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Figure S1 | Mass spectra (MS', MS?, and MS) (A) and the proposed schematic of mass
fragmentation pathways of N-trans-p-coumaroylputrescine (compound 8) (B).

Figure S2 | Mass spectra (MS', MS?, and MS?) (A) and the proposed schematic of mass
fragmentation pathways of N', N*-dicaffeoylspermidine (compound 17) (B).

Figure S3 | Mass spectra (MS', MS?, and MS) (A) and the proposed schematic of mass
fragmentation pathways of N'-caffeoyl-N*-hydrocaffeoylspermidine (compound
15) (B).

Figure $4 | Mass spectra (MS', MS?, and MS®) (A) and the proposed schematic of mass
fragmentation pathways of N',N*-dicaffeoylspermidine (compound 13) (B).

Figure S5 | Mass spectra (MS', MS?, and MS) (A) and the proposed schematic of mass
fragmentation pathways of N'-hydrocaffeoyl-N*-caffeoylspermidine (compound
16) (B).

Table S1 | Calibration Curves, Linear Ranges, LODs, and LLOQs for the Ten Analytes

Table S2 | Validation Data of HPLC-UV Quantitative Method for the Ten Analytes
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Figure S1. Mass spectra (MSl, MS?, and MS® ) (A) and the proposed schematic of mass

fragmentation pathway of N-trans-p-coumaroylputrescine (compound 8) (B).
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Figure S2. Mass spectra (MS', MS?, and MS®) (A) and the proposed schematic of mass

fragmentation pathway of N' N -dicaffeoylspermidine (compound 17) (B).
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Figure S3. Mass spectra (MS', MS?, and MS?) (A) and the proposed schematic of mass

fragmentation pathway of N'-caffeoyl-N*-hydrocaffeoylspermidine (compound 15) (B).
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Figure S4. Mass spectra (MS', MS?, and MS?) (A) and the proposed schematic of mass

fragmentation pathway of N',N*-dicaffeoylspermidine (compound 13) (B).
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Figure S5. Mass spectra (MS', MS?, and MS?) (A) and the proposed schematic of mass

fragmentation pathway of N'-hydrocaffeoyl-N*-caffeoylspermidine (compound 16) (B).



Table S1. Calibration Curves, Linear Ranges, LODs, and LLOQs for the Ten Analytes

a . . correlation linear range LOD LLOQ
analyte calibration curve ) )
coefficient (R") (ug/mL) (ug/mL)  (ug/mL)
6 y=11768x - 755.3 0.9996 0.14-6.95 0.06 0.10
1 y=114775x - 13829  0.9995 2.06-103.24 0.03 0.10
12 y =10929x - 1467 0.9996 0.25-12.57 0.06 0.10
24 y=8125.6x -2038.5 0.9996 0.61 -30.48 0.14 0.27
25 y =13208x - 8083 0.9995 1.62-81.23 0.15 0.24
26 y=10227x - 1585.6  0.9996 0.38-9.58 0.09 0.22
32 y=12077x -4018.8  0.9996 0.75-37.67 0.19 0.30
33 y=12004x - 5795.6  0.9995 1.18-58.93 0.14 0.21
36 y=7400.8x - 519.39  0.9996 0.21-5.28 0.03 0.09
37 y=10009x - 153.81  0.9992 0.11-1.02 0.04 0.08

“ The notation for compounds refers to Figures 4 & 5.



Table S2. Validation Data of HPLC-UV Quantitative Method for the Ten Analytes

. precision (RSD, %) repeatability stability recovery (n=3, %)

analyte intra-day (n=6) inter-day (n=6) (RSD, %; n=6) (RSD, %; n=6) mean RSD
6 0.08 0.69 3.55 0.83 96.17 1.91
103.69 1.08

97.76 1.37

1 0.04 0.38 3.15 0.22 102.87 3.79
98.66 1.91

104.89 0.80

12 0.04 0.31 3.35 0.92 101.16 3.63
98.65 4.41

99.91 3.09

24 0.03 0.21 1.89 0.52 103.54 1.13
100.55 0.30

104.76 0.47

25 0.03 0.18 1.25 0.20 101.52 1.81
100.77 0.29

100.78 0.35

26 0.04 0.17 2.11 1.46 102.48 2.62
103.62 1.40

99.70 1.81

32 0.05 0.19 2.46 0.49 104.57 0.29
101.33 2.98

103.90 1.29

33 0.04 0.19 2.22 0.26 104.41 0.57
104.99 1.29

102.72 0.45

36 0.03 0.06 225 3.96 98.10 0.32
105.00 0.38

105.00 0.16

37 0.02 0.04 4.44 3.77 101.97 233
99.16 1.98

104.33 2.32

“The analytes in Table S2 are coded the same as those in Table S1.



