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Characterization data for 9a, 9b and 9d-f:

7,10,13-Tris(triethylsilyl)-2-debenzoyl-2-(3-methylbenzoyl)-10-deacetyl baccatin 111 (9a).

White solid; 90%; mp 198-200 °C 'H (300 MHz, CDCl3) § 0.68 (m, 18 H), 0.93 (m, 27 H), 1.11
(s, 3 H), 1.18 (s, 3 H), 1.59 (bs, 1 H), 1.64 (s, 3 H), 1.88 (m, 1 H), 1.98 (s, 3 H), 2.14 (m, 2 H), 2.27 (s, 3
H), 2.40 (s, 3 H) 2.50 (m, 1 H), 3.83 (d, J = 7.2 Hz, 1H), 4.12 (d, J = 8.4 Hz, 1 H), 4.29 (d, J = 8.4 Hz, |
H), 4.40 (m, 1 H), 4.92 (m, 2 H), 5.19 (s, 1 H), 5.57 (d, J = 6.9 Hz, 1 H), 7.35 (m, 2 H), 7.88 (m, 2 H);
BC NMR (75 MHz, CDCl,) 6 5.34, 5.73, 6.45, 7.35, 7.38, 7.43, 10.9, 15.0, 21.1, 21.8, 22.8, 26.8, 37.8,
40.4, 43.5, 47.4, 58.7, 68.8, 73.2, 75.8, 77.9, 80.1, 81.3, 84.5, 127.7, 128.9, 130.1, 131.2, 134.6, 136.3,
138.7,139.8, 167.7, 170.4, 206.1.

7,10,13-Tri(triethylsilyl)-2-debenzoyl-2-(3-methoxybenzoyl)-10-deacetylbaccatin 111 (9b).

White solid; 71%; mp 201-202 °C; [o]p”"-40 (c 0.32, CHCl3); 'H NMR (CDCl3) & 0.60 (m, 18
H), 0.98 (m, 27 H), 1.11 (s, 3 H), 1.18 (s, 3 H), 1.57 (bs, 1 H), 1.62 (s, 3 H), 1.85 (m, 1 H), 1.96 (s, 3 H),
2.14 (m, 2 H), 2.26 (s, 3 H), 2.50 (m, 1 H), 3.83 (m, 4 H), 4.13 (d, J = 7.9 Hz, 1 H), 4.30 (d, J = 8.1 Hz, 1
H), 4.39 (dd, J=10.4, 6.9 Hz, 1 H), 4.92 (m, 2 H), 5.17 (s, 1 H), 5.59 (d, J = 6.9 Hz, 1 H), 7.10 (m, 1 H),
735 (t,J=7.9 Hz, 1 H), 7.61 (s, 1 H), 7.66 (d, J = 7.7 Hz, 2 H); >C NMR (CDCls) 5 4.9, 5.2, 6.0, 6.9,
10.4, 14.6, 20.6, 22.4, 26.3, 37.3, 39.9, 43.0, 46.9, 55.3, 58.3, 68.3, 72.6, 75.5, 75.8, 76.6, 79.5, 80.9,
84.0, 114.3, 120.2, 122.5, 129.5, 130.9, 135.8, 139.4, 159.6, 167.0, 169.9, 205.7. HRMS: m/e calcd for
CusHgoO1:SisH™: 917.5087. Found: 917.5084 (A= 0.3 ppm).

7,10,13-Tri(triethylsilyl)-2-debenzoyl-2-(3-chlorobenzoyl)-10-deacetylbaccatin 111 (9d).

White solid; 81%; mp 175-177 °C; [a]p""-26 (¢ 0.27, CHCl3); '"H NMR (CDCls) 8 0.60 (m, 18
H), 0.98 (m, 27 H), 1.09 (s, 3 H), 1.16 (s, 3 H), 1.50 (bs, 1 H), 1.64 (s, 3 H), 1.85 (m, 1 H), 1.97 (s, 3 H),
2.14 (m, 2 H), 2.26 (s, 3 H), 2.57 (m, 1 H), 3.83 (d, =7.0 Hz, 1 H), 4.12 (d, ] = 8.3 Hz, 1 H), 4.24 (d, ]
=8.2 Hz, 1 H), 4.39 (dd, J = 10.3, 6.5 Hz, 1 H), 4.92 (m, 2 H), 5.17 (s, 1 H), 5.55 (d, J = 7.1 Hz, 1 H),
7.39 (m, 1 H), 7.43 (m, 1 H), 7.94 (d, ] = 7.8 Hz, 1 H), 8.09 (m, 1 H); *C NMR (CDCl;) & 4.8, 5.2, 5.9,
6.9,10.4, 14.6, 20.6, 22.3, 26.3, 37.2,39.9, 42.9, 46.9, 58.2, 68.3, 72.7, 75.7, 76.0, 79.7, 80.7, 84.0, 87.6,
128.2, 128.6, 129.9, 130.2, 131.5, 133.4, 134.7, 135.7, 139.5, 165.7, 169.9, 205.5. HRMS: m/e calcd for
C47H77010CISi-H': 921.4591. Found: 921.4588 (A = 0.4 ppm).

7,10,13-Tris(triethylsilyl)-2-debenzoyl-2-(3-azidobenzoyl)-10-deacetylbaccatin 111 (9e).

White solid; 85 %: '"H NMR (CDCls) § 0.62 (m, 18 H), 1.01 (m, 27 H), 1.04 (s, 3 H), 1.20 (s, 3 H), 1.57
(bs, 1 H), 1.66 (s, 3 H), 1.88 (ddd, J = 2.1, 10.5 Hz, 1 H), 2.00 (s, 3 H), 2.17 (m, 2 H), 2.31 (s, 3 H), 2.55
(ddd, J=3.0, 6.6 Hz, 1 H), 3.88 (d, ] = 6.9 Hz, 1 H), 4.15 (d, J=8.1 Hz, 1 H), 4.29 (d, J = 8.1 Hz, 1 H),
4.43 (dd, J = 3.9, 10.8 Hz, 1 H), 4.95 (m, 2 H), 5.21 (s, 1 H), 5.63 (d,J = 6.9 Hz, 1 H), 7.22 (d, J = 8.1
Hz, 1 H), 7.47 (t, J = 8.1 Hz, 1 H), 7.79 (s, 1 H), 7.86 (d, ] = 7.5 Hz, 1 H); >C NMR (CDCl5) § 5.1, 5.5,
6.2,7.1,7.2,10.7, 14.9, 20.8, 22.7, 26.6, 37.5, 40.0, 43.2, 47.1, 58.5, 68.5, 72.9, 76.0, 76.2, 76.8, 79.8,
81.0, 84.3,120.2, 124.5, 126.9, 130.3, 131.6, 135.9, 139.8, 140.9, 166.4, 170.3, 205.9.
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7,10,13-Tri(triethylsilyl)-2-debenzoyl-2-(3-ethenylbenzoyl)-10-deacetylbaccatin 111~ (9f).
White solid; 54%; "H NMR (250 MHz, CDCl3) 6 0.63 (m, 18 H), 0.97 (m, 27 H), 1.06 (s, 3 H), 1.10 (s,
3 H), 1.49 (bs, 1 H), 1.58 (s, 3 H), 1.86 (m, 1 H), 1.93 (s, 3 H), 2.00 (s, 1 H), 2.04 (s, 1 H), 2.16 (s, 3 H),
2.46 (m, 1 H), 3.84 (d, J = 7.0 Hz, 1 H), 4.14 (d, ] = 7.8 Hz, 1 H), 4.28 (dd, J = 6.6, 10.4 Hz, 1 H), 4.40
(d, J=7.9 Hz, 1 H), 4.91-4.95 (m, 2 H), 5.20 (s, 1 H), 5.30 (d, J = 16.0 Hz, 1 H), 5.60 (m, 1 H), 5.80 (d,
J=17.5Hz, 1 H), 6.72 (m, 1 H), 7.40 (m, 1 H), 7.95 (d, 1 H), 8.15 (d, 1 H); °C NMR (62.9 MHz,
CDCl3) 6 0.3,0.7, 1.4,2.3,2.4,5.9, 10.0, 16.1, 17.9, 21.8, 32.8, 38.5, 42.4, 53.7, 63.8, 68.1, 71.0, 72.1,
72.5,72.9,75.0, 76.3, 79.5, 110.6, 123.1, 124.2, 125.4, 126.7, 131.3, 131.5, 133.5, 134.9, 163.5, 165.3,
201.1.

Characterization data for 11a, 11b and 11d-I:

2-Debenzoyl-2-(3-methylbenzoyl)-7-triethylsilylbaccatin 111 (11a). White solid; 94%; mp
100-104 °C; 'H (300 MHz, CDCls) § 0.55 (m, 6 H), 0.88 (m, 9 H), 1.08 (s, 6 H), 1.67 (m, 1 H), 1.76(s, 3
H), 1.90 (m, 1 H), 2.12 (s, 3 H), 2.15 (s, 3 H), 2.21 (m, 2 H), 2.24 (s, 3 H), 2.41 (s, 3 H) 2.54 (m, 1 H),
3.90 (d, J = 6.6 Hz, 1H), 4.12 (d, J = 8.4 Hz, 1 H), 4.26 (d, J = 8.4 Hz, 1 H), 4.40 (m, 1 H), 4.81 (t, J =
6.6 Hz, 1 H), 4.95 (d, J=8.4 Hz, 1 H), 5.54 (d, J=7.2 Hz, 1 H), 6.45 (s, 1 H), 7.35 (m, 2 H), 7.88 (m, 2
H); BC NMR (75 MHz, CDCl;) & 5.18, 5.29, 6.70, 9.88, 15.1, 19.5, 20.1, 20.9, 21.3, 22.5, 26.8, 37.2,
38.6,42.6,47.0,57.8, 67.8, 72.9, 74.6, 78.7, 80.7, 84.2, 127.2, 128.4, 129.3, 130.7, 134.3, 134.5, 138.3,
143.9,167.3, 170.7, 205.1.

2-Debenzoyl-2-(3-methoxybenzoyl)-7-triethylsilylbaccatin 111 (11b). White solid; 77%, mp
100-104 °C; 'H (300 MHz, CDCl3) § 0.55 (m, 6 H), 0.88 (m, 9 H), 1.08 (s, 6 H), 1.67 (m, 1 H), 1.76(s, 3
H), 1.90 (m, 1 H), 2.12 (s, 3 H), 2.15 (s, 3 H), 2.21 (m, 2 H), 2.24 (s, 3 H), 2.41 (s, 3 H) 2.54 (m, 1 H),
3.90 (d, J = 6.6 Hz, 1H), 4.12 (d, J = 8.4 Hz, 1 H), 4.26 (d, J = 8.4 Hz, 1 H), 4.40 (m, 1 H), 4.81 (t, J =
6.6 Hz, 1 H), 4.95 (d, J = 8.4 Hz, 1 H), 5.54 (d, J = 7.2 Hz, 1 H), 6.45 (s, 1 H), 7.35 (m, 2 H), 7.88 (m, 2
H); BC NMR (75 MHz, CDCl;) 6 5.18, 5.29, 6.70, 9.88, 15.1, 19.5, 20.1, 20.9, 21.3, 22.5, 26.8, 37.2,
38.6, 42.6,47.0, 57.8, 67.8, 72.9, 74.6, 78.7, 80.7, 84.2, 127.2, 128.4, 129.3, 130.7, 134.3, 134.5, 138.3,
143.9,167.3, 170.7, 205.1.

7-Triethylsilyl-2-debenzoyl-2-(3-chlorobenzoyl)-10-deacetyl-10-propanoylbaccatin 111 (11d).
White solid; 77%; mp 110-112 °C; [a]p>’ -59 (¢ 0.22, CHCl;); '"H NMR (CDCl3) § 0.56 (q, J = 7.8 Hz, 6
H), 0.89 (t, J = 7.8 Hz, 9 H), 1.00 (s, 3 H), 1.20 (m, 7 H), 1.64 (s, 3 H), 1.83 (m, 1 H), 2.16 (s, 3 H), 2.25
(m, 3 H), 2.40 (m, 4 H), 3.85 (d, ] = 6.8 Hz, 1 H), 4.09 (d, ] = 8.2 Hz, 1 H), 4.25 (d, ] = 8.2 Hz, 1 H),
4.45(dd, J=10.2, 6.7 Hz, 1 H), 4.79 (t, J = 7.5 Hz, 1 H), 4.94 (d, J=8.9 Hz, 1 H), 5.55(d, J =7.1 Hz, 1
H), 6.45 (s, 1 H), 7.39 (t, =7.9 Hz, 1 H), 7.54 (d, J = 8.1 Hz, 1 H), 7.95 (d, J = 7.6 Hz, 1 H), 8.08 (s, 1
H); B3C NMR (CDCl3) 6 5.3,6.7,9.2,9.9, 14.9, 20.1, 22.5, 26.8, 27.7, 37.2, 38.3, 42.7, 47.2, 58.5, 67.8,
72.3, 75.2, 75.5, 76.4, 78.8, 80.7, 84.2, 128.2, 129.9, 130.2, 131.2, 132.5, 133.5, 134.7, 144.1, 165.6,
170.6, 172.7, 202.2. HRMS: m/e calcd for C3sHs30;,CISi-H™: 749.3124. Found: 749.3127 (A=- 0.4

ppm).
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7-Triethylsilyl-2-debenzoyl-2-(3-azidobenzoyl)-10-deacetyl-10-propanoylbaccatin 111 (11e).

White solid; 84%; mp 105-108 °C; [o]p™" -56 (c 0.090, CHCl;); '"H NMR (CDCls)  0.54 (q, J = 7.8 Hz,
6 H), 0.90 (t, J = 7.8 Hz, 9 H), 0.94 (s, 3 H), 1.20-1.22 (m, 9 H), 1.64 (s, 3 H), 1.83 (m, 1 H), 2.02 (s, 3
H), 2.18 (m, 3 H), 2.40 (m, 4 H), 3.87 (d, ] = 6.9 Hz, 1 H), 4.09 (d, ] = 8.2 Hz, 1 H), 4.25 (d, J = 8.2 Hz,
1 H), 4.47 (dd, J = 10.2, 6.7 Hz, 1 H), 4.79 (t, ] = 7.5 Hz, 1 H), 4.92 (d, ] = 8.7 Hz, 1 H), 5.60 (d, J = 7.0
Hz, 1 H), 6.45 (s, 1 H), 7.23 (m, 1 H), 7.44 (t, ] = 7.9 Hz, 1 H), 7.78 (s, 1 H), 7.85 (d, J = 7.7 Hz, 1 H);
BC NMR (CDCl3) 6 5.3,6.7,9.2,9.9, 14.9, 20.1, 22.6, 26.7, 27.6, 37.2, 38.3, 42.7, 47.2, 58.5, 67.8, 72.3,
75.2,75.5,76.4, 78.7, 80.8, 84.2, 120.1, 124.2, 126.6, 130.1, 131.1, 132.6, 140.7, 144.0, 166.1, 170.7,
172.7,202.2. HRMS: m/e calcd for C3sHs3N30;Si-H™: 756.3528. Found: 756.3531 (A =-0.4ppm).

2-Debenzoyl-2-(3-vinylbenzoyl)-7-triethylsilyl-10-deacetyl-10-propanoylbaccatin 111 (11f).
White solid; 67%, mp 108-110 °C; 'H (300 MHz, CDCl3) § 0.58 (m, 6 H), 0.91 (m, 9 H), 1.03 (s, 3 H),
1.19 (s, 3 H), 1.20 (t, J = 7.5 Hz, 3 H), 1.67 (s, 3 H), 1.87 (m, 1 H), 2.20 (s, 3 H), 2.26 (m, 2 H), 2.28 (s,
3 H),2.47 (m, 1 H), 3.89 (d,J =7.1 Hz, 1 H), 4.14 (d, J = 8.0 Hz, 1 H), 4.31 (d, J = 8.2 Hz, 1 H), 4.49
(dd, J =6.9,10.4 Hz, 1 H), 4.83 (t, J = 8.2 Hz, 1 H), 496 (d,J = 8.2 Hz, 1 H), 5.35(d,J =11.0 Hz, 1
H), 5.63(d,J=6.9 Hz, 1 H), 5.84 (d,J = 17.6 Hz, 1 H), 6.47 (s, 1 H), 6.75 (dd, J = 11.0, 17.0 Hz, 1 H),
7.43 (t,J =7.7Hz, 1 H), 7.61 (d, J = 7.7 Hz, 1 H), 7.97 (d, J = 7.7 Hz, 1 H), 8.18 (s, 1 H); °C NMR
(75.0 MHz, CDCls) 6 5.3, 6.7, 9.2, 14.9, 19.5, 20.1, 22.7, 26.8, 27.7, 37.2, 38.2, 42.8, 47.3, 58.6, 68.0,
72.3,74.8,78.7, 80.9, 84.2, 115.3, 127.7, 128.8, 129.7, 131.3, 135.9, 138.0, 143.8, 167.0, 170.6, 172.7,
202.2.

7-Triethylsilyl-2-debenzoyl-2-(3-methoxybenzoyl)-10-deacetyl-10-propanoylbaccatin 111

(11g). White solid; 95%; mp 105-107 °C; [a]p>" -85 (c 0.13, CHCls); '"H NMR (CDCl3) & 0.56 (q, J =
7.8 Hz, 6 H), 0.85 (t,J = 7.8 Hz, 9 H), 0.99 (s, 3 H), 1.20 (m, 7 H), 1.64 (s, 3 H), 1.83 (m, 1 H), 2.00 (s,
3 H), 2.16 (s, 3 H), 2.23 (m, 3 H), 2.40 (m, 3 H), 3.85 (m, 4 H), 4.09 (m, 2 H), 4.29 (d, ] = 8.3 Hz, 1 H),
4.45(dd, J=10.2, 6.7 Hz, 1 H), 4.79 (t, ] = 7.9 Hz, 1 H), 4.94 (d, J =8.9 Hz, 1 H), 5.57 (d, ] = 6.9 Hz, 1
H), 6.45 (s, 1 H), 7.09 (dd, J = 8.3, 2.2 Hz, 1 H), 7.33 (t, ] = 8.1 Hz, 1 H), 7.60 (s, 1 H), 7.66 (d, J = 7.7
Hz, 1 H); B3C NMR (CDCl3) 0 5.3,6.7,9.2,9.9, 14.2, 14.9, 20.1, 22.5, 26.8, 27.7, 37.2, 38.3, 42.7, 47.2,
55.3, 58.6, 60.4, 67.8, 72.3, 74.8, 75.6, 76.4, 78.7, 80.8, 84.2, 1114.7, 119.9, 122.5, 129.6, 130.6, 132.6,
144.1, 159.6, 166.9, 170.6, 172.7, 202.4. HRMS: m/e calcd for C30Hss01,Si-H: 745.3619. Found:
745.3617 (A =0.3 ppm).

2-Debenzoyl-2-(3-methoxybenzoyl)-7-triethylsilyl-10-(cyclopropanecarbonyl)baccatin 111

(11h). White solid; 32 mg, 84%; mp 145-147 °C; [oc]D25 -61 (¢ 0.77, CHCl,); "H NMR (300 MHz,
CDCl3) 6 0.55 (m, 6H), 0.91 (m, 9H), 1.04 (s, 3H), 1.19 (s, 3H), 1.63 (m, 4H), 1.66 (s, 3H), 1.86 (m, 2H),
2.18 (s, 3H), 2.25 (s, 3H), 2.27 (m, 2H), 2.51 (m, 1H), 3.86 (s, 3H), 3.88 (d, ] = 6.9 Hz, 1H), 4.13 (d,J =
7.8 Hz, 1H), 4.33 (d, ] = 8.4 Hz, 1H), 4.47 (dd, ] = 6.6, 10.2 Hz, 1H), 4.82 (t, ] = 8.1 Hz, 1H), 4.95 (d,J
=8.4 Hz, 1 H), 5.61 (d, J = 6.9 Hz, 1H), 6.45 (s, 1H), 7.13 (dd, J = 2.4, 8.1 Hz, 1H), 7.37 (t, ] = 7.8 Hz,
1H), 7.63 (s, 1H), 7.70 (d, J = 7.5 Hz, 1H); °C NMR (75.0 MHz, CDCl3) § 5.3, 6.7, 8.5, 9.9, 13.0, 14.9,
20.1, 22.6, 26.8, 37.2, 38.3, 42.7, 47.2, 55.4, 58.6, 67.9, 72.3, 74.8, 75.5, 78.7, 80.9, 84.2, 114.7, 120.0,
122.5,129.6, 130.6, 132.7, 143.9, 159.6, 166.9, 170.7, 173.1, 202.3.
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2-Debenzoyl-2-(3-methoxybenzoyl)-7-triethylsilyl-10-deacetyl-10-(methoxycarbonyl)-
baccatin 111 (11i): White solid; 92%, mp 110 °C; 'H (300 MHz, CDCl3) & 0.55 (m, 6 H), 0.90 (m, 9 H),
1.08 (s, 3 H), 1.12 (s, 3 H), 1.62 (s, 3 H), 1.68 (m, 4 H), 1.90 (m, 1 H), 2.12 (s, 3 H), 2.21 (m, 2 H), 2.24
(s, 3 H), 2.59 (m, 1 H), 3.85 (m, 7 H), 4.07 (m, 2 H), 4.31 (d, J = 8.1 Hz, 1 H), 4.49 (dd, J =10.2, 6.7
Hz, 1 H), 4.84 (m, 1 H), 4.94 (d, J = 8.1 Hz, 1 H), 5.60 (d, J = 6.9 Hz, 1 H), 6.28 (s, 1 H), 7.11 (dd, J =
8.3,2.2 Hz, 1 H), 7.36 (t, J = 8.3 Hz, 1 H), 7.63 (s, 1 H), 7.68 (d, J = 7.5 Hz, 1 H); °C NMR (75 MHz,
CDCl) 8 5.3, 6.7, 9.9, 15.0, 19.5, 22.7, 26.7, 35.2, 37.1, 41.3, 47.2, 55.0, 55.4, 58.1, 67.9, 72.4, 74.7,
78.7,79.2,81.5,84.2,114.7,120.0, 122.5, 129.6, 130.3, 134.5, 144.7, 154.6, 159.9, 168.5, 173.2, 204.3.

2-Debenzoyl-2-(3-methoxybenzoyl)-7-triethylsilyl-10-deacetyl-10-(benzyloxycarbonyl)-

baccatin 111 (11j). White solid; 94%, mp 112-120 °C; 'H (300 MHz, CDCl3) § 0.55 (m, 6 H), 0.90 (m, 9
H), 1.08 (s, 3 H), 1.12 (s, 3 H), 1.62 (s, 3 H), 1.68 (m, 4 H), 1.90 (m, 1 H), 2.12 (s, 3 H), 2.21 (m, 2 H),
2.24 (s, 3 H), 2.59 (m, 1 H), 3.85 (m, 6 H), 4.07 (m, 2 H), 4.31 (d, J = 8.1 Hz, 1 H), 4.49 (dd, J = 10.2,
6.7 Hz, 1 H), 4.84 (m, 1 H), 4.94 (d, J = 8.1 Hz, 1 H), 5.60 (d, J = 6.9 Hz, 1 H), 6.29 (s, 1 H), 7.11 (dd,
J=18.3,2.2Hz, 1 H), 7.34 (m, 6 H), 7.63 (s, 1 H), 7.68 (d, J = 7.5 Hz, 1 H). >C NMR (75 MHz, CDCl5):
05.3,6.8,9.9,15.1,19.9, 22.7, 26.6, 37.2, 38.2,42.6, 47.2, 55.4, 58.5, 67.9, 69.9, 72.3, 74.5, 76.5, 78.7,
79.2, 80.6, 84.2, 144.6, 120.0, 122.5, 128.3, 128.4, 128.5, 129.6, 130.6, 132.3, 135.2, 144.7, 154.3, 159.6,
166.9, 170.7, 201.5.

2-Debenzoyl-2-(3-methoxybenzoyl)-7-triethylsilyl-10-deacetyl-10-(2-methoxybenzoyl)-
baccatin 111 (11k). White solid; 40% (80% at 50% conversion); 'H (300 MHz, CDCls) § 0.58 (m, 6 H),
0.91 (q, J=7.8 Hz, 9 H), 1.10 (s, 3 H), 1.12 (s, 3 H), 1.37 (s, 3 H), 1.92 (m, 2 H), 1.97 (bs, 1 H), 2.19 (s,
3 H), 2.30 (s, 3 H), 2.55 (m, 1 H), 3.54 (m, 1 H), 3.85 (m, 7 H), 3.94 (d,J=6.9 Hz, 1 H), 4.15(d, J="7.8
Hz, 1 H), 4.34 (d, J="7.8 Hz, 1 H), 4.53 (dd, J = 6.6 Hz, 3.6 Hz, 1 H), 4.84 (m, 1H), 4.97 (d,J=7.8 Hz,
1 H), 5.66 (d, J=6.9 Hz, 1 H), 6.69 (s, 1 H), 6.95-7.07 (m, 2 H), 7.14-7.19 (m, 1 H), 7.28-7.42 (m, 2 H),
7.65-7.73 (m, 2 H), 8.01 (m, 1 H).

2-Debenzoyl-2-(3-methoxybenzoyl)-7-triethylsilyl-10-deacetyl-10-(4-methoxyphenylacetyl)-
baccatin 111 (111). White solid; 82%; 'H NMR (400 MHz, CDCl3) & 0.55 (m, 6 H), 0.89 (m, 9 H), 0.92
(s, 3 H), 1.09 (s, 3 H), 1.27 (s, 3 H), 1.68 (s, 3 H), 1.87 (m, 1 H), 2.17 (s, 3 H), 2.24 (m, 2 H), 2.25 (s, 3
H), 2.50 (m, 1 H), 3.69 (d, J =3.6 Hz, 1 H), 3.78 (s, 1 H), 3.85 (dd, J=7.2, 1.6 Hz, 1 H), 3.86 (s, 3 H),
4.14 (d,J=8.4Hz, 1H),4.33(d,J=8.0Hz, 1 H),4.47 (dd,J=10.8, 6.8 Hz, 1 H), 4.78 (t, J=7.9 Hz, 1
H), 4.95 (d,J=9.6 Hz, 1 H), 5.60 (d, J= 6.8 Hz, 1 H), 6.85 (dt, J=6.8, 2.8 Hz, 2 H), 7.13 (dt, J = 8.4,
0.8 Hz, 1 H), 7.24 (d, J=8.8 Hz, 2 H), 7.37 (t, J = 8.0 Hz, 1 H), 7.64 (t,J=1.2 Hz, 1 H), 7.70 (dd, J =
6.4, 0.8 Hz, 1 H).
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Characterization data ("H NMR) for 16a-g

(3R,4S5)-1-Cyclopentyloxycarbonyl-3-triisopropylsiloxy-4-(2-methylprop-1-enyl)-azetidin-2-
one (16a): White solid; 80%; mp: 54-56 °C; "H NMR (400 MHz, CDCl3) d 1.05 (m, 21 H), 1.5-1.7 (m,
14 H), 4.77 (dd, J = 10.0, 6.0 Hz, 1 H), 4.99 (d, J = 6.0 Hz, 1 H), 5.18 (m, 1 H), 5.29 (d, J = 10.0 Hz);
C NMR (CDCls) 6 11.8, 17.5, 18.2, 23.5, 26.0, 32.7, 56.7, 77.4, 79.6, 118.0, 140.1, 149.1, 166.1.

(3R,45)-1-Cyclohexyloxycarbonyl-3-tert-butyldimethylsiloxy-4-(2-methylprop-1-
enyl)azetidin-2-one (16b). Colorless viscous oil; 80%: '"H NMR (300 MHz, CDCls) & 0.060 (s, 3 H).
0.119 (s, 3 H), 0.873 (s, 9 H), 1.2-1.6 (m, 6 H), 1.65-1.9 (m, 10 H), 4.76 (m, 2 H), 4.88 (d, J = 5.7 Hz, 1
H), 5.24 (d, J = 9.6 Hz).

(3R,4S)-1-(Cyclopent-1-enylcarbonyl)-3-triisopropylsiloxy -4-(2-methylprop-1-
enyl)azetidin-2-one (16c). Colorless viscous oil; 95%; 'H NMR (300 MHz, CDCls) & 1.05 (s, 21 H),
1.76 (s, 3 H), 1.82 (s, 3 H), 1.85-2.02 (m, 2 H), 2.55-2.61 (m, 4 H), 4.88-4.97 (m, 2 H), 5.26 (d, J =
11.1 Hz, 1 H), 7.30 (s, 1 H).

(3R,45)-1-(Cyclohex-1-enylcarbonyl)-3-triisopropylsiloxy-4-(2-methylprop-1-enyl)azetidin-
2-one (16d). Colorless viscous oil; 97%; '"H NMR (300 MHz, CDCls) & 1.05 (s, 21 H), 1.76 (s, 3 H),
1.82 (s, 3 H), 1.85-2.02 (m, 2 H), 2.55-2.61 (m, 4 H), 4.88-4.97 (m, 2 H), 5.26 (d, J = 11.1 Hz, 1 H),
7.30 (s, 1 H).

(3R,45)-1-Cyclopropanecarbonyl-3-triisopropylsiloxy-4-(2-methylprop-1-enyl)azetidin-2-
one (16€). Colorless viscous oil; 100%; '"H NMR (300 MHz, CDCl;) & 1.05 (m, 25 H), 1.78 (s, 6 H),
2.57 (m, 1 H), 4.82 (dd, J = 6.3 Hz,J =9.9 Hz, 1 H), 5.04 (d, J = 6.3 Hz, 1 H), 5.25(d, J=9.9 Hz, 1 H).

(3R,45)-1-Cyclobutanecarbonyl-3-triisopropylsiloxy-4-(2-methylprop-1-enyl)azetidin- ~ 2-
one (16f). Colorless oil; 91%; 'H NMR (300 MHz, CDCls) & 1.05 (m, 21 H). 1.77 (s, 3 H), 1.80 (s, 3 H),
1.97 (m, 2 H), 2.21 (m, 4 H), 3.69 (m, 1 H), 4.79 (dd, J = 6.0 Hz, J = 9.6 Hz, 1 H), 4.98 (d, J = 6.0 Hz,
1 H), 5.21 (d, J = 9.6 Hz, 1 H).

(3R,4S5)-1-Cyclopentanecarbonyl-3-triisopropylsiloxy-4-(2-methylprop-1-enyl)azetidin-2-
one (16g). Colorless oil; 80%; "H NMR (300 MHz, CDCl3) 6 1.09 (m, 21 H). 1.56-1.77 (m, 6 H), 1.79 (s,
3 H), 1.80 (s, 3 H), 1.83-1.99 (m, 2 H), 3.36 (m, 1 H), 4.81 (dd, J = 6.0 Hz, J = 9.6 Hz, 1 H), 5.00 (d, J
= 6.0 Hz, 1 H), 5.22 (dt, J = 9.6, 1.5 Hz, 1 H).
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'H NMR Spectrum of 6a

S9



3C NMR Spectrum of 6a
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'H NMR Spectrum of 6b
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BC NMR Spectrum of 6b
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"H NMR Spectrum of 6¢
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C NMR Spectrum of 6¢
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"H NMR Spectrum of 6e
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"H NMR Spectrum of 6f
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C NMR Spectrum of 6f
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BC NMR Spectrum of 6g
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"H NMR Spectrum of 6h
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BC NMR Spectrum of 6h
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'H NMR Spectrum of 6i

3

3

v B8
"

320080 S22 3233 FWSES BE
mﬁnu

g
53528857 3

T . r T &4 T T
8.0 7.0 E D 50 4.0 3.0 2.0 1.0

S24



"H NMR Spectrum of 6j
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"H NMR Spectrum of 6m

S26



C NMR Spectrum of 6m
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"H NMR Spectrum of 6n
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BC NMR Spectrum of 6n
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"H NMR Spectrum of 60
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C NMR Spectrum of 60
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"H NMR Spectrum of 14a
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C NMR Spectrum of 14a
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'H NMR Spectrum of 14¢
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C NMR Spectrum of 14c¢
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F NMR Spectrum of 14c¢
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'H NMR Spectrum of 14d
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C NMR Spectrum of 14d
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"H NMR Spectrum of 14f
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'H NMR Spectrum of 14g
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'H NMR Spectrum of 14h
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BC NMR Spectrum of 14i

Pulse Sequence: s2pul
Solvent: CDC13

Temp. 25.0 C / 298.1 K
INDVA=4D0 “inva00"

Relax. delay 1.000 sec
Pulse B2.1 degrees
. time 1.199 gec
00.0 Hz

1ons
OBSERVE C13, 100.5393052 MHz
DECOUPLE W1, 399.8333342 MWHZ
Power 45 dB
continuously on
WALTZ-16 modulated
DATA P ING
Line broadening 1.0 Hz
FT size 65536
Total time 12 hr, 16 min, 4 Sec
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'H NMR Spectrum of 14
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'H NMR Spectrum of 14k
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B3C NMR Spectrum of 14k
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BC NMR Spectrum of 141
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C NMR Spectrum of 14m
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'H NMR Spectrum NMR of 14n
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3C NMR Spectrum of 14n
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'H NMR Spectrum of 140
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"H NMR Spectrum of 140
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'H NMR Spectrum of 14p
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'H NMR Spectrum of 15¢
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BC NMR Spectrum of 15¢
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F NMR Spectrum of 15¢
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'H NMR Spectrum of 15d

Cl
3
n | :I]!II
i

S62



C NMR Spectrum of 15d
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Ray-110-37-8B-T-11833-crude-after

Pulse Sequence: sZpul
Selvest: COCI3

enz. 5.4 C 1
GEMINI-338BB  “gem2385"

Relax. delay L4080 sec
< ees

en. time 1.998 sec

width 4508.5 vz
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OBSERVE  H1,w308.0720783 ez
DATA PEOCESS MG
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'H NMR Spectrum of 15g
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'H NMR Spectrum of 17a
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BC NMR Spectrum of 17a
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'H NMR Spectrum of 17b
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'H NMR Spectrum of 17¢
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BC NMR Spectrum of 17¢

138
b 974

L]
= P03 T

ST
— L. Reh

SN - S

— 8
— IS 700

KY 1505 . 104
AU PROG

X02 AU
DATE 15-11-0
SF OB
E\' GE.E'

1 2435 257
§1 327E8
10 32768
S 15625000
HZ/PT 954
P 0.0
RD 0.0
L] 1.048
RG Boo
NS 2400

TE 287
FWH 19600
o2 3871 . 263
OP 2oOW DD
LB 1.000
] X
Cx 20 00
LY 14 50
F1 210 9530
F2 - TT0P
HI/CM GE4. 568
PPMfCH 10 SBE
SR -z0a1 38

T
f00 O 180 @ 160 O 140 0 120 0 100 0 600 " &0 0 a0 0 200
M

S70



'H NMR Spectrum of 17d
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C NMR Spectrum of 17d
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'H NMR Spectrum of 17e
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C NMR Spectrum of 17e
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"H NMR Spectrum of 17f
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C NMR Spectrum of 17f
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"H NMR Spectrum of 17¢g
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C NMR Spectrum of 17g
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'H NMR Spectrum of 18b
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C NMR Spectrum of 18b
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BC NMR Spectrum of 18¢
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"H NMR Spectrum of 18f
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3C NMR Spectrum of 18f
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"H NMR Spectrum of 18g
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C NMR Spectrum of 189
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'H NMR Spectrum of 18h
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1>C NMR Spectrum of 18h
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'H NMR Spectrum of 18K

S88



BC NMR Spectrum of 18k
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'H NMR Spectrum of 18m
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