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I. Spectroscopic Details
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Figure S1. '"H NMR spectrum of 1 in CDCls.
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Figure S2. Stacked 'H (bottom; blue) and 'H{!'B} NMR (top; red) spectrum of 1 in CDCl;.
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Figure S3. 'H-''B{!H} HSQC NMR spectrum of 1 in CDCl;.
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Figure S4. '"B{'H} NMR spectrum of 1 in C¢Ds.
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Figure S5. BC{'H} NMR spectrum of 1 in CDCl;.
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Figure S6. ESI-MS spectrum of 1 in CH>Cl; and MeOH mixture.
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Figure S7. IR spectrum of 1 in CH2Cl.
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Figure S8. '"H NMR spectrum of 4 in CDCls.
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Figure S9. 'B{'H} NMR spectrum of 4 in CDCl;.
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Figure S10. 3C{'H} NMR spectrum of 4 in CDCls.
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Figure S11. ESI-MS spectrum of 4 in CH2Cl> and MeOH mixture.
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Figure S12. IR spectrum of 4 in CH2Clo.
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II. Computational Data
Table S1. Selected geometrical parameters and Wiberg bond indices (WBI) of 1°-4°.

r 2
Expt. Cal. WBI Expt. Cal. WBI
W1-B1 2.511 2.568 0.313 Mol-Bl1 2.548 2.575 0.324
WIi1-B2 2511 2.568 0.313 Mol-B2 2.544 2.575 0.323
B1-B2 1.705 1.799 0.536 B1-B2 1.732 1.797 0.538
B2-B3 1.794 1.799 0.536 B2-B3 1.777 1.797 0.538
B1-B3 1.802 1.723 0.739 B1-B3 1.797 1.725 0.728
3 4
Expt. Cal. WBI Expt. Cal. WBI
Cr1-B1 2.507 0.323 WI1-W2 2.961 3.048 0.391
Cr1-B2 2.507 0.323 WI1-W3 2.948 2.938 0.545
B1-B2 _ 1.792 0.542 W2-W3 2.845 2.850 0.738
B2-B3 _ 1.792 0.542 WI1-B1 2.336 2.395 0.408
B1-B3 _ 1.723 0.724 B1-B2 1.714 1.743 0.442

Table S2. Experimentally observed and calculated ''B chemical shifts of 1°-4°.

""B-NMR value 1’ 2’ 3’ 4
(ppm)
Experimental 1.8, 1.0, _ 25.7,
-41.8 -39.1 36.2,
69.1,
73.8
Theoretical -0.8, -0.1, -1.7, 11.4,
-47.2, -45.0 -45.6 19.1
61.7
73.1

S9



Table S3. Calculated natural charges (¢), natural valence population (Pop) and HOMO-
LUMO gaps of 1’-3’.

Cluster 0 Pop HORC LL Lo AEn
(eV) (eV) (eV)

r -0.466 (W1) 6.459 (W1) -6.046 -2.278 3.768
-0.379 (B1) 3.354 (B1)
-0.379 (B2) 3.354 (B2)
-0.188 (B3) 3.177 (B3)

> 20.953 (Mol) 6.946 (Mol) 26.241 2.419 3.822
-0.347 (B1) 3.220 (B1)
-0.347 (B2) 3.220 (B2)
-0.190 (B3) 3.179 (B3)

3 _1.571 (Crl) 7.552 (Crl) 26.538 2376 4161
-0.322 (B1) 3.296 (B1)
-0.322 (B2) 3.296 (B2)
-0.195 (B3) 3.183 (B3)

& 20.349 (W1) 6.401 (W1) 4.991 2278 2713
-0.234 (W2) 6.202 (W2)
-0.177 (W3) 6.152 (W3)
-0.213 (B1) 3.166 (B1)

Figure S13. Selected natural bonding orbitals of 1°. Isosurfaces are plotted at an

isovalue of £0.04 (e/bohr3)"2.
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Figure S14. Selected molecular orbitals of 4°. Isosurfaces are plotted at an

isovalue of £0.04 (e/bohr3)"2.
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Figure S15. Optimized geometry of 1°.
Total Energy =-566.9331 a.u.
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Figure S16. Optimized geometry of 2°.
Total Energy = -568.0540 a.u.
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Figure S17. Optimized geometry of 3°.
Total Energy = -1544.2724 a.u.
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Figure S18. Optimized geometry of 4°.
Total Energy =-1112.7886 a.u.
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