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1. Experimental
1.1 Hydrogenation of (1R)-myrtenal (2)

Table S1. Optimisation of the hydrogenation of (1R)-myrtenal (2).

conditions
O O«

2 6
No Conditions Product Yield (%)
2 (1 equiv.), Pd/C (10% wt.), Hz (1 atm.), . i
1 MeOH, rt, 96 h mixture
9 2 (1 equiv.), Pd/C (10% wt.), H2 (1 atm.), complicated )
MeOH, 60 °C, 6 d mixture
3 2 (1 equiv.), Pt/C (10% wt.), H2 (1 atm.), 6 69
MeOH, rt -24 h, then 60 °C- 8 d
2 (1 equiv.), Pt/C (10% wt.), H2 (20 atm.), i i
4 ACOEL, rt, 3 d no reaction
5 2 (1 equiv.), Pt/C (10% wt.), H2 (1 atm.), 6 63
AcOEt, 70°C, 3d

1.2 Procedure of the synthesis of 2-(6,6-dimethylbicyclo[3.1.1]heptan-3-yl)-1,3-dioxolane (14) [1]

In the three-necked flask (100 mL) equipped with the Dean—Stark trap and balloon with
argon, myrtenal (2) (1 mL, 0.987 g, 6.6 mmol), ethylene glycol (1.13 mL, 19.7 mmol) and
tartaric acid (10% wt, 0.098 g) were placed in anhydrous benzene (7 mL). The mixture was
refluxed for 2 h until has been observed in the trap. The crude product was distilled in
Kiigelrohr giving 67% of 14 (0.855 g) [2]. *H NMR (400 MHz, CDCls): § 0.84 (s, 3H), 1.19 (d,
J=9 Hz, 1H), 1.13 (s, 3H), 2.10-2.12 (m, 1H), 2.24-2.46 (m, 4H), 3.87-4.00 (m, 2H), 5.14 (s,
1H), 5.75 (s, 1H). *3C NMR (125 MHz, CDCls): 6 21.1, 26.0, 31.2, 31.6, 37.8, 40.6, 40.8, 65.0,
65.1, 104.6, 124.8, 144.7. HRMS (ESI-LTQ) m/z calcd for Ci,H1902: 195.13851; found:
195.13863.

1.3 Hydrogenation of acetal 14 derived from (1R)-myrtenal (2)
Table S2. The attempts of the hydrogenation of acetal 14 derived from (1R)-myrtenal (2).

conditions
_— >
7 C
<;,o @)
14

15
No Conditions Product? Yield (%)
o
/
1 14 (1 equiv.), Pd/C (10% wt.), H, (1 atm.), o i
MeOH, rt, 4d </
o)
2 14 (1 equiv.), Pd/C (10% wt.), H2 (1 atm.), complicated )
AcOEt, rt, 6 d mixture
14 (1 equiv.), PtO (0.1 equiv.), Ho (1 atm.), . i
3[3] AcOEt, rt, then reflux, 3 d no reaction
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4 14 (1 equiv.), Pd/C (10% wt.), H, (1 atm.), 14 30

AcOEt, rt, 3d, then 60 °C, 30 h 15 12

5 14 (1 equiv.), Grubbs I (5% mol), H2 (1 atm.), no reaction i
NEt; (3 equiv.), DCM/MeOH, rt, 24 h

& _ according to GC-MS

2. NMR spectra of compounds
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13C NMR spectrum of 2-(6,6-dimethylbicyclo[3.1.1]heptan-3-yl)-1,3-dioxolane (14) (125 MHz, CDCls)
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'H NMR spectrum of trans-(1S,2R,5R,Sp)-3-(t-butylphenylphosphinoil)-6,6-dimethylbicyclo[3.1.1]heptane-2-carboaldehyde (Sp)-(3a-1) (400 MHz,
CDCls) (see Figure 8)
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