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W XIC of -MRM (19 pairs}. 179.000/135.000 Da ID: Caffrom Sample 42 (S1) 0f 201704224 .wiff (Turbo SpraylonDrive)
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W XIC of -MRM (19 pairs} 223.000/148.900 Da ID: Sin from Sample 42 (S1) of 20170422-M.wiff (T urbo Spray lonDrive)
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W XIC of -MRM (19 pairs) 177.000/162.000 Da ID: CAD from Sample 42 (S1) 0f20170422-M.wiff (Turbo SpraylonDrive)
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WXIC of -MRM (19 pairs) 146.900/103.000 Da ID: Cin from Sample 20 (M12) 0f20170422-M.vaff (Turbo Spray lonDrive)
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W XIC of -MRM (19 pairs). 162.800/119.000 Da ID: pca from Sample 19 (M11) of 20170422-M.viff (Turbo Spray lonDrive)
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WXIC of WRIT (19 pawst 193 0007132.000 Da 10: Fer from Sample 18 (W10) of 201704221 waff (Turbo Spray TonD ve)
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WXIC oF HRIN (19 pais) 177.0007162.000 Da D CAD Fom Sample 18 (1) of20170422-1wiff(Turbo Spray TonDrve)
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WXIC of -MRM (19 pairs) 207.000/192.000 Da ID: SAD from Sample 18 (M 10) of 20170422-M.wiff (T urbo Spray lonDrive)
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W XIC of -MRM (19 pairs}. 179.100/146.000 Da ID: CAC fom Sample 20 (M12) 0f20170422-M.wiff (Turbo Spray lonDrive)
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Figure S1 Ion chromatograms of lignin synthesis intermediate metabolites

Note A-I: standards; a-i: samples;



W IRM (19 pairs): 11.795 min from Sample 42 (S1) of 2017 0422-H vaff (Turbo Spray lonDrive) Max. 3 3e5 cps|
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W R (19 pairs): 9.878 min fom Sample 42 (S1) 0120170422 vaff (Turbo Spray lonDrive) Max. 7 9eb cps|
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W 1R (19 pairs): 10.331 min from Sample 42 (S1) 0f20170422-M.viff (Turbo Spray lonDrive) Max. 7.2e5 cps)
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W 1R (19 pairs): 10.471 min from Sample 42 (S1) 0f20170422-M.viff (Turbo Spray lonDrive) Max. 1.6eb cps)

d Ferulic acid

1.6e6
1.5e6
1.4e6
1.3e6
12e6
11e6
1.0e6
9.0e5 -

8.0e5

Intensity, cps

7.0e5
6.0e5
5.0e5
40e5
3.0e5 e ZE—
2065

1.0e5

L | |
146.900/103.000 193.000/134.000  193.000/116.900  223.000/164.000  179.100/164.000 209.000;194‘000 209.000/176.100 I177.000/134000 207.000/176.800 179.000;135000
162.800/119.000  193.000/149.100  223.000/148.900 179.100/146.000 179.100/161.000 209.000/179.000 177.000/162.000  207.000/192.000  207.000/149.200
Q1/Q3 Masses, Da

W R (19 pairs): 10.331 min from Sample 42 (S1) of 2017 0422-W viff (Tutbo Spray lonD rive) Max. 7.2e5 cps)

7265 Sinapic acid

7.0e5
6.5¢5
6.0¢5
55e5
5.0e5
45e5
40e5

35e5

Intensity, cps

3.0e5

2565

20e5

15e5

1.0e5

5.0ed >

0.8

1469001103000 193000134000 193.000/116.900  223.000/164.000  179.100/164000  209.0001194.000  209.000/176.100 ' 177.000/134.000 2070001176800  179.000/135.000
162.800/119.000  193.000/149.100 2230001146900 179.100146.000 179.100/161.000 209.000/179.000 177.0001162000 207.000192.000 207.000/149.200
Q1/Q3 Masses, Da




["W MR (19 pairs): 11.011 min fom Sample 42 (S1) 0f20170422-M viff (Turbo Spray lonDrive) Max. 4 9eb cps)
L 4866 Coniferaldehyde
46e6
44e6
42¢6
4.0e6
3.8e6
36e6
3.4e6
3.2e6
3.0e6
2.8¢e6
26¢6
2466
226

Intensity, cps

2.0e6
1.8e6
1.6e6
14e6
12e6
1.0e6
8.0e5
6.0e5
40e5

2065 —
o

]
146.900/103.000 1930001’134,000 193.000/116.900  223.000/164.000  179.100/164.000 209.000;194‘000 209.000/176.100  177.000/134.000  207.000/176.800 179.000;135000
162.800/119.000  193.000/149.100  223.000/148.900 179.100/146.000 179.100/161.000 209.000/179.000 177.000/162.000  207.000/192.000  207.000/149.200
Q1/Q3 Masses, Da

W R (19 pairs): 10.871 min from Sample 42 (S1) of 2017 0422-W viff (Tutbo Spray lonD rive) Max. 29e6 cps)

8 0 Sinapaldehyde

28¢5
2666
2466 -———
22¢6
2066
1866
1666

1.4e6

Intensity, cps

12¢6
1.0e6
8.0e5
6.0e5
40e5

20e5 | %

i it I
146.900/1103.000 1930001’134,000 193.000/116.900  223.000/164.000  179.100/164.000 209.000;194.000 209.000/176.100 I177.000/134,000 207.000/176.800 179.000;135000
162.800/119.000  193.000/149.100  223.000/148.900 179.100/146.000 179.100/161.000 209.000/179.000 177.000/162.000  207.000/192.000  207.000/149.200
Q1/Q3 Masses, Da
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Figure S2 Sharacteristic ion pair spectrum of lignin synthesis intermediate metabolites in pear fruit

Note A-I: standards; a-i: samples;



WXIC of -MRM (19 pairs) 146.900/103.000 Da ID: Cin from Sample 42 (S1) 0f20170422-M.wiff (Turbo Spray lonD rive)
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Figure S3 The total ion chromatogram of standards

WXIC of MRI (19 pairs} 146 900/103.000 Da ID: Cin from Sample 8 (1) of 201 70422-1 wiff (Turbo Spray lonDrive)
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WXIC of 1RM (19 pairs). 146 9007103 .000 Da ID: Cin from Sample 11 (&) 0f2017042241 wiff (Turbo Spray lonDrive) Wax. 1 6€5 cps]
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WXIC of 1R (19 pairs). 146 9007103000 Da ID: Cin from Sample 15 (W7) 0f2017042241 wiff (Turbo Spray lonDrive) Wax. 5 24 cps ]
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W XIC of -MRM (19 pairs} 145.900/103.000 Da ID: Cin from Sample 18 (M10) 0f20170422-M.wiff (Turbo Spray lonD rive) Max. 5.2ed cps)
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Figure S4 The total ion chromatogram of samples

Note A: DW (47 DAPs); B: DJ (47 DAPs); C: DW (63 DAPs); D: DJ (63 DAPs)



