Sample

Al,0,. 200 g% 10
|
HA(1:1) (=) TOSPrOH.~ 2%NH,0H
A (=) (59.88 g)
M (=) Si0,. 500 g x 10
[ | | |
H-A(9:1) A A-M(1:1) M BONPrOH
(5.94 g)
+MeOH 200 mL, + 1 molNaOH40 mL
Reflax 2.5 hrs
$f1: INHCI 38 mL, AcOH 2mL
. 80% MeOH 150 mL
|
H 80% MeOH
: |
50% MeOH CHCI3 (4.14 g)
| |
C-M(99:1) C+M(9:1) C-M(1:1)
(1.254 g)
ODS-Q3 25x250 mm, 24K
[
710% MeOH B85% MeOH MeOH
(427 mg)
HW-40.~MeOH, 25 % 250 mm
30~80 min

5 5

Crude DTX1" 65 mg.~239 mg residue

Crude DTX1*M—#E 9 mg

HPLC (Cosmosil 5C18-ARII ¢ 10 X 250)

FEEh#8 : 75% CH3CN (0,05% AcOHALY)

HPLC (Capcellpak C8 UG120 ¢ 10 x250)

5 Eh48 : 755 MeOH(0.05% AcOHAY)

HPLC (Capcellpak C18 MG ¢ 10 x 250)

W4 . 85% CH,CN(0.05% AcOHAY)

HEHTL(CM-650 @ 10 % 10000 1/2FE4R)

W48 . 80% MeOH(30 min), MeOH(30 min)

DTX1(8.62 mg)

DTX1 78 % 6

BUH 1995 ERBERSTHAFBRAFYUE 224 kg DTXRNEE mgEH

BAS:

H:Hexane, A:Acetone. , C:Chloroform, M:Methanol, Si02:</1)h4 JLB0, AI203: FILE+ (GEEE)




OA / DTX1

Protection of -COOH
Br-Phe-OA / -DTX1
Palmitoyl chloride
Br-Phe-7-O-pal-OA / -DTX1

Zn [/ AcOH
Purification (C18)

7-O-pal-OA / -DTX1 (=DTX3)
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PTX1 @) @) @)
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PTX3 O @) (@)
PTX6 @) O [@)
YTX @) @) @)
homoYTX O @) @)
O 2>97%, O : Sr4ReF7E# oo B 025 1

il E T HEENS - 0A, PTX2
ELAFRRA S 308 MHOKPER IR - L2l X0 AFolfE/zBEe g, - DTX1, YTX, PTXI. PTX6
AREICIORY - ERL -BEMES, - PTX3, pal-0A, pal-DTXI, homoYTX, AZAl
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-LC : NANOSPACE (SHISEIDO)
Column; Capcellpak C1I8 MGII 2.0 X 100 mm(SHISEIDO) , Flow rate: 0.2mL / min
Mobile phase; A: 2mMHCOONH4+50mMHCOOH / H20
B:2mMHCOONH4+50mMHCOOH / MeCN:MeOH 2:8
*MS : FINNIGAN TSQ Quantum DISCOVERY (Thermo)
lon mode; ESI negative or positive
Capillary voltage: 4.0kV
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-LC : NANOSPACE (SHISEIDO)
Column; Capcellpak C18 MGII 2.0 x 100 mm(SHISEIDQ) , Flow rate; 0.2mL / min
Mobile phase; A: 2mMHCOONH4+50mMHCOOH / H20
B:2mMHCOONH4+50mMHCOOH / MeCN:MeOH 2:8
*MS : FINNIGAN TSQ Quantum DISCOVERY (Thermo)
lon mode; ESI negative or positive
Capillary voltage; 4.0kV
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1) REFFE(=3)

&4 BEREOMEHERE (RSDr¥)

(#g/mL) | OA | DTX1 | PTX6 | PTX2 | PTX1 | PTX3 | palOA | palDTX1 | YTX | 450HYTX | BTXB2 m‘ IIA; m;
0.005 71 4.3 .7 10.1 55 13.8 4.4 151 6.3 56 - - - -
0,01 2.5 1.5 2.8 10.9 73 6.7 2.8 51 5.5 25 5.9 7.1 29 8.5
0.02 2.7 2.6 1.6 4.7 29 103 2.8 5.0 2.3 5.0 2.0 10.4 9.2 7.9
0.05 4.7 3.5 39 3.0 1.7 7.9 4.0 7.6 1.8 2.0 54 6.0 34 49
0.1 4.7 0.0 3.5 7.2 55 4.3 3.2 8.4 4.1 34 35 38 39 3.0
J.J_-,'a a ?.D 0.0 58 4.7 54 37 4.6 78 6.2 36 31 11 2.0 1.2
* AZA1~3:0001 pg/g 0002 pg/g 0.0051g/g 001 e/g 002ue/g 2 DVTRHE
2) REHEF I H & (n=5)
OA | DTX1 | PTX6 | PTX2 | PTX1 | PTX3 | palOA | palDTX1 | YTX | 450HYTX | BTXB2 | AZA | AZA2 | AZA3
scallopl | 56 | 36 | 38 | 53 | 74 | 79 | 82 39 | 28 14 0.0 . . .
scallop 2 6.6 2.6 9.8 10.2 8.6 9.0 5.5 9.3 6.7 2.8 71 12 138 | 195
scallop 3 - 6.2 54 - - - - 111 16 4.9 0.0 - - 3
mussel 1 4.2 5.0 4.0 27 4.6 4.4 4.2 5.2 17 1.5 0.0 - - -
mussel 2 7.4 4.4 6.2 1.6 4.2 7.2 111 8.0 35 43 8.0 4.8 5.2 10.1
mussgid | 77 | 95 | 67 - . - | 31 - 5.0 . - 18 | 18 | 17

scallop 1; 0.05 u g spiked (BTXB2, AZAs|LER<)
mussel 1; 0.05 u g spiked (BTXB2, AZAsIZB&<)

scallop2; 0.02 u g spiked
mussel2; 002 i g spiked mussel3; raw sample

scallop3; raw sample




