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Table.S1 The content of hesperidin in 15 batches of CER and CRP.

Sample Sample No. Origins hesperidin%
CER J1 Jinhua,Zhejiang 3.76
CER 2 Jinhua,Zhejiang 4.12
CER I3 Jinhua,Zhejiang 4.85
CER J4 Jinhua,Zhejiang 3.90
CER J5 Jinhua,Zhejiang 4.41
CER J6 Chengdu,Sichuan 3.44
CER J7 Chengdu,Sichuan 3.06
CER J8 Chengdu,Sichuan 3.78
CER J9 Chengdu,Sichuan 3.85
CER J10 Chengdu,Sichuan 3.38
CER J11 Xinhui,Guangdong 3.34
CER J12 Xinhui,Guangdong 3.97
CER J13 Xinhui,Guangdong 4.14
CER J14 Xinhui,Guangdong 4.88
CER J15 Xinhui,Guangdong 4.07
CRP Cl1 Linyi,Shandong 3.56
CRP C2 Linyi,Shandong 4.18
CRP C3 Linyi,Shandong 4.10
CRP C4 Linyi,Shandong 3.62
CRP C5 Linyi,Shandong 3.73
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Table.S2 The origins and batches of CER and CRP.

Sample No. Origins Samples
J1 Jinhua,Zhejiang Citri Exocarpium Rubrum
2 Jinhua,Zhejiang Citri Exocarpium Rubrum
I3 Jinhua,Zhejiang Citri Exocarpium Rubrum
J4 Jinhua,Zhejiang Citri Exocarpium Rubrum
J5 Jinhua,Zhejiang Citri Exocarpium Rubrum
J6 Chengdu,Sichuan Citri Exocarpium Rubrum
J7 Chengdu,Sichuan Citri Exocarpium Rubrum
J8 Chengdu,Sichuan Citri Exocarpium Rubrum
J9 Chengdu,Sichuan Citri Exocarpium Rubrum
J10 Chengdu,Sichuan Citri Exocarpium Rubrum
J11 Xinhui,Guangdong Citri Exocarpium Rubrum
J12 Xinhui,Guangdong Citri Exocarpium Rubrum
J13 Xinhui,Guangdong Citri Exocarpium Rubrum
J14 Xinhui,Guangdong Citri Exocarpium Rubrum
J15 Xinhui,Guangdong Citri Exocarpium Rubrum
C1 Linyi,Shandong Citri Reticulatae Pericarpium
C2 Linyi,Shandong Citri Reticulatae Pericarpium

C3 Linyi,Shandong Citri Reticulatae Pericarpium
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Table.S3 The content of 12 chemical markers in 6 unknown samples.

(mg/g)
Name Unknow Unknow Unknow Unknow Unknow Unknow
nl n2 n3 n4 ns né
Caffeoylquin
. i 0.24 0.66 0.31 0.64 0.68 0.29
ic acid A
Caffeoylqui
areoy!dii - sg 0.92 0.4 0.72 0.95 0.36
icacid B
Caffeoylqui
ateoyluit— 1 45 1.20 0.57 0.81 135 0.79
ic acid C
Caffeoylquin
. i 1.28 0.66 1.25 1.23 1.29 1.21
icacid D
Vicenin-2 0.46 0.84 0.51 0.52 0.65 0.49
Melitidin 0.11 0.25 0.09 0.12 0.23 0.11
Nobiletin 0.21 0.30 0.20 0.18 0.29 0.19
3,5,6,7,8,3°,4
i 0.24 0.37 0.23 0.24 0.39 0.23
heptemethox
yflavone
Natsudaidain 0.04 0.1 0.06 0.05 0.07 0.05
Narirutin 4°-
) 1.94 0.86 1.95 1.92 0.77 2.17
glucoside
Naringin 8.53 2.18 8.10 8.80 2.23 8.92

Hesperidin 6.58 3.94 6.35 6.72 5.23 6.73
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Fig.S1 The UV full-wavelength scanning of CER sample.

Channel name: High energy : Time 3.9843 +/- 0.0793 minutes
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Fig. S2 The fragments of caffeoylquinic acid A in negative ion mode.
Channel name: High energy : Time 5.0840 +/- 0.0793 minutes
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Fig. S3 The fragments of caffeoylquinic acid B in negative ion mode.



Channel name: High energy : Time 5.5267 +/- 0.0793 minutes
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Fig. S4 The fragments of caffeoylquinic acid C in negative ion mode.
Channel name: High energy : Time 63133 +/- 0.0793 minutes
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Fig. SS The fragments of caffeoylquinic acid D in negative ion mode.
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Fig. S6 The possible fragmentation pattern of nobiletin.
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Fig. S7 The possible fragmentation pattern of hesperidin.
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Fig. S8 The possible fragmentation pattern of luteolin-6, 8-di-C-glucoside.
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Fig.S9 The UV full-wavelength scanning of caffeoylquinic acid (A, B, C and D).
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Fig.S10 The UV full-wavelength scanning of chlorogenic acid.
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Fig. S11 The UV full-wavelength scanning of narirutin 4’-glucoside, naringin and

hesperidin.
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Fig. S12 The UV full-wavelength scanning of melitidin, nobiletin, natsudaidain and



3,5,6,7,8, 3, 4-heptemethoxyflavone.



Channel name: High energy : Time 3.7340 +/- 0.0793 minutes
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Fig. S13 The fragments of vanillic acid in negative ion mode.
Channel name: High energy : Time 7.8695 +/- 0.0793 minutes
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Fig. S14 The fragments of caffeic acid in negative ion mode.
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Fig. S15 The fragments of luteolin-6, 8-di-C-glucoside in positive ion mode.



Channel name: High energy : Time 10,0188 +/- 0.0793 minutes
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Fig. S16 The fragments of luteolin-6, 8-di-C-glucoside in negative ion mode.
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Fig. S17 The fragments of vicenin-2 in positive ion mode.
Channel name: High energy : Time 12.1339 +/- 0.0793 minutes
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Fig. S18 The fragments of vicenin-2 in negative ion mode.



Channel name: High energy : Time 13,3520 +/- 0.0920 minutes
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Fig. S19 The fragments of chrysoeriol-6, 8-di-C-glucoside in positive ion mode.
Channel name: High energy : Time 13.2349 +/- 0.0793 minutes
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Fig. S20 The fragments of chrysoeriol-6, 8-di-C-glucoside in negative ion mode.
Channel name: High energy : Time 14.2925 +/- 0.0920 minutes
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Fig. S21 The fragments of narirutin 4’-glucoside in positive ion mode.



Channel name: High energy : Time 14.2125 +/- 0.0793 minutes
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Fig. S22 The fragments of narirutin 4’-glucoside in negative ion mode.
Channel name: High energy : Time 14.7011 +/- 0.0920 minutes
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Fig. S23 The fragments of isoorientin in positive ion mode.
Channel name: High energy : Time 14.5622 +/- 0.0793 minutes
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Fig. S24 The fragments of isoorientin in negative ion mode.



Channel name: High energy : Time 15,1474 +/- 0.0920 minutes
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Fig. S25 The fragments of orientin in positive ion mode.
Channel name: High energy : Time 15.0106 +/- 0.0793 minutes
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Fig. S26 The fragments of orientin in negative ion mode.
Channel name: High energy : Time 17.8616 +/- 0.0920 minutes
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Fig. S27 The fragments of eriocitrin in positive ion mode.



Channel name: High energy : Time 17.7614 +/- 0.0793 minutes
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Fig. S28 The fragments of eriocitrin in negative ion mode.
Channel name: High energy : Time 18.0481 +/- 0.0920 minutes
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Fig. S29 The fragments of rutin in positive ion mode.
Channel name: High energy : Time 17.9263 +/- 0.0793 minutes
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Fig. S30 The fragments of rutin in negative ion mode.



Channel name: High energy : Time 18,7205 +/- 0.0920 minutes
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Fig. S31 The fragments of lonicerin in positive ion mode.
Channel name: High energy : Time 18.6182 +/- 0.0793 minutes
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Fig. S32 The fragments of lonicerin in negative ion mode.
Channel name: High energy : Time 19.4156 +/- 0.0920 minutes
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Fig. S33 The fragments of isolimonic acid in positive ion mode.



Channel name: High energy : Time 19,7095 +/- 0.0920 minutes
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Fig. S34 The fragments of deacetylnomilinic acid in positive ion mode.
Channel name: High energy : Time 21.1649 +/- 0.0920 minutes
1.58e7
1.5¢7 1
5 1 153.00650 oy ' K J:Jrl:’l
3 } -
P —
c
£ 5.6 147.03157 273.07256
P 19502110 Mass error: -3.2 mDa 41913120
L P Mass error: -2.5 mDa
oL 2 37708445 ¥ 581.18247
11003232 245.03985 |—274.07604 1;1-35.1261?
[ | 509.12658 | £55.18198
04 I.l..||.l...l|l|l ol Lo LI.LLIlLlI L ; ; i
50 100 150 200 250 300 350 400 450 500 550 600 650
Observed mass [m/z]
Fig. S35 The fragments of naringin in positive ion mode.
Channel name: High energy : Time 21.0535 +/- 0.0793 minutes
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Fig. S36 The fragments of naringin in negative ion mode.



Channel name: High energy : Time 22,2551 +/- 0.0914 minutes
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Fig. S37 The fragments of diosmin in positive ion mode.
Channel name: High energy : Time 22.2111 +/- 0.0793 minutes
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Fig. S38 The fragments of diosmin in negative ion mode.
Channel name: High energy : Time 23.1870 +/- 0.0920 minutes
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Fig. S39 The fragments of hesperidin in positive ion mode.



Channel name: High energy : Time 23,0734 +/- 0.0793 minutes
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Fig. S40 The fragments of hesperidin in negative ion mode.
Channel name: High energy : Time 24,9662 +/- 0.0914 minutes
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Fig. S41 The fragments of nomilin in positive ion mode.
Channel name: High energy : Time 264731 +/- 0.0920 minutes
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Fig. S42 The fragments of nomilinic acid in positive ion mode.



Channel name: High energy : Time 29,1440 +/- 0.0914 minutes
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Fig. S43 The fragments of poncirin in positive ion mode.
Channel name: High energy : Time 29.0947 +/- 0.0793 minutes
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Fig. S44 The fragments of poncirin in negative ion mode.
Channel name: High energy : Time 30.0720 +/- 0.0914 minutes
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Fig. S45 The fragments of citrusin Il in positive ion mode.



Channel name: High energy : Time 31,1533 +/- 0.0920 minutes
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Fig. S46 The fragments of melitidin in positive ion mode.
Channel name: High energy : Time 31.1210 +/- 0.0793 minutes
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Fig. S47 The fragments of melitidin in negative ion mode.
Channel name: High energy : Time 324418 +/- 0.0920 minutes
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Fig. S48 The fragments of citrusin I in positive ion mode.



Channel name: High energy : Time 32,5435 +/- 0.0920 minutes
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Fig. S49 The fragments of isosinensetin in positive ion mode.
Channel name: High energy : Time 32.8403 +/- 0.0920 minutes
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Fig. S50 The fragments of 3’-hydroxy- 5,6,7,8,4’- pentamethoxyflavanone in positive ion mode.

Channel name: High energy : Time 33.2507 +/- 0.0920 minutes
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Fig. S51 The fragments of 5, 7, 8, 3°, 4°, 5’-hexamethoxyflavone in positive ion mode.



Channel name: High energy : Time 33,7817 +/- 0.2761 minutes
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Fig. S52 The fragments of sinensetin in positive ion mode.
Channel name: High energy : Time 34.0059 +/- 0.0920 minutes
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Fig. S53 The fragments of monohydroxy- pentamethoxyflavanone in positive ion mode.

Channel name: High energy : Time 34.4977 +/- 0.2761 minutes

9.28e6
153.00662 313.06880
.n'.
7.5e6 ¥
& 5eb
2
a 285.07295
:ﬂé o — 18100474 Mass error: -2.8 mDa
2.5e6
284.06471 314.07257
178.98849 21106747 \(286.07682
\ ' 24205285 97004889 |y 327.08435 343.11540
107.03035 1 |J| | 299.00186
0 . r Ll |||||II ullly .:I|| L1 Dy |I||I|I ||I|I .:I.II .I i I|||||||I‘ ||I|| II
75 100 125 150 175 200 225 250 275 300 325 350

Observed mass [m/z]

Fig. S54 The fragments of 5, 6, 7, 4’-tetramethoxyflavone in positive ion mode.



Channel name: High energy : Time 34,7953 +/- 0.0920 minutes
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Fig. S55 The fragments of limonin in positive ion mode.
Channel name: High energy : Time 35.3213 +/- 0.2761 minutes
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Fig. S56 The fragments of nobiletin in positive ion mode.
Channel name: High energy : Time 35.8122 +/- 0.0920 minutes
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Fig. S57 The fragments of 5, 7, 8, 4’-tetramethoxyflavone in positive ion mode.



Channel name: High energy : Time 36.2042 +/- 0.2761 minutes
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Fig. S58 The fragments of 3, 5, 6, 7, 8, 3°, 4’-heptemethoxyflavone in positive ion mode.
Channel name: High energy : Time 36.8761 +/- 0.2761 minutes
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Fig. S59 The fragments of 5-hydroxy-3, 6, 7, 8, 3°, 4’-pentamethoxyflavanone in positive ion

mode.
Channel name: High energy : Time 37.2806 +/- 0.2761 minutes
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Fig. S60 The fragments of tangeritin in positive ion mode.



Channel name: High energy : Time 384580 +/- 0.0920 minutes
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Fig. S61 The fragments of hexamethoxyflavone in positive ion mode.
Channel name: High energy : Time 38.9823 +/- 0.0920 minutes
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Fig. S62 The fragments of 5-hydroxy- 6, 7, 8, 3°, 4’- pentamethoxyflavanone in positive ion

mode.
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Fig. S63 The fragments of monohydroxy- pentamethoxyflavanone in positive ion mode.



Channel name: High energy : Time 39,5849 +/- 0.0920 minutes
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Fig. S64 The fragments of natsudaidain in positive ion mode.

Channel name: High energy : Time 43.8692 +/- 0.0793 minutes
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Fig. S65 The fragments of linolic acid in negative ion mode.
Channel name: High energy : Time 44,4653 +/- 0.0793 minutes
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Fig. S66 The fragments of palmitic acid in negative ion mode.
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Fig. S67 The PCA score plot of 12 chemical markers in CER , CRP and unknown samples.
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Fig. S68 Heat map of 12 chemical markers in CER , CRP and unknown samples.



