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1. Brensted plot for k,,s sulfurisation of P(PhO); with 2,2,2°2’-tetramethyl-2,2’-phenylacetyl
disulfide as a function of pyridine pK,
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Substituent pK, ACN Kobs (S™) log k
4MeO 14.73 3.71x 104 -3.43
3Me 13.70 4,93 x 10+ -3.31
3ClI 9.77 450 x 10° -4.35
4CN 8.50 4.09 x 10 -5.39
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Brensted plot for ks sulfurisation of P(PhO); with dibenzoyl disulfide as a function of
pyridine pK,
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Substituent pK, ACN Kobs (1) log k
4MeO 14.73 6.01 x 10 -4.22
3Me 13.70 3.68 x 10 -4.43
H 12.60 1.09 x 10 -4.96
3MeO 12.45 4.61x 10 -5.34
3Cl 9.77 8.92 x 10 -5.05
3CN 8.00 3.00 x 108 -5.52
4CN 8.50 3.30 x 10 -5.48




3. Rate of sulfurisation of P(PhO); using fresh PADS in various solvents —plot of log rate

constant against dielectric constant &
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4. Concentration quantification of 48 h aged PADS

Fresh PADS (3
M) in ACN-d;

PADS (3 M) aged
48 h and quenched
according to text
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5. Sulfurisation of various substituted aryl phosphites (0.1 M) with fresh PADS (1 M) and 3-
picoline (2 M) against substituent Hammett o value
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6. Sulfurisation of various substituted aryl phosphites (0.1 M) with PADS (1 M) aged for 18 hours
and 3-picoline (2 M) against substituent Hammett o value
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7.

H, 13C and 3P NMR of tris-(4-methoxyphenyl)phosphite
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1H, 13C and 3'P NMR of tris(3-chlorophenyl)phosphite
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9. 'H, 3C and 3'P NMR of tris(4-chlorophenyl)phosphite
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10. 'H, 13C and 3P NMR of tris (4-fluorophenyl)phosphite

=
o
24
k BON——OSDH D o e —
= === 00800000Q00
E L A N N N N (SIS
w_|
o
o_|
o™
w_|
o _|
w0 — r
o JJ L
T T T T T T T T T T T T T T T T T T T T T T T T T T T T T
8.0 15 7.0 65 6.0 [ppm]
)
i
= oo oo W@ O
RONN NN SComa BN Ne@
=E=-1:1-] [ == OO b
D 0 DI s NN —= g
q e LY L S ===
0 _|
2
o |
K
L
=1 2]
bt
s
B o
w_|
-
<
=1
J ]
w0 |
o




x104

9.5

+ES| Scan (0.181-0.400 min, 38 Scans) Frag=150.0v MS52016_02_08_D4.d Sublract (3)

2710333
365.0550
553.0406
3340417
N | [ \ | 440580 5psazst BRGNS 7830738 e e
' n ' g L N 14 - L [ 'y 1 L 3 L L
100 150 20 250 a0 380 400 45 70 780 800 850 a00 950 1000

0 50 S50 600
Counts ve. Mass-lo-Charge (m/z)




