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Table1—~3

prepLC
NMR

JEOL JINM-ECZ600 JEOL CH UltraCOOL
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native scale ) ppm
B-3) (LC
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0.2 mmol/20 mL
MeOH
600 nm LC/PDA
(LC Table 1)
Y1 Y2
MeOH
LC
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0.4 mmol 0.2 mg/mL
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0.6 mL 5mme NMR
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NMR
NMR H-gNMR 7
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BC-NMR = RG=56 scan=256
B-5)
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Table 3
prepLC Bl B2
Bl B2 Tablel
LC/IMS
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Bl B2 MeOH-d4 'H-NMR
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Fig. 1 Estimated reaction pathway of blue compound generation from genipin and benzylamine
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The LC profiles were recorded on LC conditions shown in Table 1. a) Reaction mixture (genipin :
benzylamine = 1 : 1). b) Fractionated solution of Y1. c¢) Fractionated solution of Y2.
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Fig. 8 Estimated segment structure of Bl
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Table 1 LC/MS conditions

LCAM S system

Colmn
Cobmn tem p.

Solent

Fbw rate

PDA scan

Capilbry vo ltage
Cone voltage
Source tem p.
Desolaton tem p.
Desolaton gas fbw
Cone gas fbw

lon m ode
M'S scan

W aters LC : Alliance 2695,PDA:2996 photodibde aray detector,

MS:Quattro m cro'"

Atente T3 (.1x 150 mm ,3pum ,W aters)
40

A:01%HCOOHAH,0 B:01%HCOOHMeOH
gradient:B 50% (0-3 m n) - 95% (15-25 m n)
02mLMAin

190-800 nm

30 KkV (Pos),2.5kV (Neg.)

20V (Pos.),30V (Neg.)

120

350

400 LAr

50 LAr

ESI

m/ 100-1000

Table 2 UPLC/TOF-MS conditions

LCAM S system

Column

Colmn tem p.
Solent

Fbw rate

PDA scan

Capilkry vo ltage
Cone voltage
Source tem p.
Desolatbn tem p.
Desolatbn gas fbw
Cone gas fbw

lon mode
M'S scan

WatersUPLC:ACQUITY H-CLASS,PDA:ACQUITY eA ,
TOF-MS:Xevo-G2QTof

ACQUIY UPLC BEH C18 (2.1x 50 mm ,1.7py m ,W aters)
40

A:01%HCOOHAH,0 B:01%HCOOHMeOH
gradient:B 50% (0O m n) - 95% (9-11 m n)
02mLAin

210-800 nm

05 40kv

10 100V

120

450

800 LAr

50 LAhr
ESI1(Resobtbn mode)
m/ 100-4000




Table 3 Prep LC conditions for compound Bl and B2

SHIMADZU :prom nence LC (LC-20AT ,SIL-20AC,CTO -20AC),PDA

LC system (SPD-M20A),FRACTION COLLECTOR (FRC -10A)
CobLmn AtbntsPrep T3 (10x 250 mm ,5u m ,W aters)
Cobmn temp. 40

A:0.1%HCOOHAH,0 B:0.1%HCOOHMeOH
Soblent _ _

Bocratc:B 66%
Fbw rate 25mLAn
PDA scan 190-800 nm (detect :600 nm)
Inpcton vom e 200 800 uL

Table 4 'H- and “C-NMR assignments of Bl

13 H
Position DEPT135 HMBC (H—C)
1 1341~ CH 914 brs 3,58, 7
3 1343 CH 854 brs 1,4,57,C=0
4 1176
9 140.8
6 120.2
i 139.7 CH 803 brs 5,6,8,9,10
8 1341~
9 134.2
10 1191 CH 7.2 brs '6,7,9
C=0 164.3 C
MeO 51.8 CH3 394 s C=0
1 135.0 C
2,6 128.0 CH
4' 129.2 CH 743-749 m 125354 ,:9516); T
31,57 1293 CH
7 62.8 CH2 569 brs 1,32

*overlapped signal



