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1. HRMS spectral data of the mechanism elucidation
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Figure S1. HRMS (ESI+) analysis of an aliquote of the reaction between m-cresol and ethyl 4-chloroacetoacetate

to afford the coumarin 3h.
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Scheme S1. Plausive fragmentation of intermediate Il into the product ion.
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Figure S2. Tandem mass spectrometry (ESI-MS/MS) of the protonated molecule with m/z 271.0740 using N, as
collision gas at 20 eV.
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2. Copies of 'H and 3C NMR Spectra of products 3a-o

ARKIVOC 2021, x, S1-518
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Figure S3. 'H NMR spectrum (300 MHz, acetone-ds) of the product 3a.
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Figure S4. 13C NMR spectrum (75 MHz, DMSO-de) of the product 3a.

Page S4

©AUTHOR(S)



General Papers

~
=
(a3}

ARKIVOC 2021, x, S1-518

CHs,
| N
HO (0] @]
3b
- I T - T T T I T T T 1
7.62 ppn 6.9 ppm 6.7 Ppm 6.1 pPpm 2.4 ppm
l .l AL“_JL L [
5 [ g
e - - - P
[ T T T T | T T T T T I
11 10 9 8 7 6 5 4 3 2 1 ppm
Figure S5. 'H NMR spectrum (300 MHz, acetone-ds) of the product 3b.
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Figure S6. 13C NMR spectrum (75 MHz, DMSO-dg) of the product 3b.
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Figure S7. 'H NMR spectrum (300 MHz, DMSO-ds) of product 3c.
(@] w [l (e} N ™M 0 W
oy [oX IS ™ (& W N ™M O W O N I — \O
. . . . . . e e . M oOr-wmo oD ™M ™~
(] ™ ™ ™~ [ O o o I L ) —
(o) wn =r =t o N~ O O OOy Gy 0 w 0
— —~ — — L B B B | AU e T e BN as BN oo B aa ] — —
. | NV VY
CH;
X
HO (0] O
OH
3c
e i . 1 Tr ¥
[ T T T T T T T T T T T T T T T T T T
170 160 150 140 130 120 110 100 9 80 70 60 50 40 30 20 10  ppm
Figure S8. 13C NMR spectrum (75 MHz, DMSO-d¢) of the product 3c.
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Figure S9. 'H NMR spectrum (300 MHz, DMSO-de) of the product 3d.
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Figure $10. 3C NMR spectrum (75 MHz, DMSO-ds) of the product 3d.
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Figure S11. 'H NMR Spectrum (300 MHz, DMSO-d¢) of the product 3e.
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Figure $12. 3C NMR spectrum (75 MHz, DMSO-ds) of the product 3e.
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Figure $13. 'H NMR spectrum (300 MHz, DMSO-ds) of the product 3f.
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Figure S14. 3C NMR spectrum (75 MHz, DMSO-ds) of the product 3f.
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Figure $16. 3C NMR spectrum (75 MHz, DMSO-ds) of the product 3g.
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Figure $S17. *H NMR spectrum (300 MHz, DMSO-ds) of the product 3h.
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Figure S18. 3C NMR spectrum (75 MHz, DMSO-ds) of the product 3h.
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Figure $19. 'H NMR spectrum (300 MHz, CDCls) of the product 3i.
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Figure S20. 3C NMR spectrum (75 MHz, CDCls) of the product 3i.
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Figure S22. 3C NMR spectrum (75 MHz, CDCls) of the product 3j.
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Figure $23. 'H NMR spectrum (300 MHz, DMSO-ds) of the product 3k.
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Figure S24. 3C NMR spectrum (75 MHz, DMSO-ds) of the product 3k.
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Figure $26. 3C NMR spectrum (75 MHz, DMSO-ds)of the product 3l.
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Figure $28. 3C NMR spectrum (75 MHz, DMSO-ds) of the product 3m.
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Figure $30. 3C NMR spectrum (75 MHz, DMSO-ds) of the product 3n.
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Figure S31. 'H NMR spectrum (300 MHz, DMSO-ds) of the product 3o.
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Figure $32. 3C NMR spectrum (75 MHz, DMSO-ds) of the product 3o.
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