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General

The 'H and "*C spectra were recorded on Bruker at 250 MHz and 62.5 MHz respectively. The 'H and *C spectra were
also recorded on Inova instrument at 500 MHz and 125 MHz, respectively. The high resolution mass spectra were recorded
using a Q-TOF Micromass equipment (Waters, UK).
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Figure S1. 'H NMR (CDCl,, 500 MHz) of MBH adduct 3.
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Figure S2. *C NMR (CDCl,, 125 MHz) of MBH adduct 3.
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Figure S3. 'H NMR (CDCl,, 250 MHz) of MBH adduct 4.
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Figure S4. *C NMR (CDCl,, 62.5 MHz) of MBH adduct 4.

Figure S5. 'H NMR (CDCl,, 250 MHz) of MBH adduct 5.
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Figure S6. *C NMR (CDCl,, 62.5 MHz) of MBH adduct 5.
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Figure S7. 'H NMR (CDCl,, 250 MHz) of MBH adduct 6.
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Figure S8. *C NMR (CDCl,, 62.5 MHz) of MBH adduct 6.

Figure S9. 'H RMN (CDCl,, 250 MHz) of MBH adduct 7.
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Figure S10. *C NMR (CDCl,, 62.5 MHz) of MBH adduct 7.
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Figure S11. '"H NMR (CDCl,, 250 MHz) of MBH adduct 8.
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Figure S12. *C NMR (CDCl,, 62.5 MHz) of MBH adduct 8.

Figure S13. '"H NMR (CDCl,, 250 MHz) of MBH adduct 9.
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Figure S14. *C NMR (CDCl,, 62.5 MHz) of MBH adduct 9.
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Figure S15. '"H NMR (CDCl,, 250 MHz) of MBH adduct 10.
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Figure S16. °C NMR (CDCl,, 62.5 MHz) of MBH adduct 10.
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Figure S17. "H NMR (CDCl,, 250 MHz) of MBH adduct 11.
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Figure S18. *C NMR (CDCl,, 125 MHz) of MBH adduct 11.
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Figure S19. '"H NMR (CDCl,, 250 MHz) of MBH adduct 12.
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Figure S20. °*C NMR (CDCl,, 125 MHz) of MBH adduct 12.
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Figure S21. "H NMR (CDCl,, 250 MHz) of silylated MBH adduct 13.
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Figure S22. *C RMN (CDCl,, 62.5 MHz) of silylated MBH adduct 13.
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Figure S23. '"H NMR (CDCl,, 250 MHz) of silylated MBH adduct 14.



Vol. 22, No. 8, 2011 Amarante et al. S13

Cl

s ¥ g i Whpaige

T T T T T T T T T T T T T T

T T T T T T T
180 180 170 160 150 140 130 120 110 100 SO 80 70 60 50 40 30 20 10 0 pm

Figure S24. *C NMR (CDCl,, 62.5 MHz) of silylated MBH adduct 14.
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Figure S25. "H NMR (CDCl,, 250 MHz) of silylated MBH adduct 15.
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Figure S26. °C NMR (CDCl,, 62.5 MHz) of silylated MBH adduct 15.
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Figure S27."H NMR (CDCl,, 250 MHz) of silylated MBH adduct 16.



Vol. 22, No. 8, 2011 Amarante et al.

HzCO

s Prerre s e 1 e presrreens prereree 1 1 e e 1 prever 1 ety I

180 180 170 15{] 150 140 130 120 110 100 90 80 70 60 50 40 30 20 10 0 pm

Figure S28. °C NMR (CDCl,, 125 MHz) of silylated MBH adduct 16.

Figure S29. '"H NMR (CDCl,, 250 MHz) of silylated MBH adduct 17.
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Figure S30. °*C NMR (CDCl,, 62.5 MHz) of silylated MBH adduct 17.
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Figure S31. '"H NMR (CDCl,, 250 MHz) of silylated MBH adduct 18.
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Figure S32. *C NMR (CDCl,, 62.5 MHz) of silylated MBH adduct 18.
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Figure S33. '"H NMR (CDCl,, 250 MHz) of silylated MBH adduct 19.
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Figure S34. °C NMR (CDCl,, 62.5 MHz) of silylated MBH adduct 19.
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Figure S35. '"H NMR (CDCl,, 250 MHz) of silylated MBH adduct 20.
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Figure S36. °C NMR (CDCl,, 62.5 MHz) of silylated MBH adduct 20.
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Figure S37. "H NMR (CDCl,, 250 MHz) of silylated MBH adduct 21.
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Figure S38. °C NMR (CDCl,, 62.5 MHz) of silylated MBH adduct 21.
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Figure S39. 'H NMR (CDCl,, 250 MHz) of silylated MBH adduct 22.
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Figure S40. °*C NMR (CDCl,, 62.5 MHz) of silylated MBH adduct 22.
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Figure S41. '"H NMR (CDCl,, 250 MHz) of silylated acid 23.
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Figure S42. °C NMR (CDCl,, 62.5 MHz) of silylated acid 23.
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Figure S43. '"H NMR (CDCl,, 250 MHz) of silylated acid 24.

J. Braz. Chem. Soc.
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Figure S44. °*C NMR (CDCl,, 62.5 MHz) of silylated acid 24.
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Figure S45. "H NMR (CDCl,, 250 MHz) of silylated acid 25.
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Figure S46. °C NMR (CDCl,, 62.5 MHz) of silylated acid 25.
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Figure S47. '"H NMR (CDCl,, 250 MHz) of silylated acid 26.
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Figure S48. °*C NMR (CDCl,, 125 MHz) of silylated acid 26.
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Figure S49. '"H NMR (CDCl,, 250 MHz) of silylated acid 27.
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Figure S50.°C NMR (CDCl,, 62.5 MHz) of silylated acid 27.
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Figure S51. "H NMR (CDCl,, 250 MHz) of silylated acid 28.
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Figure S52. *C NMR (CDCl,, 62.5 MHz) of silyated acid 28.
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Figure S53. "H NMR (CDCl,, 250 MHz) of silylated acid 29.
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Figure S54. °C NMR (CDCl,, 62.5 MHz) of silylated acid 29.
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Figure S55. "H NMR (CDCl,, 250 MHz) of silylated acid 30.
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Figure S56. °C NMR (CDCl,, 62.5 MHz) of silylated acid 30.
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Figure S57. "H NMR (CDCl,, 250 MHz) of silylated acid 31.
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Figure S58. °C NMR (CDCl,, 62.5 MHz) of silylated acid 31.
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Figure S59. '"H NMR (CDCl,, 250 MHz) of silylated acid 32.
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Figure S60. °C NMR (CDCl,, 62.5 MHz) of silylated acid 32.
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Figure S61. '"H NMR (CDCl,, 250 MHz) of acyloin 33.
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Figure S62. °C NMR (CDCl,, 62.5 MHz) of acyloin 33.
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Figure S63. 'H NMR (CDCl,, 250 MHz) of acyloin 34.
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Figure S64. °C NMR (CDCl,, 62.5 MHz) of acyloin 34.
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Figure S65. '"H NMR (CDCl,, 250 MHz) of acyloin 35.
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Figure S66. *C NMR (CDCl,, 125 MHz) of acyloin 35.
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Figure S67. 'H NMR (CDCl,, 250 MHz) of acyloin 36.
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Figure S68. °C NMR (CDCl,, 62.5 MHz) of acyloin 36.
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Figure S69. 'H NMR (CDCl,, 250 MHz) of acyloin 37.
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Figure S70. *C NMR (CDCl,, 62.5 MHz) of acyloin 37.
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Figure S71. '"H NMR (CDCl,, 250 MHz) of acyloin 38.
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Figure S72. *C NMR (CDCl,, 62.5 MHz) of acyloin 38.
TBS
0]
F
i |
donhil I g

B T L T L L I S o

85 80 75 70 65 60 55 50 45 40

Figure S73. "H NMR (CDCl,, 250 MHz) of acyloin 39.
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Figure S74. °*C NMR (CDCl,, 62.5 MHz) of acyloin 39.
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Figure S75. "H NMR (CDCl,, 250 MHz) of acyloin 40.
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Figure S76. °C NMR (CDCl,, 62.5 MHz) of acyloin 40.

TBS |

b R g S e R g
65 60 55 50 45 40 35 30

T T ——
80 75 7O

Figure S77. "H NMR (CDCl,, 250 MHz) of acyloin 41.
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Figure S78.°C NMR (CDCl,, 62.5 MHz) of acyloin 41.
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Figure S79. '"H NMR (CDCl,, 250 MHz) of acyloin 42.
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Figure S80. °C NMR (CDCl,, 62.5 MHz) of acyloin 41.
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Figure S81. "H NMR (CDCl,, 250 MHz) of vicinal aminoalcohol 43.
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Figure S82. *C NMR (CDCl,, 62.5 MHz) of vicinal aminoalcohol 43.
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Figure S83. DEPT 135 (CDCl,, 62.5 MHz) of of vicinal aminoalcohol 43.

J. Braz. Chem. Soc.
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Figure S84. '"H NMR (CDCl,, 250 MHz) of vicinal aminoalcohol 44.
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Figure S85. °*C NMR (CDCl,, 62.5 MHz) of vicinal aminoalcohol 44.
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Figure S86. DEPT 135 (CDCI,, 62.5 MHz) of vicinal aminoalcohol 44.
oTBS
XL
(+F)
.
r4
J f £ ] J
l A |
........ D AN LSSt L e e ot L Lo ey e e ol S ol s e
8 T B 5 4 3 2
Figure S87.'H NMR (CDCl,, 250 MHz) of vicinal aminoalcohol 45.
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Figure S88. °C NMR (CDCl,, 62.5 MHz) of vicinal aminoalcohol 45.
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Figure S89. DEPT 135 (CDCl,, 62.5 MHz) of vicinal aminoalcohol 45.
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Figure S91. *C NMR (CDCl,, 62.5 MHz) of vicinal aminoalcohol 46.
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Figure S92. '"H NMR (CDCl,, 250 MHz) of vicinal aminoalcohol 47.
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Figure S93. *C NMR (CDCl,, 62.5 MHz) of vicinal aminoalcohol 47.
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Figure S94. DEPT 135 (CDCI,, 62.5 MHz) of vicinal aminoalcohol 47.
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Figure S95. 'H NMR (CDCl,, 250 MHz) of vicinal aminoalcohol 48.
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Figure S96. °C NMR (CDCl,, 62.5 MHz) of vicinal aminoalcohol 48.
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Figure S97. DEPT 135 (CDCl,, 62.5 MHz) of vicinal aminoalcohol 48.
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Figure S98. 'H NMR (CDCl,, 250 MHz) of vicinal aminoalchol 49.
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Figure S99. °C NMR (CDCl,, 62.5 MHz) of vicinal aminoalcohol 49.
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Figure S100. DEPT 135 (CDCl,, 62.5 MHz) of vicinal aminoalcohol 49.
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Figure S101. "H NMR (CDCl,, 250 MHz) of vicinal aminoalcohol 50.
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Figure S102. *C NMR (CDCl,, 62.5 MHz) of vicinal aminoalcohol 50.
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Figure S103. DEPT 135 (CDCl,, 62.5 MHz) of vicina aminoalcohol 50.
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Figure S104. '"H NMR (CDCl,, 250 MHz) of vicinal aminoalcohol 51.
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Figure S105. *C NMR (CDCl,, 62.5 MHz) of vicinal aminoalcohol 51.

T T T T T T T T
170 180 150 140 130 120 110 100 90 80 70 50

S53



S54 Hyphenating the Curtius Rearrangement with Morita-Baylis-Hillman Adducts J. Braz. Chem. Soc.

.|IO
—
o
w

FHN \/\Ph
(+F)

Aphm A M D W W

T T T T T T T T T T T T T T T T T T
80 75 70 85 60 55 50 45 40 35 30 25 20 15 10 05 00 pm

Figure S106. '"H NMR (CDCl,, 250 MHz) of vicinal aminoalcohol 52.
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Figure S107. '*C NMR (CDCl,, 62.5 MHz) of vicinal aminoalcohol 52.
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Figure S108. '"H NMR (CDCl,, 250 MHz) of vicinal aminoalcohol 53.
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Figure S109. *C NMR (CDCl,, 62.5 MHz) of vicinal aminoalcohol 53.
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Figure S110. DEPT 135 (CDCl,, 62.5 MHz) of vicinal aminoalcohol 53.
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Figure S111. '"H NMR (CDCl,, 250 MHz) of vicinal aminoalcohol 54.
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Figure S112. “C NMR (CDCl,, 62.5 MHz) of vicinal aminoalcohol 54.
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Figure S113. '"H NMR (CDCl,, 250 MHz) of monosilylated diol 60.



S58

Hyphenating the Curtius Rearrangement with Morita-Baylis-Hillman Adducts

TBS.

Cl

o
160 150 140 130 120 110 100 90 80 70 60 50 40 30 2 10 0O -10 ppm
Figure S114. “C NMR (CDCl,, 75.4 MHz) of monosilylated diol 60.
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Figure S115. "H NMR (CDCl,, 250 MHz) of diol 61.
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Figure S116. '"H NMR (CDCI, + 2 drops of D,0, 250 MHz) of diol 61.
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Figure S117. *C NMR (CDCl,, 62.5 MHz) of diol 61.
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Figure S118."H NMR (CDCl,, 250 MHz) of acyloin 59.
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Figure S119. '*C NMR (CDCl,, 75.4 MHz) of acyloin 59.
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Figure S120. '"H NMR (CDCl,, 250 MHz) of bupropion (1).
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Figure S121. *C NMR (CDCl,, 62.5 MHz) of bupropion (1).
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Figure S122. 'H NMR (CDCl,, 250 MHz) of hexadecanal.
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Figure S123. *C NMR (CDCl,, 62.5 MHz) of hexadecanal.
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Figure S124. '"H NMR (CDCl,, 250 MHz) of vicinal aminoalcohol 62.
OTBS
HN"Ph
(+F-)
I it J i ‘ ”
) I‘;ﬂ;w ”‘1&0 Illr)ﬁ 1:1.0 1:;0 IIEO 1 I10 IlI)O 9‘0 BIO ?IU BIO 5‘0 4‘0 3‘0 2‘0 10

Figure S125. *C NMR (CDCl,, 62.5 MHz) of vicinal aminoalcohol 62.
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Figure S126. '"H NMR (CDCl,, 250 MHz) of silylated aminoalcohol 63.
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Figure S127. *C NMR (CDCl,, 62.5 MHz) of silylated aminoalcohol 63.
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Figure S128. '"H NMR (CDCl,, 250 MHz) of spisulosine (2).
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Figure S129. '*C NMR (CDCl,, 62.5 MHz) of spisulosine (2).
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