Supplementary Materials

Figure S1. 'H- (a) and '*C-NMR (b) spectra of dibenzyl 2-(2-bromo-5-benzyloxybenzyl)-
2-formamidomalonate 3a.
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S2

Figure S2. 'H- (a) and >*C-NMR (b) spectra of dibenzyl 2-(3-benzyloxy-4-bromobenzyl)-

2-formamidomalonate 3b.
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Figure S3. 'H- (a) and "*C-NMR (b) spectra of dibenzyl (3,5-dibenzyloxybenzyl)-2-

formamidomalonate 3c.
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(a) and "*C-NMR (b) spectra of dibenzyl 2-(3-iodo-4-benzyloxy-5-
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SS

2-(5-bromo-2,3-

spectra of dibenzyl

(a) and "“C-NMR (b)

1
H-
dimethoxybenzyl)-2-formamidomalonate 3f.
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2-(3-bromo-4,5-

spectra of dibenzyl

(a) and 'C-NMR (b)

1
H-
dimethoxybenzyl)-2-formamidomalonate 3g.
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S7

2-(3-chloro-4,5-

spectra of dibenzyl

(a) and BC-NMR (b)

1
H-
dimethoxybenzyl)-2-formamidomalonate 3h.
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Figure S8. 'H- (a) and 3C-NMR (b) spectra of dibenzyl 2-(3,4,5-trimethoxybenzyl)-2-

formamidomalonate 3i.
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S9

2-(4-bromo-3,5-

spectra of dibenzyl

(a) and 'C-NMR (b)

1
H-
dibenzyloxybenzyl)-2-formamidomalonate 3j.
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S10

(2-chloro-3,5-

spectra of dibenzyl

I3C-NMR  (b)

(a) and
dibenzyloxybenzyl)-2-formamidomalonate 3k.
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S11

'H- (a) and "C-NMR (b) spectra of dibenzyl 2-(2-chloro-3,4-

S11.
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S12

Figure S12. 'H- (a) and "*C-NMR (b) spectra of dibenzyl 5-bromo-8-benzyloxy-3,4-

dihydroisoquinolin-3,3-dicarboxylate 4a.
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S13

Figure S13. 'H- (a) and "*C-NMR (b) spectra of dibenzyl 8-benzyloxy-7-bromo-3,4-

dihydroisoquinolin-3,3-dicarboxylate 4b.
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S14

Figure S14. 'H- (a) and C-NMR (b) spectra of dibenzyl 6,8-dibenzyloxy-3,4-
dihydroisoquinolin-3,3-dicarboxylate 4c.
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S15

Figure S15. 'H- (a) and >*C-NMR (b) spectra of dibenzyl 6-methoxy-7-benzyloxy-8-iodo-

3,4-dihydroisoquinolin-3,3-dicarboxylate 4d.
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S16

Figure S16. 'H- (a) and '3C-NMR (b) spectra of dibenzyl 8-bromo-5,6-dimethoxy-3,4-
dihydroisoquinolin-3,3-dicarboxylate 4f.
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Figure S17. 'H- (a) and 3C-NMR (b) spectra of dibenzyl 8-bromo-6,7-dimethoxy-3,4-

dihydroisoquinolin-3,3-dicarboxylate 4g.
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Figure S18. 'H- (a) and "*C-NMR (b) spectra of dibenzyl 8-chloro-6,7-dimethoxy-3,4-

dihydroisoquinolin-3,3-dicarboxylate 4h.
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S19

Figure S19. 'H- (a) and *C-NMR (b) spectra of dibenzyl 6,7,8-trimethoxy-3,4-

dihydroisoquinolin-3,3-dicarboxylate 4i.
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S20

Figure S20. 'H- (a) and '*C-NMR (b) spectra of dibenzyl 7-bromo-6,8-dibenzyloxy-3,4-

dihydroisoquinolin-3,3-dicarboxylate 4;j.
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S21

Figure S21. '"H-NMR spectrum of dibenzyl 5-chloro-6,8-dibenzyloxy-3,4-dihydroisoquinolin-

3,3-dicarboxylate 4k.
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Figure S22. '"H-NMR spectrum of dibenzyl 5-chloro-6,7-dimethoxy-3,4-dihydroisoquinolin-

3,3-dicarboxylate 41.
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Figure S23. 'H-NMR spectrum of 5-bromo-8-hydroxy-3,4-dihydroisoquinolin-3-carboxylic acid 5a.
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Figure S24. 'H-NMR spectrum of 7-Bromo-8-hydroxy-3,4-dihydroisoquinolin-3-carboxylic acid 5b.
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Figure S25. 'H-NMR spectrum of 6,8-dihydroxy-3,4-dihydroisoquinolin-3-carboxylic acid Se.
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Figure S26. 'H-NMR spectrum of 6,7-dihydroxy-8-iodo-3,4-dihydroisoquinolin-3-
carboxylic acid 5d.
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Figure S27. 'H-NMR spectrum of 6,7-dihydroxy-3,4-dihydroisoquinolin-3-carboxylic acid Se.
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Figure S28. 'H- (a) and ">C-NMR (b) spectra of 8-bromo-5,6-dihydroxy-3,4-
dihydroisoquinolin-3-carboxylic acid 5f.
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Figure S29. 'H- (a) and ">C-NMR (b) spectra of 8-bromo-6,7-dihydroxy-3,4-
dihydroisoquinolin-3-carboxylic acid 5g.

.642
6.590

3. 381
3.328

3.460
3.443

—3.401
3.309
3.287
3.0

4.530

—4.509

170.314
155.729
142.351
133.851
115.856
114.918
114.058

163.881

U] T LA L L | L e e A O B LA ) S S T T s

170 160 150 140 130 120 110 100 90 80 70 60 50 40 pPpm

(b)



S27

Figure S30. 'H-NMR spectrum of 8-chloro-6,7-dihydroxy-3,4-dihydroisoquinolin-3-
carboxylic acid Sh.
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Figure S31. 'H-NMR spectrum of 7,8-dihydroxy-6-methoxy-3,4-dihydroisoquinolin-3-

carboxylic acid 5i.
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Figure S32. 'H- (a) and ">C-NMR (b) spectra of 7-bromo-6,8-dihydroxy-3,4-
dihydroisoquinolin-3-carboxylic acid 5j.
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Figure S33. 'H-NMR spectrum of S5-chloro-6,8-dihydroxy-3,4-dihydroisoquinolin-3-
carboxylic acid Sk.
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Figure S34. 'H- (a) and *C-NMR (b) spectra of 5-chloro-6,7-dihydroxy-3,4-
dihydroisoquinolin-3-carboxylic acid 5I.
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Figure S35. 'H- (a) and *C-NMR (b) spectra of dibenzyl 2-[2-(3,4-dimethoxyphenyl)ethyl]-

2-formamidomalonate 7.
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Figure S36. 'H- (a) and 3*C-NMR (b) spectra of dibenzyl 7,8-dimethoxy-4,5-dihydro-3H-

2-benzazepine-3,3-dicarboxylate 8.
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Figure S37. 'H-NMR spectra of 7,8-dihydroxy-4,5-dihydro-3H-2-benzazepine-3-

carboxylic acid 9.
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Figure S38. 'H- (a) and >*C-NMR (b) spectra of (S)-benzyl 2-(3,4-dibenzyloxy)benzyl-2-

formamidopropanoate 11.
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Figure S39. 'H- (a) and 3*C-NMR (b) spectra of (S)-benzyl-6,7-dibenzyloxy-3-methyl-3,4-

dihydroisoquinolin-3-carboxylate 12.
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Figure S40. 'H- (a) and "C-NMR (b) spectra of (S)-6,7-dihydroxy-3-methyl-3,4-
dihydroisoquinolin-3-carboxylic acid 13.
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Figure S41. 'H- (a) and '*C-NMR (b) spectra of benzyl 1-chloro-7,8-dibenzyloxy-4-

methyl-2-ox0-1,4,5,9b-tetrahydro-2H-azeto[2,1-a]isoquinoline-4-carboxylate 14.
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Figure S42. 'H- (a) and '>*C-NMR (b) spectra of 1-chloro-7,8-dihydroxy-4-methyl-2-oxo-

1,4,5,9b-tetrahydro-2H-azeto[2,1-a]isoquinoline-4-carboxylic acid 15.
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