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Smith-modified Madelung indole synthesis (Smith indole synthesis):
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Table S4. Condition Screening for Friedel-Crafts Cyclization on Model Compound S16

HN— HN—
— —
Me : Me :
. Me conditions - Me
“*OH = +
Me "HE Me hﬁ'!
$16 S17
Entry Conditions Results
1 AlCl;, DCM, 0 °C to rt S17
2 BF5;-Et.O, DCM, 0 °C S17
3 TFA, DCM, 0 °C Messy
4 SnCly, DCM, 0 °C S17 (major)
5 FeCls, AgSbFs, DCE, 80 °C S17
6 BF;-Et,O or SnCly, MeNO», 0 °C to rt Messy
7 TFA, DCM, 0 °C Messy
3 TfOH, DCM, 0 °C S17
9 TFSI-H, DCM, rt N.R.
10 PTSA, toluene, 125 °C S17
11 montmorillonite K—-10, DCE, 120 °C, mw S18 (45%)"
S19 (23%)

a. C-cyclization product S18 is unstable.,
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Table S5. Condition Screening of Mukaiyama Hydration on Compound 20
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Z > co,Me
Me - Me

: 0 QOE,OH
Me; uﬂ Me M'g
22

M "standard condition” M
20 21
Entry Deviation from Standard conditions Ratio of 8§20 : 21 : 22° | Yield of 22 (%)
1 None” 0.30:0.26 : 0.44 30
2 Solvent = THF 0.14:0.44 : 0.41 -
3 Solvent = EtOAc 0.24:0.35:0.41 -
4 Solvent = t-BuOMe 0.20:0.37:0.43 -
5 Solvent = hexane 033:0.25:0.42 -
6 Solvent = cyclohexane 0:0.54:046 -
7 cyclohexane, rt 0.15:0.40: 0.46 32
8 Co(acac),, PhSiH3, O, i-PrOH, rt 0.33:0.30: 0.37 21
9 Mn(dpm)s, PhSiH3, O,, i-PrOH, PPhs, 1t 0.32:0.23:0.45 32
10 Mn(acac):, PhSiH3, Os, i-PrOH, THF, rt 0:0.50:0.50 40

d.

Ratio of products was calculated based on '"H NMR analysis. b. Standard conditions were

obtained from Shenvi’s report.®
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Scheme 1. Electronic influence on platinum-catalyzed hydrosilylations.



