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Abstract: An effective and inexpensive organocatalyst tetra-
butylammonium fluoride (TBAF) was developed for the re-
ductive functionalization of CO2 with amines to selectively
afford formamides or methylamines by employing hydrosi-
lanes. Hydrosilanes with different substituents show discrimi-
natory reducing activity. Thus, the formation of formamides
and further reduction products, that is, methylamines could
be controlled by elegantly tuning hydrosilane types. Forma-
mides were obtained exclusively under an atmospheric pres-
sure of CO2 with triethoxysilane. Using phenylsilane as a re-

ductant, methylamines were attained with up to 99 % yield
at 50 8C coupled to a complete deoxygenation of CO2. The
crucial intermediate silyl formate in the formylation step was
identified and thereby a tentative mechanism involving the
fluoride-promoted hydride transfer from the hydrosilane to
CO2/formamide was proposed. Striking features of this
metal-free protocol are formylation and methylation of
amines by reductive functionalization of CO2 with hydrosi-
lanes and mild reaction conditions.

With the increasing environmental and societal concerns about
carbon emission, great efforts have been devoted to carbon di-
oxide fixation over the past two decades.[1] Indeed, CO2 has
been widely used as a sustainable C1 building block for the
production of various chemical products, for example, cyclic
carbonates,[2] oxazolidinones,[3] carboxylic acid,[4] and metha-
nol,[5] since CO2 is nontoxic, economical, and abundant. How-
ever, due to its thermodynamic stability and kinetic inertness,
highly reactive nucleophiles or transition-metal catalysts for
CO2 activation, high-energy starting materials, or drastic reac-
tion conditions are commonly required for performing the re-
actions involving CO2 smoothly. To expand the scope of value-
added chemicals available from CO2, efficacious catalysts that
are able to promote CO2 functionalization (i.e. CO2 conversion
through the formation of the C�O, C�N, or C�C bond) under
mild conditions especially atmospheric pressure and/or at
room temperature are highly desirable. One promising meth-
odology in this area is the reductive functionalization of CO2

with amines and reductants to selectively produce formamides
and methylamines, successively, as shown in Scheme 1.[6]

Formamides are versatile chemicals and building blocks in
inorganic synthesis,[7] for example, N,N-dimethylformamide is
widely utilized as a solvent and reagent for chemical reac-
tions.[8] On the other hand, methylamines are important inter-

mediates that find widespread applications in the preparation
of dyes, natural products, fine chemicals, etc.[9] Conventionally,
formamides are synthesized by formylation of amines with
toxic CO as a C1 source,[10] and methylamines are often ob-
tained by employing formaldehyde, methyl iodide, or dimethyl
sulfates as methylating agents from amines.[11] In this regard,
using CO2 as a C1 building block becomes an alternative and
promising route to formamides and methylamines from
amines if a green and sustainable route is desired.

Among the methods developed, metal catalytic systems in-
cluding Ru,[12a,b, g–j] Fe,[12c,d] Cu,[12e, l] Zn,[12f] and Ni[12k] have been
developed for reductive functionalization of CO2 with amines
in the presence of molecular hydrogen or hydrosilanes as re-
ductants. Recently, a number of organocatalysts, such as TBD
(1,5,7-triazabicyclo[7.4.0]dec-5-ene),[13] NHCs (N-heterocyclic
carbenes),[14, 18] NHP-H (1,3,2-diazaphospholene),[15] ILs (ionic liq-
uids)[16] as well as proazaphosphatrane superbases,[17] CDCs
(carbodicarbenes),[19] and B(C6F5)3

[20] have also shown high ac-
tivity in comparison with transition-metal catalysis under com-
parable reaction conditions. From a mechanistic standpoint,
the amine is initially converted to its formamide, which is sub-
sequently further reduced to the corresponding methylami-
ne.[12f, g] The latter step is more difficult,[12c] providing an oppor-
tunity for selective reduction towards CO2 or the formamide in-
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Scheme 1. Reductive functionalization of CO2 with amines.
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termediate. For example, the thiazolium carbenes have been
developed for N-formylation with PMHS (polymethylhydrosilox-
ane) at 50 8C. Nevertheless, the N-methylation product, that is,
methylated amine can be obtained in 81 % yield under slightly
more forcing conditions (100 8C).[21] It is well known that hydro-
silanes with different substituents show discriminatory reduc-
ing ability.[22] We envisioned that divergent reducing ability to-
wards CO2 or the formamide intermediate may be realized by
choosing hydrosilanes with different substituents, and thus dif-
ferent products, that is, formamide or methylamine can be ob-
tained with high selectivity.

Fluoride has been usually employed for the reduction of al-
dehydes and ketones with a hydrosilane as a reductant.[23]

Fluoride anion interacts with the Si atom of hydrosilane to
generate the penta- or hexa-coordinated silicon intermediate,
thus elevating the hydrosilane reducibility. Baba et al. used CsF
as catalyst for the hydrosilylation of CO2 to silyl formate for the
first time, resulting in successful synthesis of the formamides
from piperidine and N-methylaniline with dimethylphenylsi-
lane, though with relative high temperature and long time.[24a]

Herein, we would like to report TBAF (tetrabutylammonium
fluoride) as an excellent organocatalyst for fixing CO2 with vari-
ous amines using hydrosilanes as reductants. Excellently, for-
mamides and further reduction products methylamines could
be selectivity controlled by simply tuning hydrosilane types,
thus realizing chemoselective two- and six-electron reduction
of CO2 coupled to C�N bond construction. A tentative mecha-
nism involving the fluoride-promoted hydride transfer from
the hydrosilane to CO2 was proposed based on the identified
intermediate silyl formate.

The reductive functionalization of CO2 in the presence of N-
methylaniline (1 a) with triethoxysilane as a reductant was in-
vestigated to find suitable catalysts as summarized in Table 1.
No reaction occurred in the absence of any catalyst (entry 1,
Table 1). CsF and KF were almost inactive (entries 2 and 3). In-
terestingly, combination of KF and [18]crown-6 gave an excel-
lent result with 96 % yield of N-methylformanilide (1 b)
(entry 4), although [18]crown-6 itself was ineffective (entry 5).
This may be because [18]crown-6 is able to coordinate with
potassium cation, thus enhancing the nucleophilicity of fluo-
ride anion and the catalyst solubility. Inspired by this, we envis-
aged that a bulky group, that is, the tetrabutylammonium ion
presumably works as the potassium fluoride/[18]crown-6
system, thus enhancing the nucleophilicity of the fluoride
anion and improving the catalyst solubility in organic solvent
compared with potassium or cesium cation.[25] As such, TBAF
allowed the reaction to afford a quantitative yield of 1 b suc-
cessfully (entry 6). On the other hand, TBAB (tetrabutylammo-
nium bromide) and TBAC (tetrabutylammonium chloride) ex-
hibited barely any activity (entries 7 and 8 vs. 6), suggesting
that the anion is crucial to the reaction. Accordingly, the tetra-
butylammonium cation could improve the nucleophilicity of
the fluoride anion and the catalyst solubility, thus improving
the catalytic reactivity of TBAF by activating the Si�H bond of
triethoxysilane.

In addition, polar solvents were more favorable for this for-
mylation, probably due to the coordination capability with the

hypervalent silicon intermediate (entry 6 vs. 9–12, Table 1). Less
polar solvents such as toluene, THF, and 1,4-dioxane were in-
compatible with the catalytic system, leading to poor results
(entries 10–12), presumably due to the decreased stability of
the hypervalent silicon intermediate [HSiF(OEt)3(solvent)]� in
those solvents.[23b] Lowering the amount of triethoxysilane or
TBAF led to a decrease in the yield of 1 b to some extent (en-
tries 13 and 14 vs. 6). Four hours was enough to complete the
reaction (entry 16).

Various hydrosilanes were investigated for the N-formylation
of 1 a with CO2 (Table 2). PMHS (polymethylhydrosiloxane),
TMDS (1,1,3,3-tetramethyldisiloxane), triethylsilane, and triphe-
nylsilane were found to be inactive (entries 1–4, Table 2). Dime-
thylphenylsilane, diethoxymethylsilane, and triethoxysilane
were effective for the N-formylation (entries 5–7), and triethox-
ysilane showed the highest reactivity among the monohydrosi-
lanes in this study (entry 7 vs. 1–6). The discriminatory activity
of various hydrosilanes is presumably due to electronic and
steric effects of the substituted groups.[20]

Interestingly, when a stronger reductant diphenylsilane in
comparison with triethoxysilane[26] was used as a reductant,
further reduction of the formamide 1 b, namely, methylation
product N,N-dimethylaniline (1 c) was detected (entry 8 vs. 7,
Table 2).[12h] The N-methylation reaction involves two steps,
that is, formylation and the further reduction of the formamide
intermediate. The latter step is more difficult than the for-
mer,[12c] thus providing an opportunity for selective reduction
by tuning the reducing ability of hydrosilanes. Phenylsilane,
which has a stronger reducing ability,[27] was found to be more
favorable for the methylation step than diphenylsilane (entry 9
vs. 8). At last, the methylation product 1 c was successfully ach-

Table 1. Catalyst and solvent screening for the formylation of 1 a with
CO2 and triethoxysilane.[a]

Entry Catalyst Solvent t [h] Conv. [%][b] Yield [%][b]

1 – CH3CN 12 0 0
2 CsF CH3CN 12 6 5
3 KF CH3CN 12 trace trace
4 KF/[18]crown-6 CH3CN 12 98 96
5 [18]crown-6 CH3CN 12 0 0
6 TBAF CH3CN 12 99 99
7 TBAB CH3CN 12 trace trace
8 TBAC CH3CN 12 8 5
9 TBAF DMF 12 99 98
10 TBAF toluene 12 trace trace
11 TBAF THF 12 trace trace
12 TBAF 1,4-dioxane 12 8 6
13[c] TBAF CH3CN 12 85 84
14[d] TBAF CH3CN 12 76 74
15 TBAF CH3CN 8 99 99
16 TBAF CH3CN 4 92 90

[a] Conditions: 1 a (108 mL, 1 mmol), catalyst (5 mol %, relative to 1 a),
(EtO)3SiH (0.74 mL, 4 mmol), 1 bar CO2, 30 8C, solvent (2 mL). [b] Deter-
mined by GC using 1,3,5-trimethyoxybenzene as an internal standard.
[c] (EtO)3SiH (0.56 mL, 3 mmol). [d] TBAF (3 mol %).
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ieved in almost quantitative yield under an atmospheric pres-
sure of CO2 at relative higher temperature (entry 11 vs. 10). As
a consequence, simply changing hydrosilane types can enable
this methodology with TBAF catalysis in 2- or 6-electron reduc-
tion of CO2, offering the formamide and N-methylamine prod-
uct, respectively.

After having established the TBAF-catalyzed N-formylation
and N-methylation protocol, we first examined the generality
of the formylation process through triethoxysilane-controlled
reductive functionalization of CO2 as listed in Scheme 2. Secon-
dary aromatic amines gave the corresponding formamides in
good yields at 30 8C and an atmospheric pressure of CO2 (1 b–
4 b). However, N-methyl-4-nitroaniline was unreactive, maybe

due to a strong electron-withdrawing effect largely weakening
the nucleophilicity of the amine (5 b). Aromatic amines with al-
kenyl (6 b) and carbonyl groups (7 b) afforded the correspond-
ing formamides without the reduction of the oxidizing groups.
Secondary aliphatic amines, such as piperidine, morpholine,
and diethylamine could also be converted to the correspond-
ing formamides in quantitative yields (8 b–10 b), whereas the
amine with steric hindrance produced a sluggish reaction
(11 b). Additionally, primary amines behaved in a similar fash-
ion to secondary amines, forming the monoformylated prod-
ucts without further methylation (12 b–17 b). Anilines with
electron-donating groups were more active than those with
electron-withdrawing groups, which is consistent with the nu-
cleophilicity of amines (13 b, 14 b vs. 15 b, 16 b). Cyclohexyla-
mine also showed excellent reactivity towards formylation
(17 b).

Furthermore, we explored the utility of the phenylsilane-
switched methylation of amines with CO2 by using TBAF as
a catalyst. As listed in Scheme 3, para-substituted N-methylani-
lines performed smoothly to give the corresponding products
in excellent yields (1 c–4 c). Comparatively, p-Cl-substituted N-

methylaniline exhibited a relatively higher reactivity than N-
methylanilines substituted with electron-donating groups,
such as methyl or methoxyl (4 c vs. 2 c and 3 c). N-allylaniline
was transformed into the corresponding methylated products
without the reduction of the unsaturated bond (7 c). Secondary
aliphatic amines showed low activity for the methylation, while
they were favorable for the formylation reaction (8 c and 9 c in
Scheme 3 vs. 8 b and 9 b in Scheme 2). In the formylation step,
the amine reactivity is consistent with its nucleophilicity. Yet,
the further reduction of the formamide intermediate is facilitat-
ed by the eletrophilicity of the formamide. The two steps
follow opposite electronic demands.[12f] As a whole, for the N-
methylation reaction, both opposite factors consisting of the
amine nucleophilicity and the formamide eletrophilicity influ-

Table 2. Hydrosilane effect on the reductive functionalization of CO2 with
1 a.[a]

Entry Hydrosilane (equiv.) Yield 1 b [%][b] Yield 1 c [%][b]

1 PMHS (4) – –
2 TMDS (2) – –
3 Et3SiH (4) – –
4 Ph3SiH (4) trace –
5 Me2PhSiH (4) 27 –
6 (EtO)2MeSiH (4) 60 –
7 (EtO)3SiH (4) 99 –
8 Ph2SiH2 (2) 45 21
9 PhSiH3 (2) 41 57
10 PhSiH3 (3) 26 74
11[c] PhSiH3 (3) 4 95

[a] Unless otherwise specified, all the reactions were performed with 1 a
(108 mL, 1 mmol), TBAF (50 mL in 1 m THF solution, 0.05 mmol), 30 8C, CO2

balloon, CH3CN (2 mL), 12 h. [b] Determined by GC using 1,3,5-trime-
thyoxybenzene as an internal standard. [c] 50 8C.

Scheme 2. Formylation of various amines with CO2 by using (EtO)3SiH as a re-
ductant. Unless otherwise stated, the reactions were conducted on
a 1 mmol scale of the amine with TBAF (50 mL in 1 m THF solution,
0.05 mmol), (EtO)3SiH (0.74 mL, 4 mmol), and CH3CN (2 mL), 30 8C, 1 bar CO2

for 4 h. Yields were determined by 1H NMR spectroscopy using 1,3,5-trime-
thyoxybenzene as an internal standard. *: Isolated yield.

Scheme 3. N-methylation of various amines with CO2 by using PhSiH3 as a re-
ductant. Reaction conditions: amine (0.25 mmol), TBAF (13 mL in 1 m THF so-
lution, 0.0125 mmol, 5 mol %), PhSiH3 (93 mL, 0.75 mmol), 50 8C, 1 bar CO2,
12 h; yields were determined by 1H NMR using 1,3,5-trimethyoxybenzene as
an internal standard. *: Isolated yield. **: PhSiH3 (186 mL, 1.5 mmol), 24 h.
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ence the amine reactivity. On the other hand, for the N-formy-
lation reaction, the nucleophilicity of the amine determines the
amine reactivity. Primary amines including aromatic and ali-
phatic ones were then examined, and dimethylated products
were obtained dominantly by increasing the hydrosilane
amount and extending the reaction time (12 c–19 c).

To gain insight into the reaction mechanism, several control
experiments were performed as depicted in Scheme 4. Firstly,
the possible intermediate silyl formate was prepared through
the reaction of CO2 with triethoxysilane catalyzed by TBAF
within four hours (Eq. (1), Scheme 4, see the Supporting Infor-

mation for details). Then, the silyl formate was subjected to N-
methylaniline (1 a) in the presence of TBAF, giving N-methylfor-
manilide (1 b) in quantitative yield. Interestingly, the reaction
between the silyl formate and 1 a proceeded smoothly even in
the absence of TBAF (Eq. (2), Scheme 4), thus suggesting that
the amine activation is not a prerequisite for the formylation.
When 1 b reacted with triethoxysilane at 30 or 50 8C, methyla-
tion product 1 c was not observed. While using phenylsilane as
a reductant, a 95 % yield of 1 c was obtained (Eq. (3),
Scheme 4). These control experiments indicated that the for-
mamide reduction to methylamine is more difficult than the
formylation step,[12c] which requires a highly active reducing
agent such as phenylsilane. By tuning the reducing ability of
the hydrosilane, selectivity towards different reduction prod-
ucts could be tuned elegantly.

On the basis of the above experimental results and previous
reports on the fluoride-catalyzed carbonyl reduction,[23] a possi-
ble mechanism for the present fluoride-catalyzed reductive
functionalization of CO2 in the presence of amine with hydrosi-
lane as a reductant was proposed (Scheme 5). At first, the fluo-
ride anion reacts with the hydrosilane to afford the hyperva-
lent silicon intermediate I, thus allowing the CO2 insertion to
readily form the crucial intermediate silyl formate II. Then, the
nitrogen atom of the amine nucleophilically attacks the carbon

atom of intermediate II to give the formamide product III
along with the silanol as a byproduct. When employing trie-
thoxysilane as a reductant, the formamide is exclusively ob-
tained as the final product. Whereas when using a stronger re-
ducing agent, phenylsilane, as a reductant, the formamide
could go through further reduction to afford N-methylated
product IV through a similar fluoride-catalyzed hydride trans-
fer. Thus, this organocatalytic procedure represents a perfect
example for chemoselective two- or six-electron reduction of
CO2 coupled with C�N bond construction.

In conclusion, a TBAF-promoted metal-free protocol for the
reductive functionalization of CO2 in the presence of amines
has been developed with high yield as well as tunable chemo-
selectivity. The formamide and methylamine product could be
accessed by tuning the hydrosilane type. When using triethox-
ysilane as a reductant, this protocol enabled the formylation of
a variety of amines with TBAF under an atmospheric pressure
of CO2. With the stronger reducing agent phenylsilane, the cat-
alytic system was active in the methylation at 50 8C. A tentative
mechanism involving the fluoride-promoted hydride transfer
from hydrosilanes to CO2/formamide was proposed. Such con-
trol allows chemoselective 2- or 6-electron reduction of CO2 in
combination with C�N bond construction. Further studies on
the reaction mechanism and to expand the utility of this orga-
nocatalytic system are in progress in our laboratory.

Experimental Section

General procedure

Under an inert atmosphere (Ar), a 10 mL Schlenk flask was charged
successively with amine (1.0 mmol), hydrosilane, and CH3CN (2 mL).
After the mixture had been stirred for 5 min, 50 mL TBAF in THF so-
lution (1 m) was added and bubbles of gas were observed. The re-
action mixture was stirred at a typical temperature for the desired
time under an atmosphere of CO2 (99.999 %, balloon). After the re-
action was complete, 1,3,5-trimethyoxybenzene (42.0 mg) was
added as an internal standard and then a sample was taken to be

Scheme 4. Control experiments.

Scheme 5. Proposed mechanism for the TBAF-catalyzed reductive function-
alization of CO2.
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injected into the GC to determine the conversion and yield. All cat-
alytic reactions were performed at least twice to ensure reproduci-
bility. To identify the structure of the formylated/methylated prod-
uct, the reaction mixture was concentrated and purified by silica
gel column chromatography (petroleum ether-EtOAc) to afford the
corresponding formamide/methylamine.

Acknowledgements

This work was financially supported by the national key re-
search and development project (2016YFA0602900), the Na-
tional Natural Science Foundation of China, the Natural Science
Foundation of Tianjin Municipality (16JCZDJC39900), Special-
ized Research Fund for the Doctoral Program of Higher Educa-
tion (project 20130031110013), MOE Innovation Team
(IRT13022) of China, and the “111” Project of the Ministry of
Education of China (project No. B06005).

Keywords: carbon dioxide fixation · chemoselectivity ·
hydrosilanes · organocatalysis · reductive functionalization

[1] Recent representative reviews on CO2 transformation: a) M. Mikkelsen,
M. Jorgensen, F. C. Krebs, Energy Environ. Sci. 2010, 3, 43 – 81; b) M. He,
Y. Sun, B. Han, Angew. Chem. Int. Ed. 2013, 52, 9620 – 9633; Angew.
Chem. 2013, 125, 9798 – 9812; c) Q. Liu, L. Wu, R. Jackstell, M. Beller, Nat.
Commun. 2015, 6, 5933 – 5947; d) B. Yu, L.-N. He, ChemSusChem 2015, 8,
52 – 62.

[2] Selected examples of cyclic carbonate synthesis with CO2 as a C1 build-
ing block: a) A. Decortes, A. M. Castilla, A. W. Kleij, Angew. Chem. Int. Ed.
2010, 49, 9822 – 9837; Angew. Chem. 2010, 122, 10016 – 10032; b) M.
Cokoja, M. E. Wilhelm, M. H. Anthofer, W. A. Herrmann, F. E. Kuhn, Chem-
SusChem 2015, 8, 2436 – 2454; c) R. Ma, L.-N. He, Y.-B. Zhou, Green
Chem. 2016, 18, 226 – 231.

[3] Selected examples of oxazolidinone synthesis with CO2 as a C1 building
block: a) Q.-W. Song, W.-Q. Chen, R. Ma, A. Yu, Q.-Y. Li, Y. Chang, L.-N.
He, ChemSusChem 2015, 8, 821 – 827; b) Z.-Z. Yang, L.-N. He, J. Gao, A.-
H. Liu, B. Yu, Energy Environ. Sci. 2012, 5, 6602 – 6639.

[4] Selected examples of carboxylation employing CO2 : a) F. Manjolinho, M.
Arndt, K. Gooßen, L. J. Gooßen, ACS Catal. 2012, 2, 2014 – 2021; b) B. Yu,
Z.-F. Diao, C.-X. Guo, C.-L. Zhong, L.-N. He, Y.-N. Zhao, Q.-W. Song, A.-H.
Liu, J.-Q. Wang, Green Chem. 2013, 15, 2401 – 2407.

[5] Recent representative reviews on hydrogenation of carbon dioxide to
methanol: a) W. Wang, S. Wang, X. Ma, J. Gong, Chem. Soc. Rev. 2011,
40, 3703 – 3727; b) Y.-N. Li, R. Ma, L.-N. He, Z.-F. Diao, Catal. Sci. Technol.
2014, 4, 1498 – 1512.

[6] A. Tlili, E. Blondiaux, X. Frogneux, T. Cantat, Green Chem. 2015, 17, 157 –
168.

[7] a) Y. Han, L. Cai, Tetrahedron Lett. 1997, 38, 5423 – 5426; b) G. Pettit, M.
Kalnins, T. Liu, E. Thomas, K. Parent, J. Org. Chem. 1961, 26, 2563 – 2566;
c) A. Jackson, O. Meth-Cohn, J. Chem. Soc. Chem. Commun. 1995, 1319 –
1319.

[8] S. Ding, N. Jiao, Angew. Chem. Int. Ed. 2012, 51, 9226 – 9237; Angew.
Chem. 2012, 124, 9360 – 9371.

[9] a) K. D. Meyer, Y. Saletore, P. Zumbo, O. Elemento, C. E. Mason, S. R. Jaf-
frey, Cell 2012, 149, 1635 – 1646; b) F. Liger, T. Eijsbouts, F. Cadarossane-
saib, C. Tourvieille, D. Le Bars, T. Billard, Eur. J. Org. Chem. 2015, 29,
6434 – 6438; c) D. Dominissini, S. Moshitch-Moshkovitz, S. Schwartz, M.
Salmon-Divon, L. Ungar, S. Osenberg, K. Cesarkas, J. Jacob-Hirsch, N.
Amariglio, M. Kupiec, R. Sorek, G. Rechavi, Nature 2012, 485, 201 – 206.

[10] C. Gerack, L. McElwee-White, Molecules 2014, 19, 7689 – 7713.
[11] a) P. Tundo, M. Selva, Acc. Chem. Res. 2002, 35, 706 – 716; b) H. T. Clarke,

H. B. Gillespie, S. Z. Weisshaus, J. Am. Chem. Soc. 1933, 55, 4571 – 4587.
[12] For selected examples of metal-catalyzed N-formylation with CO2, see:

a) O. Krçcher, R. A. Koppel, A. Baiker, Chem. Commun. 1997, 453 – 454;

b) L. Zhang, Z. Han, X. Zhao, Z. Wang, K. Ding, Angew. Chem. Int. Ed.
2015, 54, 6186 – 6189; Angew. Chem. 2015, 127, 6284 – 6287; c) X. Frog-
neux, O. Jacquet, T. Cantat, Catal. Sci. Technol. 2014, 4, 1529 – 1533; d) C.
Ziebart, C. Federsel, P. Anbarasan, R. Jackstell, W. Baumann, A. Spannen-
berg, M. Beller, J. Am. Chem. Soc. 2012, 134, 20701 – 20704; e) K. Moto-
kura, N. Takahashi, D. Kashiwame, S. Yamaguchi, A. Miyaji, T. Baba, Catal.
Sci. Technol. 2013, 3, 2392—2396; for selected examples of metal-cata-
lyzed N-methylation with CO2, see: f) O. Jacquet, X. Frogneux, C. Das
Neves Gomes, T. Cantat, Chem. Sci. 2013, 4, 2127 – 2131; g) Y. Li, X. Fang,
K. Junge, M. Beller, Angew. Chem. Int. Ed. 2013, 52, 9568 – 9571; Angew.
Chem. 2013, 125, 9747 – 9750; h) Y. Li, I. Sorribes, T. Yan, K. Junge, M.
Beller, Angew. Chem. Int. Ed. 2013, 52, 12156 – 12160; Angew. Chem.
2013, 125, 12378 – 12382; i) K. Beydoun, G. Ghattas, K. Thenert, J. Klan-
kermayer, W. Leitner, Angew. Chem. Int. Ed. 2014, 53, 11010 – 11014;
Angew. Chem. 2014, 126, 11190 – 11194; j) K. Beydoun, T. vom Stein, J.
Klankermayer, W. Leitner, Angew. Chem. Int. Ed. 2013, 52, 9554 – 9557;
Angew. Chem. 2013, 125, 9733 – 9736; k) L. Gonz�lez-Sebasti�n, M.
Flores-Alamo, J. J. Garc�a, Organometallics 2015, 34, 763 – 769; l) O. San-
toro, F. Lazreg, Y. Minenkov, L. Cavallo, C. S. J. Cazin, Dalton Trans. 2015,
44, 18138—18144; on the other hand, heterogeneous catalytic systems,
such as CuAlOx, Pd/ZrCuOx, and Pt�MoOx/TiO2 have also been report-
ed,: m) X. Cui, X. Dai, Y. Zhang, Y. Deng, F. Shi, Chem. Sci. 2014, 5, 649 –
655; n) X. Cui, Y. Zhang, Y. Deng, F. Shi, Chem. Commun. 2014, 50,
13521 – 13524; o) K. Kon, S. M. A. H. Siddiki, W. Onodera, K.-i. Shimizu,
Chem. Eur. J. 2014, 20, 6264 – 6267.

[13] C. Das Neves Gomes, O. Jacquet, C. Villiers, P. Thu�ry, M. Ephritikhine, T.
Cantat, Angew. Chem. Int. Ed. 2012, 51, 187 – 190; Angew. Chem. 2012,
124, 191 – 194.

[14] O. Jacquet, C. Das Neves Gomes, M. Ephritikhine, T. Cantat, J. Am. Chem.
Soc. 2012, 134, 2934 – 2937.

[15] C. C. Chong, R. Kinjo, Angew. Chem. Int. Ed. 2015, 54, 12116 – 12120;
Angew. Chem. 2015, 127, 12284 – 12288.

[16] a) L. Hao, Y. Zhao, B. Yu, Z. Yang, H. Zhang, B. Han, X. Gao, Z. Liu, ACS
Catal. 2015, 5, 4989 – 4993; recently, two other catalysts of DMSO and
g-valerolactone have also been reported for N-formylation using CO2

and hydrosilanes, acting as both catalyst and solvent: b) H. Lv, Q. Xing,
C. Yue, Z. Lei, F. Li, Chem. Commun. 2016, 52, 6545 – 6548; c) J. Song, B.
Zhou, H. Liu, C. Xie, Q. Meng, Z. Zhang, B. Han, Green Chem. 2016, 18,
3956 – 3961.

[17] E. Blondiaux, J. Pouessel, T. Cantat, Angew. Chem. Int. Ed. 2014, 53,
12186 – 12190; Angew. Chem. 2014, 126, 12382 – 12386.

[18] S. Das, F. D. Bobbink, G. Laurenczy, P. J. Dyson, Angew. Chem. Int. Ed.
2014, 53, 12876 – 12879; Angew. Chem. 2014, 126, 13090 – 13093.

[19] W.-C. Chen, J.-S. Shen, T. Jurca, C.-J. Peng, Y.-H. Lin, Y.-P. Wang, W.-C.
Shih, G. P. A. Yap, T.-G. Ong, Angew. Chem. Int. Ed. 2015, 54, 15207 –
15212; Angew. Chem. 2015, 127, 15422 – 15427.

[20] Z. Yang, B. Yu, H. Zhang, Y. Zhao, G. Ji, Z. Ma, X. Gao, Z. Liu, Green
Chem. 2015, 17, 4189 – 4193.

[21] S. Das, F. D. Bobbink, S. Bulut, M. Soudani, P. J. Dyson, Chem. Commun.
2016, 52, 2497 – 2500.

[22] D. Addis, S. Das, K. Junge, M. Beller, Angew. Chem. Int. Ed. 2011, 50,
6004 – 6011; Angew. Chem. 2011, 123, 6128 – 6135.

[23] Representative examples of TBAF-catalyzed C=O reduction: a) M. Fujita,
T. Hiyama, J. Am. Chem. Soc. 1984, 106, 4629 – 4630; b) M. Fujita, T.
Hiyama, J. Org. Chem. 1988, 53, 5405 – 5415; c) Y. Kobayashi, E. Takahisa,
M. Nakano, K. Watatani, Tetrahedron 1997, 53, 1627 – 1634.

[24] a) K. Motokura, M. Naijo, S. Yamaguchi, A. Miyaji, T. Baba, Chem. Lett.
2015, 44, 1217—1219; b) during revision of this manuscript, TBAF was
reported as an efficient catalyst for the N-formylation of amines with
CO2 and phenylsilane, M. Hulla, F. D. Bobbink, S. Das, P. J. Dyson, Chem-
CatChem 2016, DOI: 10.1002/cctc.201601027.

[25] V. Cal�, A. Nacci, A. Monopoli, A. Fanizzi, Org. Lett. 2002, 4, 2561 – 2563.
[26] N. C. Mamillapalli, G. Sekar, Chem. Commun. 2014, 50, 7881 – 7884.
[27] S. N. Riduan, Y. Zhang, J. Y. Ying, Angew. Chem. Int. Ed. 2009, 48, 3322 –

3325; Angew. Chem. 2009, 121, 3372 – 3375.

Received: August 2, 2016
Published online on && &&, 0000

Chem. Eur. J. 2016, 22, 1 – 6 www.chemeurj.org � 2016 Wiley-VCH Verlag GmbH & Co. KGaA, Weinheim5 &&

These are not the final page numbers! ��

Full Paper

http://dx.doi.org/10.1039/B912904A
http://dx.doi.org/10.1039/B912904A
http://dx.doi.org/10.1039/B912904A
http://dx.doi.org/10.1002/anie.201209384
http://dx.doi.org/10.1002/anie.201209384
http://dx.doi.org/10.1002/anie.201209384
http://dx.doi.org/10.1038/ncomms6933
http://dx.doi.org/10.1038/ncomms6933
http://dx.doi.org/10.1038/ncomms6933
http://dx.doi.org/10.1038/ncomms6933
http://dx.doi.org/10.1002/cssc.201402837
http://dx.doi.org/10.1002/cssc.201402837
http://dx.doi.org/10.1002/cssc.201402837
http://dx.doi.org/10.1002/cssc.201402837
http://dx.doi.org/10.1039/C5GC01826A
http://dx.doi.org/10.1039/C5GC01826A
http://dx.doi.org/10.1039/C5GC01826A
http://dx.doi.org/10.1039/C5GC01826A
http://dx.doi.org/10.1002/cssc.201402921
http://dx.doi.org/10.1002/cssc.201402921
http://dx.doi.org/10.1002/cssc.201402921
http://dx.doi.org/10.1039/c2ee02774g
http://dx.doi.org/10.1039/c2ee02774g
http://dx.doi.org/10.1039/c2ee02774g
http://dx.doi.org/10.1021/cs300448v
http://dx.doi.org/10.1021/cs300448v
http://dx.doi.org/10.1021/cs300448v
http://dx.doi.org/10.1039/C3CY00564J
http://dx.doi.org/10.1039/C3CY00564J
http://dx.doi.org/10.1039/C3CY00564J
http://dx.doi.org/10.1039/C3CY00564J
http://dx.doi.org/10.1039/C4GC01614A
http://dx.doi.org/10.1039/C4GC01614A
http://dx.doi.org/10.1039/C4GC01614A
http://dx.doi.org/10.1039/c39950001319
http://dx.doi.org/10.1039/c39950001319
http://dx.doi.org/10.1039/c39950001319
http://dx.doi.org/10.1002/anie.201200859
http://dx.doi.org/10.1002/anie.201200859
http://dx.doi.org/10.1002/anie.201200859
http://dx.doi.org/10.1002/ange.201200859
http://dx.doi.org/10.1002/ange.201200859
http://dx.doi.org/10.1002/ange.201200859
http://dx.doi.org/10.1002/ange.201200859
http://dx.doi.org/10.1016/j.cell.2012.05.003
http://dx.doi.org/10.1016/j.cell.2012.05.003
http://dx.doi.org/10.1016/j.cell.2012.05.003
http://dx.doi.org/10.1021/ar010076f
http://dx.doi.org/10.1021/ar010076f
http://dx.doi.org/10.1021/ar010076f
http://dx.doi.org/10.1002/anie.201500939
http://dx.doi.org/10.1002/anie.201500939
http://dx.doi.org/10.1002/anie.201500939
http://dx.doi.org/10.1002/anie.201500939
http://dx.doi.org/10.1021/ja307924a
http://dx.doi.org/10.1021/ja307924a
http://dx.doi.org/10.1021/ja307924a
http://dx.doi.org/10.1039/c3cy00375b
http://dx.doi.org/10.1039/c3cy00375b
http://dx.doi.org/10.1039/c3sc22240c
http://dx.doi.org/10.1039/c3sc22240c
http://dx.doi.org/10.1039/c3sc22240c
http://dx.doi.org/10.1002/ange.201301349
http://dx.doi.org/10.1002/ange.201301349
http://dx.doi.org/10.1002/ange.201301349
http://dx.doi.org/10.1002/ange.201301349
http://dx.doi.org/10.1002/ange.201306850
http://dx.doi.org/10.1002/ange.201306850
http://dx.doi.org/10.1002/ange.201306850
http://dx.doi.org/10.1002/ange.201306850
http://dx.doi.org/10.1021/om501176u
http://dx.doi.org/10.1021/om501176u
http://dx.doi.org/10.1021/om501176u
http://dx.doi.org/10.1039/C5DT03506F
http://dx.doi.org/10.1039/C5DT03506F
http://dx.doi.org/10.1021/ja211527q
http://dx.doi.org/10.1021/ja211527q
http://dx.doi.org/10.1021/ja211527q
http://dx.doi.org/10.1021/ja211527q
http://dx.doi.org/10.1002/anie.201505244
http://dx.doi.org/10.1002/anie.201505244
http://dx.doi.org/10.1002/anie.201505244
http://dx.doi.org/10.1039/C6GC01455K
http://dx.doi.org/10.1039/C6GC01455K
http://dx.doi.org/10.1039/C6GC01455K
http://dx.doi.org/10.1039/C6GC01455K
http://dx.doi.org/10.1002/anie.201407357
http://dx.doi.org/10.1002/anie.201407357
http://dx.doi.org/10.1002/anie.201407357
http://dx.doi.org/10.1002/anie.201407357
http://dx.doi.org/10.1002/ange.201407357
http://dx.doi.org/10.1002/ange.201407357
http://dx.doi.org/10.1002/ange.201407357
http://dx.doi.org/10.1002/ange.201407689
http://dx.doi.org/10.1002/ange.201407689
http://dx.doi.org/10.1002/ange.201407689
http://dx.doi.org/10.1021/jo00258a003
http://dx.doi.org/10.1021/jo00258a003
http://dx.doi.org/10.1021/jo00258a003
http://dx.doi.org/10.1246/cl.150510
http://dx.doi.org/10.1246/cl.150510
http://dx.doi.org/10.1002/anie.200806058
http://dx.doi.org/10.1002/anie.200806058
http://dx.doi.org/10.1002/anie.200806058
http://www.chemeurj.org


FULL PAPER

& Organocatalysis

X.-F. Liu, R. Ma, C. Qiao, H. Cao, L.-N. He*

&& –&&

Fluoride-Catalyzed Methylation of
Amines by Reductive
Functionalization of CO2 with
Hydrosilanes

Highly efficient organocatalysis : Re-
ductive functionalization of CO2 with
amines employing tetrabutylammonium
fluoride affords formamides and methyl-

amines, respectively. Such a protocol
allows selective two- or six-electron re-
duction of CO2 coupled to C�N bond
construction (see scheme).
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