Cycloaltilisin 7 and (=*)-Poinsettifolin B

Yang, Jinhui* Feng, Yao Chen, Bingbing
(Key Laboratory of Energy Sources and Chemical Engineering of Ningxia, Ningxia University, Yinchuan 750021)

Ma, Xiaoqin Xie, Yimin

Abstract Cycloaltilisin 7, isolated from the bud covers of Artocarpus altilis, is a new isoprenyl flavone and has the potential
cathepsin K inhibitory activity; while poinsettifolin B is another new geranyl chalcone isolated from the extract of Dorsetenia
poinsettifolia, an native cameroonian herb used for the treatment of yaws disease, infection, and other possible skin diseases.
Starting from the inexpensive hydroxyl acetophenones and hydroxyl benzaldehydes, the first total syntheses of these two
natural products are accomplished with simple and mild conditions. The structures of all new compounds are elucidated by

HRMS, 'H NMR and *C NMR spectra.

Keywords cycloaltilisin 7; poinsettifolin B; flavanoid; chalcone; total synthesis

BARA S W) AT BRI, L RAT
PraAb PUR . DU S5 2 2 A A g el 0, 7
TOUBT RG99 J7 T R A5 AR R &% Cyclo-
altilisin 7 J& MEBHEW) B (Artocarpus altilis) ) 5
o3 8 I — R D R e Y, A AR AR K
FEE T, R (Artocarpus  altilis) B HAT B f#
BIMEH, e E &S Ag E— 5 M AR & i &
ff) ¥ 97 . Poinsettifolin B 1h /& A 5% B} 5 5 )& 1 4
Dorstenia poinsettifolia W73 £t 11— Flog (1 7 - JE 2 /K
™). Dorstenia poinsettifolia 57 W& 3 B I AR Ak
(R AR, FHT BIAVAE w) s A0 G IRR YT, XA
7 R IR AR ETE DR, L, S IX SRR =) 1) 4 1k
HAT TR ISR L. FATREHE " BT el b
YT, SO T — SRR B S DA .

* E-mail: yang_jh@nxu.edu.cn

1 HR5UE

RIRT=W) 1~2 (G Sk 26 i Scheme 1 J7R. 2,4,6-
SRR ORI, E TR g Rl 4 h, 4y
AILL 35%F 59%I1I = 25 B Th AL 54 4 71 6,
b4 6 J 45 1k Dicromenochalcone(E 1)) 5% v ]
. FEIOE RN, BIFYRZ, WEY 4 5 BN AE,
MR K 4 Wiy, A 4 (77 AR R, SO N
(3G, A 47 R, (a6~ LT, nhg
WEY 4 E—D RNAREHEY) 6. LAY 4 RnFedk
ARHEAETEK K,COs INEATIZ5 AT Nl MOMCI (CH;0-
CH,CLIERE ORI IR, 403 LL 64%F1 85% ISR 4534k,
EW 5 8. tbEY) 5 M1 8 #E KOH, H,O-EtOH (V : V=
2 )MEH T 4G, 192185 /KE] 9 (65%). £X/k1T 9 B
Ji 7E I EE(MeOH) Y, 3 mol/L hIRVE I 414 Rt
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Cycloaltilisin 7 (1) Poinsettifolin B (2)
Bl 1 e 1~3 g

Figure 1 The structures of compounds 1~3

= AN
HO OH O OH
OH3O 4, 35% OH O
bl64%
OH OMOM
b = X
?%» O. OMOM
CHO CHO
7 8 SHO O
c
Dicromenochalcone 8 J 65%

OMOM

(z)-Poinsettifolin B (2)

Reagents and conditions: (a) Citral, pyridine, reflux; (b) anhydrous K,CO3, acetone, MOMCI, reflux; (c) KOH-H,O-EtOH, Ny; (d) MeOH, HCI,
reflux; (e) EtOH, anhydrous NaOAc, reflux; (f) isoprenyl bromide, KOH, H,O

Scheme 1

2002 http://sioc-journal.cn/ © 2014 Chinese Chemical Society & SIOC, CAS Chin. J. Org. Chem. 2014, 34, 2001~2006



Chinese Journal of Organic Chemistry

ARTICLE

CH,OCH; (MOM)fR#F3E, LU 52%[FCR A3 A /K 10,
RE 10 22 30k kUM, 8 L BE(EtOH)H, Bk
NaOAc IEH MR, LA 38%IIICH IR, 155 Hbrtk
“W1.

41 Scheme 2 fiT7R, HAsb &4 Cycloaltilisin 7 (1)1
B AT PRI 2. SR N % 50 A e, P 2 AR
i3k, HEA R HAMESY) Cycloaltilisin 7 (1). {H5Z46
gE R, 13BN A A PRI (K AR e i i
ZE). B A REE 30T, 7E 6 2.96 (dd, J=12.8, 16.0 Hz,
1H, H-3), 2.56 (dd, J=2.8, 16.4 Hz, 1H, H-3)i&4b, FI4R
i 6 3.18 (dd, J=13.0, 17.0 Hz, 1H, H-3), 2.76 (dd, J=
3.0, 17.0 Hz, 1H, H-3)%¥8 22 5 B 2, FRATIHEN 15 21 (1) 3
Zse B & 1 a4k 19, A28 10 G 2 A2
FEAT LR AN, BT LA AS B 2 R R A1, X
PR G DI PEARIE, A543 15, FRAT 1 FAS ) Ji I 7 b
ITHEZ AT 0 3, mA&AhE L V(R a) - (R T
fig)y=4: 1 5 &322 Btk &4 Cycloaltilisin 7
(DA 19, FLps s 5 SCEk 71— 2L

= N
o} OH
= N 5 MOMO O
o OH __, or
4 = X
OH O o) OMOM

19 —

(¥)-Cycloaltilisin 7 (1)
+
19

Scheme 2

2,4- " FRIEI AWAE KOH 7KW A5 SR FE R
YEFL, BL13%7= 545 8 8 C- 5 R Ak & 120, fk
B 12 IR BPEFR IR Y DL 89% MR AT B 54 13.
SEP AR A 15 F BT ORI i 7 v A
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HraA 15 7R R 5 WA 13 456, DL ST%IICE
BN AR 17, A& 17 ARG S 243 3 H A5 =4 2
(60%).

TEASE B, 28 T 0 ORI (1 B ) A B N R
SR OB, AP IARK, S I EHE RIS,
AFTF o388, F B E A R M BE T A7 X5, 0
K RORPTI A, S R R N R AR, B sE i, e
HIEAR, GRS YAET 5. Bk, — M AE R SR R
(Vweon = Vuar=35 * D, SOV A EIE 15 min 22
A1, H TLC BEIERER BNV, BIAT 75 240 ) 45 .

2 Hig

KLU 2,4,6- =FFEIK LW SRR, 2,4
TRIER M 3,4- AR JFURL, 40 2RItk
Wtk IR, RS R ISR TR
WAL S )L A T Cycloaltilisin 7 1 Poinsettifolin B
PAAN AR = (] 1), L Eidis 15 SOmkioE — 3

3 XBEH
31 NE5IRF

NMR ] Bruker AM-400 MHz BA%H4 4R 2
(TMS 2 PI45); 200~300 H K GFpsy FEE (7 S EAL T
JAEY BT A AR R A ] KQ-250DB A=
RO Ve RS HRMS ] Q-TOF JRit{X——7%! 5 Bruker
maXis UHR-TOF; {7341 4 514l
3.2 ZWAHE
32.1 6-TBRE-5,7- 2 B 2-(4-F -3 %,
M )= A~ 1-FK 5wkt (4) 69 A A,

I 10 mL B8, IALED 2,4,6-=F2HK L
(1.0 g, 5.95 mmol) A1 2.0 mL T HILRE, FF iR 5
TN 97% ¥ £ #5(0.906 mg, 5.95 mmol), 7 115 C[H]
TN 4 he SN S ks 2R Js ik ke, BT AR
IR EFE R VO g @ M(LIR LR =20 : 1l
JBEFR, HEREE T4 B AR B R 41 (630 mg,
2.09 mmol), Y& 35%. 'H NMR (CDCl;, 400 MHz) ¢:
13.78 (s, 1H, OH), 7.73 (s, 1H, OH), 6.61 (d, J=10.0 Hz,
1H, ArH), 5.94 (s, 1H, ArH), 5.39 (d, J=10.0 Hz, 1H,
ArH), 5.09~5.07 (m, 1H, CH,=), 2.68 (s, 3H, COCHa),
2.18~2.03 (m, 2H, CH,), 1.89~1.70 (m, 2H, CH,), 1.64,
1.55, 1.42 (each s, each 3H, CH;); *C NMR (CDCls, 100
MHz) §: 203.69, 165.55, 159.23, 157.75, 132.22, 123.77,
123.22, 117.18, 105.78, 102.15, 95.96, 81.05, 41.63, 33.18,
26.72,25.76,23.21, 17.73. HREIMS calcd for C;3H,,04Na
[M+Na]": 325.1410, found 325.1409.
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322 6-TBEA-7-BZI-5-F AT AL -2-F HK-2-(4-
F -3 R ) - = E-1- 3R e (5) 89 A Ak,

¥tk &) 4 (300 mg, 1.0 mmol)i T4 I Rl(10
mL) T, 8 ZEEFE R I G K 5 R B (165.6 mg, 1.2
mmol), 3 I FF 3L F LR (96 mg, 1.2 mmol), Jn#kali
40 min, AR ER, WUORZELER, FRDINKEAE,
LR BRI (25 mL X 3). A IEAH N, 2Kk, M
T EhKVE, TKBERA T8, WRZEZER], H vCa
fif) © V(LR LTE)=8 o 1 AL, FERAEZNT 77 15
WAOWIRY 5 (221.3 mg, 0.64 mmol), 7 64%. 'H
NMR (CDCls, 400 MHz) d: 13.68 (s, 1H, OH), 6.62 (d,
J=10.0 Hz, 1H, ArH), 6.18 (s, 1H, ArH), 5.39 (d, J=10.0
Hz, 1H, ArH), 5.19 (s, 2H, OCH,0), 5.09~5.07 (m, 1H,
CH,=), 3.46 (s, 3H, OCH3), 2.65 (s, 3H, COCHs), 2.18~
2.03 (m, 2H, CH,), 1.88~1.70 (m, 2H, CH,), 1.65, 1.56,
1.42 (each s, each 3H, CHj); BC NMR (CDCl;, 100 MHz)
J5: 203.18, 165.85, 158.33, 156.53, 131.95, 123.58, 123.35,
117.02, 106.26, 102.83, 94.61, 94.10, 80.62, 56.37, 41.43,
33.20, 26.53, 25.55, 23.01, 17.50. HREIMS calcd for
CaoH0sNa [M+Na]*: 369.1670, found 369.1659.
323 AT ERT ABILK T B(8)49 6%,

X FHVAR AR i (8) 2 FELSCHIR[ 1045
324 7-FA54-ZF AT ERIL-2-F HK-2-(4-F -
3R - = R-1- 3R Pt & AR ER(9) 896 A%,

¥ &4 5 (85 mg, 0.25 mmol) FIfL &4 8 (49.8 mg,
0.30 mmol)¥A T 4 QR ml)H, WHIF, =N Cm
AHEAE(700 mg, 12.5 mmol)-7K(0.8 mL)-Z (1.2 mL)
W AASRYE 0 CIRMN 1 h, ASRTEE Sl gkl
FEONV 24 he FROVIESPEIAUKKES, H 3 mol/L
(RIERER T pH & 3~4, LM ZHEQ0 mLX3)#H, &4
JEACE, AR EEN V) - (SR Ol =8 : 1
VEIEF, HEIRAT JZHT 73 B AR S kY 9 (78.6 mg,
0.16 mmol), “% 65%. 'H NMR (CDCl;, 400 MHz) o:
14.09 (s, 1H, OH), 8.00 (d, J=15.6 Hz, 1H, H-p), 7.76 (d,
J=15.6 Hz, 1H, H-a), 7.54 (d, J=8.8 Hz, 2H, ArH), 7.06
(d, J=8.8 Hz, 2H, ArH), 6.66 (d, J=10 Hz, 1H, ArH),
6.23 (s, 1H, ArH), 5.44 (d, J=10.4 Hz, 1H, ArH), 5.22 (s,
4H, OCH,0), 5.09~5.08 (m, 1H, CH,=), 3.49 (s, 6H,
OCH3), 2.19~2.05 (m, 2H, CH,), 1.87~1.75 (m, 2H,
CH,), 1.64, 1.50, 1.49 (each s, each 3H, CH3); °C NMR
(CDCls, 100 MHz) J: 193.04, 166.97, 159.09, 158.62,
156.21, 142.41, 132.30, 130.08, 129.47, 125.77, 123.76,
117.43, 116.64, 106.95, 103.39, 95.20, 94.42, 94.35, 80.71,
56.65, 56.29, 41.58, 26.85, 25.77, 23.14, 17.72. HRMS
caled for C,H3O-Na [M + Na] © 517.2197, found

2004 http://sioc-journal.cn/

© 2014 Chinese Chemical Society & SIOC, CAS

517.2197.
325 574"-=Z%K 0 FRO@-FARERI-RIGE)-=
A-1-FR 5 vbn & R EF(10)89 6 A

FE4 9 (132 mg, 0.27 mmol)¥ T (5 mL)H,
FRoe ARG N 3 mol/L #53(1 mL), N#A[EI3E 15 min,
AHIREEMN 3 mL K, L8R OERQ20 mLX3)AH, AL
A FEG MK TE, A Sk vk, TR Bimeh T4,
ohE, WAE, H O vCREE) @ (IR BE)=4 1 1 BN
A, FERCAE JE BT /3 B AR ARy 10 (56 mg, 0.14
mmol), 7% 52%. 'H NMR (CDCls;, 400 MHz) ¢: 14.41
(s, 1H, OH), 7.97 (d, J=15.6 Hz, 1H, H-p), 7.73 (d, J=
15.6 Hz, 1H, H-a), 7.47 (d, J=8.4 Hz, 2H, ArH), 6.86 (d,
J=8.4 Hz, 2H, ArH), 6.62 (d, J=10 Hz, 1H, ArH), 5.97
(s, 1H, ArH), 5.44 (d, J=10 Hz, 1H, ArH), 5.08~5.07 (m,
1H, CH,=), 2.19~2.05 (m, 2H, CH,), 1.87~1.75 (m, 2H,
CH,), 1.63, 1.52, 1.49 (each s, each 3H, CH;); *C NMR
(CDCl;, 100 MHz) &: 193.16, 166.41, 158.28, 157.86,
157.12, 142.90, 132.38, 130.48, 128.44, 125.07, 123.70,
117.11, 116.12, 106.46, 102.35, 95.81, 80.98, 41.56, 26.86,
25.81, 23.12, 17.73. HRMS calcd for CysH,sOsNa [M—+
Na]™ 429.1672, found 429.1672.

3.2.6 Cycloaltilisin 7 (1)#94- %

P B AL E9 10 (28 mg, 0.069 mmol)¥# T 3 mL
M, IMNTCKEERR94(113.2 mg, 1.38 mmol)HI 1 ¥
K, 780 C %NV 24 h, TLC BRELKGI, £5 MV 5e4s,
DERIK, R HEQR0 mLX3)ZE, &AM, &
JEACER, V(AR - (SRR TR =4 1 1 e,
FERCATE 2 M 7 B A 0 AR 1 (5 mg, 0.012 mmol), 7=
# 38%. "H NMR (Acetone-dg, 400 MHz) d: 5.49 (dd, J=
3.0, 13.0 Hz, 1H, H-2), 3.19 (dd, J=13.0, 17.0 Hz, 1H,
H-3), 2.76 (dd, J=3.0, 17.0 Hz, 1H, H-3), 5.89 (s, 1H,
H-6), 7.40 (d, J=8.4 Hz, 2H, H-2"), 6.90 (d, J=8.4 Hz,
2H, H-3"), 5.60 (d, J=10.4 Hz, 1H, H-3"), 6.54 (d, J=10.2
Hz, 1H, H-4"), 1.89~1.85, 1.72~1.64 (each m, each 1H,
H-1"), 2.10~2.05 (m, 2H, H-2"), 5.09~5.07 (m, 1H,
H-3"), 1.63, 1.55 (each s, each 3H, H-5" and 6™), 1.37 (s,
3H, H-2"Me), 12.27 (s, 1H, Cs-OH); *C NMR (Acetone-
ds, 100 MHz) §: 197.65, 164.73, 162.90, 158.76, 158.10,
132.18, 130.60, 129.01, 126.20, 124.73, 116.67, 116.18,
103.48, 102.35, 97.25, 81.37, 80.09, 43.25, 42.22, 27.34,
25.79, 23.32, 17.64. HRMS calcd for CpsH,sOsNa [M—+
Na]™ 429.1671, found 429.1672.

327 54"-=F AT A -2-F A 2-(4-F A3 KM
H )= R-1-3R FFelrdy FOBBR (18) 49 6 A%,
A0 18 2 JSCHR[ 10145 3. B EIPIRY). 'H NMR

Chin. J. Org. Chem. 2014, 34, 2001~2006



Chinese Journal of Organic Chemistry

ARTICLE

(CDCls, 400 MHz) 0: 7.37 (d, J=8.4 Hz, 2H, ArH), 7.07
(d, J=8.8 Hz, 2H, ArH), 6.60 (d, J=10 Hz, 1H, ArH),
6.27 (s, 1H, ArH), 5.47 (dd, J=10.4, 2.4 Hz, 1H, ArH),
5.33 (dd, J=13.2, 2.8 Hz, 1H, ArH), 5.19 (s, 4H, OCH,0),
5.12~5.05 (m, 1H, CH,=), 3.49 (s, 6H, OCH3), 2.99 (dd,
J=13.2,16.4 Hz, 1H, H-3), 2.72 (dd, J=2.8, 16.4 Hz, 1H,
H-3), 2.20~2.10 (m, 2H, CH,), 1.81~1.69 (m, 2H, CH,),
1.64, 1.60, 1.45 (each s, each 3H, CHj); BC NMR (CDCls,
100 MHz) o: 188.56, 163.23, 157.62, 157.30, 155.79,
132.04, 131.44, 127.44, 125.73, 124.03, 116.25, 116.14,
106.34, 105.43, 94.29, 94.20, 94.10, 79.69, 78.73, 56.29,
55.83, 45.62, 40.86, 40.66, 26.38, 26.03, 25.77, 22.38,
17.48.

328 54" 2-WHE2-(4-F A3 M) -=
- 1-F Froth i 3B ER (19) 496 A%,

WAEW19 S HSCHIR[ 114 B SRy, 'H NMR
(Acetone-dg, 400 MHz) o: 7.37 (d, J=8.8 Hz, 2H, ArH),
6.88 (d, J=8.8 Hz, 2H, ArH), 6.62 (d, /=10 Hz, 1H,
ArH), 6.02 (s, 1H, ArH), 5.53 (dd, J=10.0, 3.6 Hz, 1H,
ArH), 5.34 (dd, J=13.2, 2.8 Hz, 1H, ArH), 5.12~5.05 (m,
1H, CH,=), 2.96 (dd, J=12.8, 16.0 Hz, 1H, H-3), 2.56
(dd, J=2.8, 16.4 Hz, 1H, H-3), 2.30~2.10 (m, 2H, CH,),
1.80~1.69 (m, 2H, CH,), 1.65, 1.56, 1.38 (s, each 3H,
CH;); “C NMR (CDCl;, 100 MHz) J: 188.02, 164.39,
159.29, 158.56, 157.11, 131.89, 131.40, 128.90, 125.91,
125.25, 117.33, 116.14, 106.14, 104.64, 96.09, 80.04,
79.84, 46.47, 41.77, 41.56, 26.42, 26.13, 25.82, 23.15,
17.71.

32.9 24-—H K 3-F KA K TE(12)89 4 %,

2,4- R 3-S5 M BE R L (12) 2 IR SCHR[9] &
JK.

32,10 S-BFIL-8-F A -2-F K 2-(4-F A3 R M )~
A 1R ek (15) 696 AR,

O 3,4- " FR R HEE(1.0 g, 7.25 mmol) T 2.0 mL T
PRIMERE , Fr TR N 97% M BRI (1.1 g,
7.25 mmol), & 115 CHIGRN 4 h, HKEE, LR
BEAH(25 mL X 3). SIFANAEE G, HEM Vh
THEE) © V(LR OWR)=20 0 1 Ui, fERAE 270
B IR Y 15 (600 mg, 2.21 mmol), 7% 30%. 'H
NMR (CDCl;, 400 MHz) 6: 9.93 (s, 1H, CHO), 7.53 (d,
J=10.0 Hz, 1H, ArH), 7.25 (d, J=8.4 Hz, 1H, ArH), 6.91
(d, J=8.4 Hz, 1H, ArH), 5.77 (d, J=10.0 Hz, 1H, ArH),
5.09~5.05 (m, 1H, CH,=), 2.10~2.05 (m, 2H, CH,),
1.80~1.72 (m, 2H, CH,), 1.64, 1.55, 1.42 (each s, each
3H, CH,); *C NMR (CDCls, 100 MHz) §: 192.07, 149.61,

Chin. J. Org. Chem. 2014, 34, 2001~2006
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139.68, 132.52, 132.12, 128.88, 123.80, 123.53, 121.12,
119.34, 114.13, 79.59, 40.72, 26.13, 25.61, 22.70, 17.61.
HREIMS caled for Ci7Hy0; [M+H]" 273.1485, found
273.1487.

3211 5-BER-8-F AT AUR-2-F AR -2-(4- F K3,
M )~ = A-1-3R 5 ki@ (16) 69 6%,

5- T ik 8- PP AR FH ARk 2 R (4 R 3 IR
B~ A-1- 2RI (16) Z IR SCHR[9] A k. 3 ik
#). '"H NMR (CDCls, 400 MHz) d: 9.98 (s, 1H, CHO),
7.50 (d, J=10.4 Hz, 1H, ArH), 7.25 (d, J=8.4 Hz, 1H,
ArH), 7.10 (d, J=8.4 Hz, 1H, ArH), 5.79 (d, J=10.0 Hz,
1H, ArH), 5.26 (s, 2H, OCH,0), 5.09~5.05 (m, 1H,
CH,=), 3.49 (s, 3H, OCH3), 2.10~2.08 (m, 2H, CH,),
1.81~1.68 (m, 2H, CH,), 1.64, 1.54, 1.44 (each s, each
3H, CH,); *C NMR (CDCls, 100 MHz) d: 192.08, 150.27,
143.26, 132.89, 131.84, 127.73, 125.20, 123.75, 122.32,
119.17, 115.27, 94.81, 78.33, 56.29, 40.53, 25.94, 25.58,
22.59,17.53.

32,12 2-FAK-A4-F BT BIL-3-57 M AR TEA(13)
ERECDY

2-FRHE-4- AR A -3- e UG R R 2l (13) 2 1|
SCHR[91F K.

3213 2"-HFKA44-ZF AT BIL-3-F KM A3
§ -3 (7"- F 6" R ) = AR ek | & AR ER
(17) 8965,

FAib&Y 16 (250 mg, 0.79 mmol)FiL &) 13
(250.3 mg, 0.95 mmol)¥F T 4I5S mL)H, RE1E 0 C,
SEMSWIN 0 CEAMAN2.21 g 39.5 mmol)-7K(1.9 mL)-
LIE(2.6 mLYEH, A ARY R0 CRM 1h, HARTR
i, AREERY 24 h, B RVPMEIAVKKS, 3 mol/L
FERER AT pH & 3~4, H LR AFEA(25 mLX3),
B PUAH, ZKut, WA KT, KRR T4,
EE, W4n, F O vCaR RN - M GIR CHER)=8 1 AYER
A, FERAE ZE M B AR v AR Y 17 (251 mg, 0.45
mmol), 7% 57%. '"H NMR (CDCls;, 400 MHz) ¢: 13.49
(s, 1H, OH), 8.15 (d, J=15.2 Hz, 1H, H-p), 7.45 (d, J=
15.2 Hz, 1H, H-a), 7.74 (d, J=9.6 Hz, 1H, H-6"), 6.68 (d,
J=9.2 Hz, 1H, H-5'), 7.23 (d, J=8.8 Hz, 1H, H-6), 7.04
(d, J=8.8 Hz, 1H, H-5), 6.82 (d, J=10.4 Hz, 1H, H-1"),
5.78 (d, J=10.4 Hz, 1H, H-2"), 5.28 (s, 4H, OCH,0), 5.19
(t, J=7.2 Hz, 1H, H-2"), 5.08 (t, J=7.2 Hz, 1H, H-6"),
3.50, 3.49 (each s, each 3H, OCHj;), 3.46 (d, J=7.2 Hz,
2H, H-1"), 2.13~2.11 (m, 2H, H-5"), 1.81 (s, 3H, H-4"),
1.70 (dd, J=7, 11 Hz, 2H, H-4"), 1.69, 1.65, 1.56, 1.45
(each s, each 3H, H-5",9",8", 10"); *C NMR (CDCl;, 100

http://sioc-journal.cn/ 2005
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MHz) d: 192.24, 161.98, 160.70, 150.38, 143.28, 133.01,
131.93, 131.86, 129.94, 127.92, 125.21, 123.84, 122.38,
121.95, 119.27, 118.18, 11522, 114.76, 104.84, 94.82,
93.73, 78.41, 56.39, 56.26, 40.56, 26.02, 25.85, 25.70,
22.69, 21.86, 17.85, 17.64. HRMS calcd for Cs4H,,0-Na
[M+Na]™ 585.2813, found 585.2823
3.2.14 Poinsettifolin B (2)#94~ 5%,

BALAEY 17 (59 mg, 0.105 mmol)iw T H (S mL)
W, RRSE ARG 2218 N 3 mol/L #hR(1 mL), [RIvE
15 min, W EFIMN 3 mL /K, L8 LBEZEEL(20 mL X
3), FAHUHE I K. MR SRk Ve, oK miiR
B, LR, Wk4E, BRARYIA VR ME) C MR S
BiRy=4 : 1 APelis], rERAEEHT 7 2155 Gk ey 2
(30 mg, 0.063 mmol), *% 60%. 'H NMR (CDCl;, 400
MHz) d: 13.89 (s, 1H, OH), 8.14 (d, J=15.2 Hz, 1H, H-p),
7.44 (d, J=15.2 Hz, 1H, H-a), 7.72 (d, J=8.8 Hz, 1H,
H-6"), 6.43 (d, J=8.8 Hz, 1H, H-5"), 6.85 (d, J=8.0 Hz,
1H, H-5), 7.27 (d, J=8.0 Hz, 1H, H-6), 6.84 (d, J=10.4
Hz, 1H, H-1"), 5.76 (d, J=11.2 Hz, 1H, H-2"), 5.29 (t, J=
7.2 Hz, 1H, H-2"), 5.08 (t, J=7.2 Hz, 1H, H-6"), 3.46 (d,
J=17.2 Hz, 2H, H-1"), 2.12~2.05 (m, 2H, H-5"), 1.83 (s,
3H, H-4"), 1.74 (dd, J=7, 11 Hz, 2H, H-4"), 1.69, 1.66,
1.56, 1.43 (each s, each 3H, H-5",9"8"10"); *C NMR
(CDCls, 100 MHz) §: 192.03, 164.04, 161.71, 146.78,
140.23, 139.69, 135.95, 132.27, 131.52, 129.39, 123.76,
123.13, 121.38, 121.27, 119.91, 119.85, 119.09, 115.25,
114.25, 114.13, 107.93, 79.27, 40.78, 26.16, 26.00, 25.81,
22.89, 21.89, 18.10, 17.80. HRMS calcd for CsyH3,0sNa
[M+Na]™ 497.2297, found 497.2298.
32,15 ALa4 6 8946

&) 6 ZMOCHR[12]4 . 'H NMR (CDCl;, 400
MHz) §: 14.05 (s, 1H, OH), 6.65 (d, J=10 Hz, 1H, ArH),
6.62 (d, J=10 Hz, 1H, ArH), 5.39, 5.37 (d, J=10 Hz, 1H,
ArH), 5.10~5.07 (m, 2H, CH,=), 2.64 (s, 3H, COCH3),
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2.17~2.02 (m, 4H, 2CH,), 1.88~1.70 (m, 4H, 2CH,),
1.65, 1.55, 1.40 (each s, each 6H, CHj); BC NMR (CDCls,
100 MHz) ¢: 203.11, 160.58, 157.01, 155.28, 132.04,
131.79, 124.21, 123.91, 123.75, 123.31, 116.98, 116.66,
105.26, 101.96, 101.69, 81.01, 80.57, 41.67, 41.57, 33.32,
27.64, 27.04, 26.95, 26.82, 25.72, 23.16, 22.64, 17.64.
HRMS calcd for C,gH3¢0,Na [M+Na]" 459.2503, found
459.2506.
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