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ogoooad

<ACODIrv7iEES

RI OH H

AC (Ascochlorin, R : =0)

&5 W& R
5,7 § AC+LysOH NH,
N’\/\/,\cozﬂ 10
6,8 | ACHGlyOMe Ry e
g SNNCo Me
9 | AC+GlyOH SNCo
13 | AC+GIyNH, %N/\CONHz
16 | AC+NAcLysOH NHAC
%N'\/\J\CO;)H
31 | AC+4AlaNH, Ny~ CONHz
4] | AC+PheNH, ~Fh
SN CONH,
20
ogooooao
ooooao
<MACO Yy 7EE>
MAC (4-O-Methylascochlorin, R : =0)
&= &= R
10 [ MAC+GlyOMe NN"~COMe
11 | MACGiyNE, S ~conn, 30
12 MAC+Gly0H “‘*\m -—c0 oH
14 | MAC+NAcLysOH NHAS
%N H
20 { MAC+LysOH NH
%N,\N'\CDZH
25 | MAC+iAlaNH, \\\N /\/CONHZ
28 | MAC+Om NH;
?N\/\/LCOZH,
40 | MAC*PheNH, —
Sy ~C o NH,
42 | MAC+AlIaNH. H 40
+ :
? == ™~coNH,

gbooooao



Ooo00oao
<AS—60DYy 7

R OoH =

(24)

AS-6(4-O-Carboxymethylascochlorin, R

5 = R
17 | AS-6+ GyNH, SN“~GONH,
18 | AS-6 + GlyOMe '\I’\C%Me
19 | AS-6 +NAcLysOH NHAc
\N’\/\)\wzf‘l
30 { AS-6 +aAlaNH, Y N/\/CONHZ
oooooad
ooooao
<AFOvy 7iEE>
R OH
I
Me
! AF(Ascofuranon, R : =0)
Gl %5 R
15 | AF+GlyNH, SN CONH,
ogooooad
ogoood

R

<AcACOLy7RE>

CH

AcAC (Acetylascochlorin, R : =0)

'5 FE= R
2
26 [ AcACH GlyOMe | ~y~co e
2
37 | AcACHALNH; | S, ~_-CONH;
37 [ ACACHRALNE, | Sy~ CONM;
39 | AcAC+PheNH, P
SNNGONH,
44 | AcACHARNE, 5
SN CONH,
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<AcATFT®DOI v 7HES

GH

AcAF(Acetylascofuranon, R : =0)

&5 155 R
43 | AcAF+-AlaNH, T
SN NCONH,
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0
000000000 oooooooan
oooon
000000000 0000000000000 00000000000000000
000000000
ooooon
000000000 0000000000000 00000000000000000
000000000 0000000000000 00000
ooooon
ooooon

<FTEFATA2Zul VEOTEFZ—NA>

5] We
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(26)
Oooooao
&5 ACR& v v 7HHER BRARESH R TLC #EEE
6,8 1 AC GiyOMe 50%AcOEt/Hexane 0.33 One spot
10 MAC GlyOMe 50%AcOEt/Hexane 0.36 One spot
11 {MAC GlyNi, 5%MeQH/CHCl, | 0.53 | RFfk
13 AC GlyNH; 5%MeOH/CHCls 0.57 One spot
14 | MAC NAcLysOH 20%MeOB/CHCL, | 0.04 | (Y
15 ] AF GlyNH,  10%MeOR/CHC, 0.54 One spot
16 | AC NAcLysOH 20%MeOH/CHCl, 0.27 One spot
17 | AS-6 GlyNH, - 20%MeOH/CHCl, | 041 | One spot(EGN 7BA)
18 AS-6 GlyOMe 20%MeOH/CHCl, 0.57 One spot
22 diAcAC 30%AcOEVHexane 0.33 EriEElE spot H Y
23 | AcAC GlyNH, 10%MeOH/CHCI, 0.48 EMC LI sporH Y
25 | MAC AAlaNH; 10%Me0H/CHC, 0.42 | One spot
26 | AcAC GlyOMe 30%AcOEWHexane 0.22 EMC LS spot D
27 | AcAC SAlaNH, 10%MeOH/CHCly 0.42 | One spot
30 AS-6 AAlaNH, 30%MeOH/CHCL, 0.58 One spot
31 AC 4AlaNH, 10%MeOH/CHCl, 0.49 | One spot
32 diMeAcAC 30%AcOEt/Hexane 0.38 One spot
34 | AcAC 30%AcOEt/Hexane |- 0.46 FEHE One spot
35 diBtAcAC 30%AcOEtHexane 0.48° | One spot
36 . | AcAC 30%AcOEt/Hexane | 046 | One spot(i &)
37 | AcAC AAlaNH, 10%MeQH/CHCL | 042 | No.27 ORISR RE—FK
39 | AcAC PheNH, 10%McOH/CHCl, 0.39 124F One spot
40 | MAC PheNH, 10%MeCH/CHCl; | 0.36 | ¥Ei¥ One spot
41 | AC PheNH, 10%MeQH/CHCI, | 0.28 1EHE One spot
42 [ MAC AlaNH, 10%MeQH/CHCl, | 0.53 | One spot
43 | AeMAC 30%AcOEtvHexane 0.40 VEHE One spot
44 | AcAC AlaNH, 10%MeOH/CHCI, 0.62 One spot
45 diAcAF 30%AcOEvHexane 0.42 {ZHE One spot
46 | diEMAC 30%AcOEt/Hexane |  0.58 | One spot(#ER4k)
47 JiEtAcAF 20%AcOEYHexane 0.33 One spot
48 AcAF AlaNH, 10%MeQH/CHC), 0.58 One spot
49 diBuMAC 20%AcQOEV/Hexane 0.45 One spot
50 PGMAC 30%AcOEtv/Hexane 0.31 One spot
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BEEACE
EE | REACH cm’
AC 3384,2690,2026,2875,1704,1629,1457,1423,1374,1284 -
MAC 3422,2966,1715,1641,1600,1449,1399,1355,1286,1269,1249,1229.1108,1 003,972,790
AS-6 3447,2938,1738,1712,1638,1456,1431,1407,1364,1 308,1249,1228,1121,967,955,792,727,638 |
AF 3367,2574,2928,1739,1633,1420,1283,1246,1110,822,593
AcAC R
5 AcAC¥H cm?
22 | diAcAC 2973,2874,1779,1703,1450,1369,1299,1256,1169,1082
34 | AcAC 2973,1779,1711,1642,1411,1372,1294,1246,1193,1093,1008,970
36,37 | AcAC 3423,2970,1774,1712,1642,1375,1292,1248,1192,1092
43 | AMAC 2974,2873,1774,1700,1585,1369,1307,1176,1005,970,755
45 | diAcAF 2978,1755,1699,1589,1560,1369,1300,1187,1078,1000,878,755
AC Ty 7HE
&5 ACY o 7HE cm’
68 | AC+GlyOMe 3418,2871,1739,1709,1622,1437,1254,1208,1180,1111,969
13 | AC+GlyNH, 3439,2074,1698,1666,1606,1419,1252,1109,969

27) JP 4789618 B2 2011.10.12

16 | ACHNAcLysOH

3420,3385,2031,1705,1634,1252,1111,1016,970,908,755

31 | ACHiAlaNH, 3161,2972,1677,1627,1541,1445,1252,1112,569,756
41 | AC4+PheNH, 3422,2956,1710,1623,1543,1437,1375,1254,1171,1110,1013,970
MAC 3y 78
FE | MAC vy 7RE cm’

10 | MAC+GlyOMe

3445,2072,1749,1710,1625,1417,1252,1203,1108,101 6,970

MAC+GIyNH,

3423,2972,2936,1702,1620,1414,1251,1109,1012,570

14 | MAC+NAcLysOH

3384,3418,2034,1704,1633,1421,1249,1116,1020,730

MACHIAINH,

2571,1673,1623,1416,1250,1100,1012

MAC+PheNH,

3446,2936,1711,1621,1454,1414,1358,1250,1167,1108,1003,970,751,698

42 | MAC+AlaNH,

3346,3190,2574,2936,2873,1702,1615,1452,1414,1374,1251,1109,970,756

AS-6 Lo 7B
=& AS-6 Ly IR . em’ -
17 | AS-6 +GlyNH, 3419,2077,2930,2677,2605,2497,1702,1618,1475,1398,1316,1252,1114,1037
18 | AS-6+GlyOMe 3447,2956,1748,1708,1623,1419,1252, 1205, 1112
19 | AS-6 +NAcLysOH
30 | AS-6 HaAlaNH, 3407,2574,1672,1622,1418,1250,1115,1018,750
AF o 7HE
B AF Vv 7HE cm”
15 'AF+GI)-NH‘3_ 3445,3360,2074,2921,1750,1682,1646,1601,1434,1373,1308,1254,1165,1113,977,607
AAC o 7R ]
FE | AAAC Yy 7HE cmt
23 | AcACHGIyNH, 3346,2971,2873,1777,1703,1626,1422,1370,1291,1250,1200,1005
26 | AcAC+GlyOMe 2057,1753,1709,1628,1424,1372,1251,1200,1097,1014
27 | AcAC+HAlaNH, Y3425,2972,1776,1674,1628,1423,1371,1200,1095
39 | AcACHPheNH, 3442,2971,1777,1736,1711,1626,1454,1421,1371,1249,1198,1096,1010,970
44 | AcACHAlaNH, 3734,2974,1777,1704,1621,1421,1371,1250,1200,1089,970,788

AcAR o 7HEE

B

ACAF o T X

cm”?

48

AcAF+A1aNH,

3195,2978,2029,1754,1686,1621,1421,1372,1240,1195,1173,1113

AC ¥ acetal

&5

AC 3D acetal

cm’

32

diMeAcAC

3200,2972,1778,1711,1415,1371,1231,1200,1108,1055,968

35

diEtAcAC

3264,2975,1778,1712,1414,1371,1327,1231,1200,1101,1048,1003

46

diEtMAC

3289,2977,2933,1703,1608,1575,1449,1408,1388,1373,1326,1108,1065,1 053,979

47

diEtAcAF

2078,1752,1638,1373,1196,1050,998,752,664

- 49

diBuMAC

3303,2959,2872,1712,1605,1571,1454,1405,1328,1227,1107,970

50

PGMAC

3313,2972,2870,1710,1573,1456,1396,1331,1238,1110,987
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oooooao
ooooao
&5 B ACEE 2-QH Ar-CHO . 408
1] ac 12.68 10.12 637
1] MAC 12,51 10.23
17 | AS6 10.26 10.26
15 [ AF 12,67 10.12 6.43 Ef : ppm
EE AcACEE 2-0H Ar-CHO -OCOCH),
22 | diAcAC 10.25 233,232
34,36 [ AcAC 12.53 10.28 2.35
43| AcMAC 10.22 2.33
45 | diAcAF i0.24 2.34,2.33 ‘ B : ppm
Fos Y o 7 EE] ALCHEN- CH.CO- — T 0,CH
6 | AC GlyOMe 8.5¢ 435 3.7
10 | MAC | GlyOMe 8.67 438 377
18 | AS-6 | GlyOMe .58 4.35 3.76
26 | AcAC | GlyOMe 2.69 4.40 3.77,2.33 B ppm
EE Sy THRED Ar-CH=N- -CH,CO- -OCOCH;
11 [ MAC [ GlyNH, 871 4.33
13 [ac GIyNH, 8.63 4.30
15 [ AF GlyNH, 8.62 4.25
17 [ AS-6__ | GlyNH, 8.69 4.2
23 { AcAC | GlyNH, 8.73 4.34 2.35 BE4i7 ¢ ppm
oooooao
ogooooad
% | TvoBE3 ArCH-N- | -CANBAOCOM | =N-CH; | -NHCOCH,
14 | MAC | NAclysOH 8.47 4.30 3.46 - 2.35
16 [ AC NAcLysOH .29 4.7 345 2.31
19 | AS-6 | NAcLysOH 248 430 347 2.35 W47 ppm
BE Ly T4 Ar-CH=N- =NCH,CH,- | -CH,CONH, -0COCH,
25 | MAC [ aAlaNH, 8.60 1.89 2.60
27,37 | AcAC | SAlaNH, 8.71 3.01 2.61 2.33
30 | AS-6 | &AlaNH, 8.67 3.80 2.62
31 | AC 4A12NH, . 8.60 3.87 2.61 BT : ppm
5 Py THES Ar-CH=N- Phi - CH(Bn)CONH, | -OCOCH,
39 | AcAC | PheNH, 8.63 7.31 412 2.33
40 | MAC | PheNH, 8.63 7.31 4.10
41 I ac PheNH, 8.43 4.09 i BT : ppm
&S 7R Ar-CH=N- | -CH(Me)CONH, -CH(CH;)CONH, | -OCOCH,;
42 | MAC AlsNH, .72 4.0¢ 1.5
44 | AcAC AlaNH, 8.74 4.04 1.5 2.34
43 | AcAF AlaNH, 8.74 4.04 1.59 234 BEfY : ppm
EE AC D aceral-1 2-OH -CH(OMe), -CH(OCH), -OCOCH;
32 | diMe | AcAC 9.2] 5.65 341 2.32 BA i ppm .
B% | ACH®Dacetal2 | 2-0H | -CH(OEf), | -CH(OCH.CHi), | -OCOCH; | -CH(OCH,CHy»
35 [ diEt | AcAC 9.44 576 3.54 2.31 1.24
46 | diBt | MAC 9.32 5.76 4.65 1.24
47 | diEt | AcAF 9.40 5.6 3.64 231 1.94 BN ppm
FE | ACE®acetal-3 [ 2-0H -CH({OBu), ~CH(OCH-Pr), -CH{OC,H;-CHj);
49 { diBu | MAC 9.31 5.74 3.57 0.89 B : ppm
FE | ACHHD acetal-4 2-0H -CH(-OC;H0-) -CH({-OCH,CH,CH,0-)
50 | PG [MAC 2.82 3.81 430, 3.08 BT t ppm
ooooad
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gbobooooan

T OR,
RoN=C =
R
HaC “ORs
Cl
ke &= R, =N=Ry R, Ry

5,7 | AC+LysOH 31 NH; H H
\/‘:? ¢N\/\/’\002H

6.8 | AC+GlyOMe —~nl ’} SNScoMe -H -H

0 | AC+GlyOH . T I [N O,H -H H

10 | MAC+GlyOMe ~ I \NACOZM e -Me -H

11 | MAC+GIyNH, \ﬁ—\'@ \/\CONHz -Me -H

12 | MACYGLyOH ~Ei | Sv~com “Me H

14 | MAC+NAcLysOH EX NHAg -Me -H
\/\:-‘? \\N OzH

15 | AF+GIlyNH, \Aﬁl\{ko SN NCONHZ H H

b

16 | AC+NAcLysOH 1 NHAC -H -H
\/\? Sy COM

17 | AS-6 + GlyNHz ) H \/\CONHZ '-CH2C02H -H

18 | AS-6 + GlyOMe \4\'@ \ACOZM e -CH,COH | -H
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(30)

JP 4789618 B2

(&5 | BE R, =N-R, R, R
19 | AS-6 + NAcLysOH i NAAC | -CH,CO,H | -H
20 | MAC+LysOH P NH; -Me H

\/:? ¢N H
22 | diAcAC =i |=0 -Ac “Ac
23 | AcAC+ GlyNH, ~ = E E \ﬂ/\CONHg -Ac -H
25 | MAC+aAlaNH, P %N/\/CON Hy |-Me -H
26 | AcAC+ GlyOMe ~ o EL %N/\COZM e -Ac -H
27 | AcAC+HAIaNH, i ; N ~-CONHz [ -Ac H
28 | MAC+Om — =i | NH, | Me H
- ¢N\/\\/'\coz|-|
30 | AS-6 +aAlaNH, P Ny ~-CONHz [ -CH;COH [-H
31 | AC+&AlaNH; ——E ?; '%N/\/CONHZ -H -H
32 | diMeAcAC —_=:i |-OMe -OMe -Ac H
34 | AcAC P =0 -Ac -H
35 | iEtACAC i |-OEt—OEt Ac H
36,37 | AcAC —_=:: |=0 “Ac H
37 | AcAC+3AlaNH; P " Sy~CONF; [ -Ac H
39 | AcAC+PheNH, PR ~Ph -Ac -H
. SNNCONH,
40 | MAC+PheNH, P _Pn Me H
- SN NCONH,
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gbobooooan

il W5 Ry =N-Ry R R,
41 | AC+PheNH, 1 —Ph H H
* SN CONH,
42 | MAC+AlaNH, e E 1 = -Me -H
o SN CONH,
43 | AcMAC P =0 Me -H
44 1 AcAC+AlaNH, P H -Ac -H
R SNSconk;
45 | diAcAF P =0 -Ac -Ac
]
46 | IEMAC i |-OEt-OEt Me H
47 | diEtAcAF y -0OEt —0Et -Ac -H
. ol
48 | AcAF+AlaNH; | w5t : Ac H
SN NCONH,
49 | diBuMAC 5 E -OBu,~0Bu -Me -H
50 | PGMAC ’ PR -OCH,CH;CH;0- -Me -H
0ooooon
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oooo
F4. LEW—RLEOWRE

7 3 /{bEW
H & U TV | TV AF | TV |[TEFA |V
T AT TIF Vo
AC 9(trace) |6&7 (55%) 13 (80%) 16 (10%) |5&7 (K10%)
b&4-1 12(trace) |10 (81%) 11 (81%) 14 (80%) |20 (<10%)
{k&¥-2 17 (94%) [ 19 (10%)
AF 15 (23%) 10

FEAL(C YDNOEE : HERM»BEE LZINE

S : Gly0H=2"U 2, GlyOMe=2"Y 2>« AF LR F 0, GlyNH,=F D 07 X K|
NacLysOH= ¢ -N-7 & F -V %, LysQH=Y 27~

A=7z2azual v, {E&#-1=4-0-methylascochlorin, {L-&%¥-2=4-0-
carboxymethylascochlorin, AF=7Rx27% ) v

oooooo
Ooooano
#5. @I/~ hrS 70—  RIMEORER. MEMRR
&E [/ 1LaW BRGE RIE | TLCHUE 20
6,8 AC GlyOMe 50%Ac0Et/Hexane 0.33 One spot
10 MAC GlyOMe 50%AcOEt/Hexane 0. 36 One spot
11 MAC GIyNH, 5%MeOH/CHCI, 0.53 R B
13 AC GIyNH, 5%MeOH/CHCI, 0.57 One spot
14 MAC NAcLysOH 20%Me0H/CHC1, 0.04 4y fif
15 AF GlyNH, 10%Me0OH/CHCI, 0.54 One spot
16 AC NAcLysOH 20%MeQH/CHC1, 0.27 One spot
17 AS-6 | GIyNH, 20%Me0H/CHCI, 0.41 One spot (Ei;NiEA)
18 AS-6 | GlyOMe 20%MeOH/CHC1, 0.57 One spot
) Et,N: MU =x=sFnA7 I 30

5 . GlyQH=2Z"U 0| GlyOMe=Z D LY - AF AL AF N GlyNH=7 U 207 I .
NacLysOH=q@-N-TEF /10 >, LysOH=V ¥

AC=7RAaZnml) ., {k&¥-1=4-0-methylascochlorin, {k&4-2=4-0-
carboxymethylascochlorin, AF=7A=27%5 )

gbooooao
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#6. INR=NLFROFRABHI (c m™)

JP 4789618 B2 2011.10.12
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