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Combination of the nitriteion with 1a-BF, in acetonitrile at 20 °C
by stopped flow technique
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la-BF, 1a-NO,
No. [la-BFj]o M [NO;1, M ky (20°C), 5!

1 1.12x 107 7.99x 107 49.4
2 1.12x10°° 8.94 x 107° 50.2
3 1.12x 107 1.08 x 10™* 55.0
4 1.12 x 10™° 222 x10™ 74.3
5 1.12 x 107 3.74x 107 94.2
6 1.12 x 10°° 4.69 x 107 112
[a@ Absorption decay was monitored at 631 nm.
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Combination of the nitriteion with 1b-BF, in acetonitrile at 20 °C
by stopped flow technique

1b-BF, 1b-NO,
No. [1b-BFgo, M @ [NO; 1, M ky, (20°C), s
1 1.07 x 107 8.02x 10™° 106
2 1.07 x 10° 8.96 x 10° 110
3 1.07 x 10™ 1.09 x 107* 117
4 1.07 x 10° 2.26 x 107 155
5 1.07 x 10™ 3.75x 107 204

[a@ Absorption decay was monitored at 635 nm.
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Combination of the nitriteion with 1c-BF, in acetonitrile at 20 °C
by stopped flow technique

S]
090
~N
@
/N I\\I /N N
Me 1c-BF, Me Me 1c-NO,
No. [1c-BFjo,M @ [NO; 1, M ky, (20°C), s
1 519 x 107° 284x10° 42.2
2 519 x 10°° 5.06 x 10™° 58.7
3 519 x 10°° 1.03x 107 111
4 519 x 10°° 2.63x 10 272
5 519 x 10°° 5.29 x 107* 532
[a Absorption decay was monitored at 616 nm.
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Combination of the nitriteion with 1d-BF, in acetonitrile at 20 °C
by stopped flow technique
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Me 1d-BF, Me Me 1d-NO, Me
No. [1d-BFgo, M @ [NO; 1, M ky, (20°C), s
1 9.38 x 10° 570 x 10 179
2 9.38 x 10°° 8.55 x 10 256
3 0.38x 10°° 9.50 x 10™° 285
4 0.38 x 10°° 1.14 x 10™* 336
[a] Absorption decay was monitored at 620 nm.
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Combination of the nitriteion with 1ein acetonitrile at 20 °C
by laser flash technique
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1e-N02

No. [1eBFJoM™®  [NO;]Jo M [NO,],M™ k (20°C), s

1 412 x 107 4.63x 107" 513 x 107 1.78 x 10°
2 412 x 107 9.27 x 107 5.15 x 107 9.18 x 10°
3 3.28 x 107 1.78 x 1073 1.45x 1073 2.45 x 10*
4 412 x 107 2.32x 1073 1.90 x 1073 3.39 x 10*
5 412 x 107 3.98x 1073 357x10° 5.61 x 10"

[a] Absorption decay was monitored at 605 nm. [b] The solution of 1e-BF, was added to a
solution of n-Bu,;N*NO,~ in agraduated flask and the resulting mixture was diluted to 25
mL. Concentration of the nitriteion [NO, ] = [NO, ], — [1e-BR]o.
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Combination of the nitriteion with 1f in acetonitrile at 20 °C
by laser flash technique
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No. [1f-BFjo, M @ [NO;Jo, M [NO;1,M ™ K, (20°C),s™*
1 3.88x 107 6.02 x 107 2.14 x 107 3.04 x 10*
2 7.75x 107 1.20x 1072 4.29 x 107 5.64 x 10*
3 3.88x 107" 1.20 x 107 8.16 x 107 1.32 x 10°
4 3.88x 107 1.81x 107 1.42 x 1072 2.22 x 10°
5 3.88x 107 241 %1073 2.02x 107 3.09 x 10°
6 3.88x 107 3.01x 1073 2.62x 107 3.82 x 10°

[a] Absorption decay was monitored at 614 nm. [b] A solution of 1f-BF, was added to a
solution of n-Bu,;N*NO,™ in a graduated flask and the resulting mixture was diluted to 25
mL. Concentration of the nitriteion [NO, ] = [NO, ]y — [1f-BF)o.
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Combination of the nitriteion with 1g in acetonitrile at 20 °C

by laser flash technique
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No. [1g-BFjo, M@ [INO;Jo, M [NO ], M™ | (20°C),s™?

1 412 x 107 151 x 10° 1.10x 10° 1.32 x 10°

2 249 x 107 1.88 x 1073 1.63 x 1073 1.89 x 10°

3 1.99 x 107 2.35x 1073 215x 1073 2.36 x 10°

4 1.65x 10™* 3.02x 10 1.37 x 10°* 219 x 10°

5 4.92 x 107 753 x 107 261x107% 2.98 x 10°

6 1.99 x 107 4.69 x 107 2.70x 107 3.75x 10°

7 412 x 107 1.21 x 1073 7.98 x 107 8.76 x 10°

8 3.93x 10 1.20 x 1073 8.07 x 10 9.92 x 10°

[a] Absorption decay was monitored at 590 nm. [b] A solution of 1g-BF, was added to a
solution of n-Bu,;N"NO,™ in agraduated flask and the resulting mixture was diluted to 25
mL. Concentration of the nitriteion [NO, ] = [NO, o — [1g-BF,]o.
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Combination of the nitriteion with 1h in acetonitrile at 20 °C

by laser flash technique
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Ph 1h-NO, Ph B 1h i
No. [1h-BF o, M@ [NO;]o, M [NO;],M™  k, (20°C),s™*
1 3.70 x 10°* 6.02 x 107 232 x 107 9.00 x 10°
2 2.75x 107 9.07 x 107 6.32 x 10°* 2.38 x 10°
3 3.70 x 107 1.20 x 1073 8.34x 107 2.95 x 10°
4 3.70x 107 1.81 x 1073 1.44 x 1073 4.79 x 10°
5 3.70 x 107 3.01x10° 2.64x 1072 9.20 x 10°

[a] Absorption decay was monitored at 590 nm. [b] A solution of 1h-BF, was added to a
solution of n-Bu,N*NO,” in agraduated flask and the resulting mixture was diluted to 25
mL. Concentration of the nitriteion [NO, ] = [NO, ], — [1h-BF,],.
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Combination of the nitriteion with 1j in acetonitrile at 20 °C

by laser flash technique
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Laser pulse
290 nm

Me
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n- BU4N N02

No. [1j—Cl]o,M @

[INO; 1, M ™k, (20°C),s™!

1 3.87x10°° 1.57 x 107 1.22 x 10°
2 476 x 1072 3.13x10° 1.24 x 10°
3 3.09x10° 6.26 x 10™° 2.44 x 10°
4 3.09x 102 9.39 x 107 3.21 x 10°
5 419x10° 1.25x 10™* 3.93x 10°
6 419 x 1073 1.88 x 107 5.69 x 10°
7 357x10° 250 x 10°* 6.44 x 10°
8 493 %1072 213 x10™ 6.62 x 10°

[a] Decay of the absorption of 1j was monitored at 470 nm. [b] A
solution of 1j-Cl was added to a solution of n-Bu,N'NG,” ina
graduated flask and the resulting mixture was diluted to 25 mL. 1j-Cl
reacts with n-Bu,N"NO,” in MeCN very slow, and initial concentration
of the nitriteion is[NO,].
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lonisation equilibrium for 1a—NO, in acetonitrile at 20 °C
by J& M TIDAS spectrometer with Hellma insertion probe
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la-BF, la-NO,
Nr.  [la-BFjJo/M [NO;lo/M Ay® [laBFje/M™ [NO;leg/M [1a-NOjjeq/ M K/M™
1 226x10° 130x10° 0.783 132x10° 121x10°  944x10° 5.95x10°
2 217 x10° 250x10° 0.553 929x10° 238x10° 1.24x 10 5.62 x 10°
3 209x10° 362x10* 0427 718x10° 348x10° 137 x10° 549 x 10°
4 202x10° 465x10* 0.347 583x10° 451x10™ 1.44x10° 547 x 10°
5 1.24x10° 752x10° 0515 8.66x10° 7.15x107° 3.74x10° 6.05x 10°
6 1.20x10° 1.77x10"* 0.353 593x10° 171x10" 6.07 x10° 5.98 x 10°
7 117 x10° 272x10* 0.271 455x10° 265x10° 7.15x10° 592 x 10°
8 1.13x10° 362x10* 0.218 366x10° 354x10* 7.64x10° 5.88x 10°

[a] At 631 nm, d = 0.5 cm. [b] For 1a-BF,; | e = 631 nm, e=1.19 x 10° cmi "M ™
K (20°C) = (5.80+ 0.23) " 10°M
lonisation equilibrium for 1b-NO, in acetonitrile at 20 °C
Q
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1b-BF, 1b-NO,
Nr. [1b-BFJo/M [NO;Jo/M  Ag [1b-BFjeg/M° [NO;]eq/ M [1Ib-NOje,/ M K/M™
1 1.06x10° 354x10° 0.588 9.33x10° 341x10” 1.27x10° 398x 10°
2 1.04x10° 1.04x10* 0.450 714x10°  1.01x 10" 326x10° 4.53x 10°
3 1.02x10° 170x10* 0.370 587x10° 166x10° 433x10° 4.45x10°
4 976 x10° 294x10* 0.275 437x10° 289x107 539x10° 4.28x 10°
5 1.99x10° 1.33x10* 0.796 126x10° 1.26x10° 7.27%x10° 457 x10°
6 191x10° 257x10* 0.560 8.89x10° 247x10" 1.02x10° 4.65x 10°
7 1.85x10° 371x10* 0433 6.87x10° 359x 107 116 x 10° 4.71 x 10°
8 150x 10> 1.34x10" 0.580 921x10° 128x10" 579x10° 4.91x10°
9 1.44x10° 257x10* 0.410 6.51x10° 249x 107" 7.89x10° 4.87 x 10°
10 1.39x10° 372x10* 0.315 500x10° 3.63x10™° 8.90x 10° 4.90 x 10°

3 At635nm, d = 0.5 cm.” For 1b-BF: | na = 635nm, e= 1.26 x 10° cm M.
K (20°C) = (458 £ 0.30) * 10°M
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lonisation equilibrium for (ind),CH-NO, in acetonitrileat 20 °C
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1c-BF, i\/le Me 1c-NO, Me
Nr.  [1c-BFJo/M [NO/Jo/M Ay’ [1c-BFjeq/M® [NOyleq/M [1cNOJeq/M  K/M™
1 153x 10> 2.88x 10> 0.322 467x10° 1.82x10° 1.06 x 10~ 1.25x 10°
2 151x10° 856x10° 0.094 1.36x10° 7.19x10° 1.37 x 10° 1.40 x 10°
3 150x 10° 1.42x10* 0.052 754x 10" 1.28x10* 142 x 10° 1.48 x 10°
4 152x10° 1.43x10° 0578 838x10° 7.48x10° 6.82x 10° 1.09 x 10°
5 151x10° 428x10° 0.233 338x10° 311x10° 117 x10° 1.12 x 10°
6 1.49x 10° 1.27x10* 0.079 114x10° 1.13x10" 1.38x 10° 1.06 x 10°
7 151x10° 711x10° 0.758 1.10x10°  3.00x 10°° 411x10° 1.25x10°
8 150x10° 354x10° 0.280 406x10° 245x 107 1.09x 10° 1.10 x 10°
9 1.49x10° 913x10° 0.105 152x10° 7.79x10° 1.34x10° 1.13x 10°

aBe 616 nm, d = 0.5cm.” For 1¢-BF,; | e

=616 nm, e= 1.38 x 10°cm M ™.
K(20°C)=(1.21+0.14) " 10°M™
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Synthesis of bis(aryl)methyl nitrites (1i,j)-ONO
_N

OH O \\O
R R - EthH@ cP R R
R = OMe or Me (1i,j)-ONO

To a stirred solution of bis(aryl)methanol (1.00 mmol) and Et;N (202 mg, 2.00 mmol) in dry CH,ClI,
(5 mL) neat NOCI (ca. 0.2 mL) was added at —78 °C and the resulting mixture was stirred for 20 min
at —78 °C and 10 min at —30 °C. The reaction mixture was diluted with heptane (10 mL), and after
removal of the cooling bath it was concentrated in vacuum until the excess NOCI is evaporated and
colourless suspension of Et;NH'CI™ is left. The residue was filtered through glass-wool and evaporated
in vacuum to give product slightly contaminated by unidentified product (H NMR control) as a
yellowish ail [1i-ONO: 250 mg (91 %); 1j-ONO: 219 mg (91 %)].

1i-ONO: *H NMR (400 MHz, CDCl;): d = 3.80 (s, 6 H), 6.89 (d, 4 H, J=8.8 Hz), 7.22 (d, 4H, J=8.8
Hz), 7.33 (s, 1 H, Ar,CH). *C NMR (100.6 MHz, CDCly): d = 55.4 (OMe), 81.5 (Ar,CH), 114.1
(CH), 128.7 (CH), 132.2 (C), 159.5 (Cy). N NMR (40.5 MHz, gHMBC, CDCly): d = 176.5 (s,
ONO). MS (El), miz (%): 273 (M*, 0.19), 227 (M* — NO,, 100); HRMS (EI) calcd for CsH1sNO,:
273.0997; found: 273.0990.

1j-ONO: *H NMR (300 MHz, CDCly): d = 2.25 (s, 6 H), 7.06 (d, 4 H, J = 8.3 Hz), 711 (d, 4 H, J=
8.3 Hz), 7.50 (s, 1 H, Ar,CH). *C NMR (75.5 MHz, CDCl): d = 21.3 (Me), 81.8 (Ar,CH), 127.4
(CH), 129.4 (CH), 137.2 (C), 138.1 (Cy). N NMR (40.5 MHz, gHMBC, CDCly): d = 174.6 (s,
ONO).

Rearrangement of bis(4-methoxyphenyl)methyl nitrite 1i-ONO into bis(4-methoxy-
phenyl)nitromethane 1i-NO,

€
_N_ 0L2_0
O ~o N
neat, 0 °C
(T ®
MeO OMe MeO OMe
1i-ONO 1i-NO,

Neat nitrite 1i-ONO (90 mg, 0.33 mmol) was maintained at 0 °C for 48 hours and the
resulting red solid was subjected to column chromatography (silica gel, CH,Cl,) to give
1i-NO, (48 mg, 53 %, dlightly contaminated by unidentified product), 4,4’ -dimethoxy-
benzophenone 2i (12 mg, 15 %) and traces of di[bis(4-methoxyphenyl)methyl] ether.

1i-NO,: *H NMR (400 MHz, CDCly): d = 3.82 (s, 6 H), 6.71 (s, 1 H, Ar,CH), 6.93 (d, 4 H, J = 8.7
Hz), 7.30 (d, 4 H, J = 8.7 Hz). *C NMR (100.6 MHz, CDCl,): d = 55.5 (OMe), 94.0 (Ar,CH), 114.3
(CH), 126.8 (Cy), 129.9 (CH), 160.4 (C,). "N NMR (40.5 MHz, gHMBC, CDCly): d = 0.7 (s, NO,).
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Reaction of bis(4-methoxyphenyl)nitromethane 1i-NO, with tetra-butylammonium
nitrite

€]
0:8.0
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e
MeO OMe MeCN, r.t. MeO OMe
1i-NO, 2i

To a stirred solution of N-Bu,N*NO,™ (54 mg, 0.19 mmol) in dry MeCN (6 mL) a solution of 1i-NO,
(10 mg, 0.037 mmol, dlightly contaminated by unidentified product) in benzene (0.2 mL) was
added at 20 °C. After 3 h of stirring at 20 °C the solvent was evaporated and the residue was extracted
with n-heptane (3 x 5 mL). The combined n-heptane extracts were filtered through glass-wool and
evaporated in vacuum to give 2i (8 mg, 89 %, dlightly contaminated by unidentified product from
the starting material).

Reaction of bis(4-methoxyphenyl)methyl nitrite 1i-ONO with tetra-butylammonium nitrite

To a stirred solution of n-Bu,N*NO,™ (582 mg, 2.02 mmol) in dry MeCN (60 mL) a solution of
1i-ONO (119 mg, 0.435 mmol) in benzene (1 mL) was added at 20 °C. After 3 h of stirring at 20 °C
the reaction mixture was evaporated and the residue was extracted with n-hexane (10 x 10 mL). The
combined n-hexane extracts were filtered through glass-wool and evaporated in vacuum to give
1i-ONO (109 mg, 92 % recovery, *H NMR control).

Interaction of bis(4-methylphenyl)methyl nitrite 1j-ONO with tetra-butylammonium nitrite

To a stirred solution of n-Bu,;N"NO,™ (951 mg, 3.30 mmol) in dry MeCN (100 mL) a solution of
1j-ONO (155 mg, 0.567 mmol) in MeCN (2 mL) was added at 20 °C. After 25 h of stirring at 20 °C,
15 mL of the reaction mixture was separated. After concentration of the sample, the residue was
extracted with n-hexane (10 x 10 mL). The combined n-hexane extracts were filtered through glass
wool and evaporated in vacuum to give 1j-ONO (21 mg, corresponds to 92 % recovery, ‘H NMR
control).

Reaction of bis(4-methoxyphenyl)methylchloride 1i-Cl with tetra-butylammonium nitrite

/N\
cl 0" o o)
n-BU4N+NO;
+
o
MeO OMe ~ Et;NH® ¢f MeO OMe MeO OMe
1i-Cl 1i-ONO 2i

To astirred solution of n-Bu,;N*NO, (360 mg, 1.25 mmol) in dry MeCN (35 mL) a solution of 1i-Cl
(72 mg, 0.27 mmol) in MeCN (2 mL) was added at 20 °C. After 3 h of stirring at 20 °C, the reaction
mixture was evaporated and the residue was extracted with n-hexane (10 x 10 mL). The combined

extracts were filtered through glass-wool and evaporated in vacuum to give a mixture of  1i-ONO (67
%) and 2i (20 %) [yields determined by *H NMR with CH,Cl, as an internal standard].

The components of the product mixture were identified by comparison of their *H, *C NMR spectra
with the spectra of pure 1i-ONO and 2i.
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Reaction of bis(4-methylphenyl)methyl bromide 1j-Br with tetra-butylammonium nitrite

No
Br O ~O (0]
n-BusN'NO,
PA® SAPNEINOA®
'S
Me Me _EtsNH@ Cl Me Me Me Me
2j

1j-Br 1j-ONO

To a stirred solution of n-Buy;N*NO,™ (288 mg, 1.00 mmol) in dry MeCN (30 mL) a solution of

1j-Br'SY (60 mg, 0.22 mmol) in MeCN (2 mL) was added at 20 °C. After 3 h of stirring at 20 °C, the
reaction mixture was evaporated and the residue was extracted with n-hexane (10 x 10 mL). The
combined n-hexane extracts were filtered through glass-wool and evaporated in vacuum to give a

mixture of 1j-ONO (71 %) and 2j (21 %) [yields determined by *H NMR with CH,Cl, as an internal
standard].

The components of the product mixture were identified by comparison of their *H and *C NMR
spectra with the spectra of pure 1j-ONO and 2j.

Reaction of bis(julolidin-9-yl)methylium tetrafluor obor ate 1b-BF, with tetra-
butylammonium nitrite

S
BF, NO,
@ @ )
O O " O O
N N - n-Bu4N® BFy N N
1b-BF4 1b-NO,

To asolution of 1b-BF,4 (23 mg, 0.052 mmol) in dry CD3;CN (0.5 mL) quantitative standard (CH,Cl,)
and a solution of n-Bu,N*NO,™ (72 mg, 0.25 mmol) in dry CD;CN (0.5 mL) were added at 20 °C. The
'H NMR spectrum recorded immediately after the thorough mixing revealed the formation of ~ 1b-
NO, with ayield 93 %.

'H NMR (200 MHz, CDCN): d = 1.91 (m, 8 H), 2.69 (t, 8 H, J = 6.4 Hz), 3.16 (t, 8 H), 6.45 (br.s, 1
H, Ar,CH), 6.74 (br.s, 4 H).

[SU'\W. E. Bachmann, J. Am. Chem. Soc. 1933, 55, 2135-2139.
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Reaction of bis(4-dimethylaminophenyl)methylium tetr afluor obor ate 1e-BF, with tetra-
butylammonium nitrite

S
BF, NO,
@ ) )
n'BU4N N02
< O O
Me,N NMe, —n-BU4N® BF4 Me,N NMe,
le-BF, 1e-NO,

To asolution of 1e-BF, (33 mg, 0.097 mmol) in dry CDsCN (0.5 mL) quantitative standard (CH,CI,)
and a solution of nN-BuyN*NO,™ (34 mg, 0.12 mmol) in dry CDsCN (0.5 mL) were added at 20 °C.
After the thorough mixing *H NMR spectrum was recorded, which revealed the formation of 1e-NO,
with a yield 96 % and traces of 4,4’ -dimethylaminobenzophenone, which accumulated with time in
reaction mixture.

To asolution of 1e-BF, (73 mg, 0.22 mmol) in dry MeCN (20 mL) a solution of n-Bu,N*NO,™ (95 mg,
0.33 mmol) in dry MeCN (10 mL) were added at 0 °C. The solvent was evaporated in vacuum and the
residue was rapidly extracted with benzene / hexane mixture (1 : 1, 2 x 10 mL). The combined extracts
were filtered through glass-wool under inert atmosphere and concentrated in vacuum to give 1e-NO,
as an unstable yellow powder (57 mg, 89 %, contains traces of 4,4’ -dimethylaminobenzophenone).

'H NMR (200 MHz, CD;CN): d = 2.95 (s, 12 H), 6.72 (s, 1 H, Ar,CH), 6.75 (d, 4 H, J = 8.8 Hz), 7.23
(d, 4 H, J = 8.8 Hz). 3C NMR (100.6 MHz, CDCN): d = 40.5 (Me), 95.1 (Ar,CH), 112.9 (CH), 128.9
(Cy), 130.2 (CH), 152.0 (C). N NMR (40.5 MHz, gHMBC, CsDg + CDCl3): d = 3.8 (s, NO,).

Reaction of bis(4-(methyl(2,2,2-trifluor oethyl)amino)phenyl)methylium tetr afluor obor ate 1g-
BF, with tetrabutylammonium nitrite

S
BF, NO,
2 n-Bu,N® NO,
CF3 CF3 4 2 CF3 O O CF3
kN NJ —n-Bu,N® BFY kN NJ
| | | |
Me 19-BF, Me M Me

e 1g-NO,

To asolution of 1g-BF, (45 mg, 0.095 mmol) in dry CD3;CN (0.5 mL) quantitative standard (CH,CI,)
and a solution of n-Bu;N"NO, (54 mg, 0.19 mmol) in dry CD;CN (0.5 mL) were added at 20 °C.
After the thorough mixing *H NMR spectrum was recorded, which revealed the formation of a
compound 1g-NO, with a yield 93 % and 5 % of 4,4'-N,N’-(methyl(2,2,2-trifluoroethyl)amino-
benzophenone, which accumulated with time in the reaction mixture.

'H NMR (200 MHz, CDsCN): d = 3.06 (s, 6 H), 4.07 (g, 4 H, J= 9.3 Hz) , 6.77 (s, 1 H, Ar,CH), 6.90
(d, 4H,J=9.1Hz),7.28 (d, 4H, J=9.1 Hz).
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Reaction of methyl iodide with tetra-n-butylammonium nitrite

@ 0 CDClg ‘ N=0
Bu,N°NO — H,C—N® ,
BUN NOz + BCml = s T ' 7 Hic—O

67 % 28 %

To asolution of n-Bu,;N"NO,™ (40 mg, 0.14 mmol) in CDCl; (1 mL) neat Mel (10 mg, 0.070 mmol)
and standard (MeOAc) was added. After 35 min *H NMR spectrum (200 MHz) was taken, which
showed the peaks of MeNO, (67 %) and MeONO (28 %).*

Reaction of methyl mesylate with tetra-n-butylammonium nitrite

@ 0O I CDCl3 ‘ N=0
-BusN N —0-S-— H,C—N® /
n-Buy O, + HiC-O ﬁ CH, o 3 \o@ + HyC—0

60 % 29 %

To asolution of n-Bu,N"NO, (85 mg, 0.30 mmol) in CDCl; (1 mL) neat MeOMs (21 mg, 0.19 mmol)
and standard (MeOAc) was added. After 1 h *H NMR spectrum (200 MHz) was taken, which showed
the peaks of MeNO, (60 %) and MeONO (29 %).1%%

Reaction of trimethyloxonium tetrafluor oborate with tetra-n-butylammonium nitrite

@ 0O @ ©)] CDCl, ‘ N=0
-BusN N + H BF H,C—N®
n-BusN NO; (CH3)30 4 oG 3 o * -0
41 % 41 %

To solid Me;O" BF,~ (18 mg, 0.12 mmol) a solution of n-Bus;N*NO,~ (46 mg, 0.16 mmol) in CDCl; (1
mL) and standard (MeOAc) was added. After the dissolution of Me;O" BF,~ (ca. 10 min) ‘H NMR
spectrum (200 MHZz) was recorded, which showed peaks of MeNO, (41 %), MeONO (41 %) and
Me,0.*

Reaction of methyl triflate with tetra-n-butylammonium nitrite

(@]
@ 0 I CDCl3 ‘ N=0
-BusN NO —0—-S— H,C—N@ /
N-buy 2 + H3C (@) % CF3 0 OC 3 \(§9 + H3C—O
38 % 56 %

To asolution of n-Buy;N*NO,™ (46 mg, 0.16 mmol) in CDCl; (1 mL) neat MeOTf (13 mg, 0.079
mmol) and standard (MeOAc) was added. After 5 min *H NMR spectrum (200 MHz) was taken,
which showed the peaks of MeNO, (38 %) and MeONO (56 %).l*%

%2 For MeONO *H NMR (CDCl5): d = 4.04 (br.) ppm: K. I. Lasaar, S. H. Bauer, J. Phys. Chem 1984, 88,
3052-3059.
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