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1) Characterization of compounds

a. 1H, 13C NMR for 4-6 and HRMS data for 4-6 

b. Measurements of kd for compounds 6-RS/SR

c. NMR data on py addition to the solution of [Zn(hfac)2(1-RS/SR)], 

[Zn(hfac)2(3-RS/SR)], [(Zn(hfac)2)3(4-RS/SR)2].



a) 1H, 13C NMR for 4-6 and HRMS data for 4-6

RRSS-4 (300 MHz, CDCl3)

RRSS-4 (75 MHz, CDCl3)



RRSS-4 (DEPT 135, CDCl3)

RRSS-4 HRMS

m/z
380 385 390 395 400 405 410 415 420 425 430 435 440 445 450 455 460 465 470 475

%

0

100

pyrazine_RR-SS_Mex1 1 (0.052) AM2 (Ar,18000.0,0.00,0.00); Cm (1:20) 1: TOF MS ES+ 
1.43e7402.2514



RSSR-4 (300 MHz, CDCl3)

RSSR-4 (75 MHz, CDCl3)



RSSR-4 (DEPT 135, CDCl3)

RSSR-4 HRMS

m/z
380 385 390 395 400 405 410 415 420 425 430 435 440 445 450 455 460 465 470 475

%

0

100

pyrazine_RS-SR_Mex2 3 (0.086) AM2 (Ar,18000.0,0.00,0.00); Cm (1:20) 1: TOF MS ES+ 
1.57e7402.2516



RRSS-5 (400 MHz, CDCl3)

RRSS-5 (75 MHz, CDCl3)



RRSS-5 HRMS

m/z
350 360 370 380 390 400 410 420 430 440 450 460 470 480 490 500 510 520 530 540

%

0

100

JP948-F2-RRSS_Mex3 2 (0.069) AM2 (Ar,18000.0,0.00,0.00); Cm (1:20) 1: TOF MS ES+ 
2.56e6434.2414

 

RSSR-5 (400 MHz, CDCl3)



RSSR-5 (75 MHz, CDCl3)

RSSR-5 HRMS

m/z
380 385 390 395 400 405 410 415 420 425 430 435 440 445 450 455 460 465 470 475

%

0

100

JP579F2_Mex3 12 (0.299) AM2 (Ar,18000.0,0.00,0.00); Cm (1:20) 1: TOF MS ES+ 
1.46e7434.2410



RRSS-6 (300 MHz, CDCl3)

RRSS-6 (75 MHz, CDCl3)



RRSS-6 HRMS

m/z
380 385 390 395 400 405 410 415 420 425 430 435 440 445 450 455 460 465 470 475

%

0

100

JP948F1_Mex1 2 (0.069) AM2 (Ar,18000.0,0.00,0.00); Cm (1:20) 1: TOF MS ES+ 
2.94e7418.2465

RSSR-6 (400 MHz, CD3OD)



RSSR-6 (75 MHz, CDCl3)

RSSR-6 HRMS

m/z
380 385 390 395 400 405 410 415 420 425 430 435 440 445 450 455 460 465 470 475

%

0

100

JP579F1_Mex1 2 (0.069) AM2 (Ar,18000.0,0.00,0.00); Cm (1:20) 1: TOF MS ES+ 
1.21e6418.2461



b) Measurement temperature dependence of kd for alkoxyamine RS/SR-6.
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Ea = 118.7 kJ/mol
A0 = 2,14 x 1014 s-1 

Table 1SI kd values measured in t-Butylbenzene for alkoxyamine RS/SR-6
# T, oC kd, s-1

1 324 2.1E-5
2 343 2.2E-4
3 363 0.0024



c) NMR data on Py addition to the solution of [Zn(hfac)2(1-RS/SR)], [Zn(hfac)2(3-RS/SR)], 
[(Zn(hfac)2)3(4-RS/SR)2].

1H NMR spectroscopy of the [Zn(hfac)2(1-RS/SR)] (a) complex in C6D6 (0.02 M solution) 
with different amounts of Py as a competitor.
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(b)

1H and 31P NMR spectroscopy of the [Zn(hfac)2(2-RR/SS)] complex in C6D6 (0.02 M 
solution) along with 2-RR/SS and 2-RR/SS in the presence of 1 eqv. of TFA.



 
1H and 31P NMR spectroscopy of the [Zn(hfac)2(3-RS/SR)] complex in C6D6 (0.02 M 
solution) with different amounts of Py as a competitor.

1H NMR spectroscopy of the [(Zn(hfac)2)3(4-RS/SR)2] complex in C6D6 (0.02 M solution) 
with different amounts of Py as a competitor.

1H (a) and 31P (b) NMR spectroscopy of the [Zn(hfac)2(5-RS/SR)2] complex in C6D6 (0.02 M 
solution) along with 5-RS/SR and 5-RS/SR in the presence of 1 eqv. of TFA.


