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Over the last decades, radical chemistry has entered
mainstream organic synthesis so that homolytic steps are
nowadays quite frequently encountered in multistep synthe-
ses of complex molecules.[1] Therefore, the need to access
radical intermediates from an increasing number of method-
ologies and associated precursors remains high, this need
being even more vivid for highly reactive entities such as
primary radicals. Redox pathways display high versatility as
C-centered radicals have been easily generated by single-
electron transfer (SET) reduction of substrates bearing
electron-withdrawing functional groups. Conversely, SET
oxidative processes of electron-rich substrates, for instance
organometallics, are well known. Nevertheless, finding or-
ganometallic precursors which exhibit sufficient stability and
function compatibility is not that obvious.[1, 2] Soft carbanions
such as ate complexes or hypervalent derivatives are intrigu-
ing alternatives with better handling properties. For instance,
organoborates and notably alkyl trifluoroborates can be
oxidized[3] and have recently been used in various efficient
reactions under photocatalytic conditions.[4] However, the
main drawbacks reside in the formation of polluting boron
fluoride side products and so far the difficulty to generate
primary radicals under photocatalytic conditions.[5] Hyper-
valent silicon compounds are also very attractive targets in
terms of accessibility and potential reactivity.[6] A seminal
study by Kumada et al. reported the stoichiometric copper(II)
oxidation of organopentafluorosilicates to provide organic
radicals.[7] However, their extremely low solubility in organic
or aqueous media severely limit their use. We considered the
more soluble bis-catecholato hypervalent silicon derivatives,

first synthesized by Frye,[8] as substrates amenable to the
oxidation process. In that context, the reports by Nishigaishi
et al. on the photoallylation of benzil-type derivatives[9a] and
dicyanoarenes[9b] using an allylbiscatecholato silicate reagent
under photoinduced electron transfer (PET) conditions drew
our attention. Despite narrow scope and modest yields, these
seminal studies drove us to design an unprecedented photo-
catalyzed oxidation of catechol-based silicates, under low-
energy visible-light activation and using readily available
photoactive catalysts,[10,11] to generate functionalized alkyl
radicals and notably primary ones. The radical intermediates
were engaged in a series of homolytic transformations,
including dual catalysis involving nickel-catalyzed cross-
coupling (Scheme 1).

Our first task was to devise the most reliable access to bis-
catecholato silicates. We focused on potassium silicates
obtained from the reaction of commercially available or
readily prepared trialkoxysilanes with catechol in the pres-
ence of potassium methoxide in methanol (method A).[12] We
found that the presence of 18-crown-6 (18-C-6) ether was
highly beneficial for the stability of the hypervalent deriva-
tives.[13, 14] Various bis-catecholato silicates such as primary
(1a–i, 1m–n), secondary (1j, 1p), and aryl (1k–l) silicates
could be prepared in large scale, isolated as solids, and stored
at room temperature without any degradation (Scheme 2).
For the more sterically demanding cyclopentyl and tert-butyl
silicates, we had to use the described preparation of tetra-
ethylammonium silicates,[15] using trichlorosilane precursors
(method B) and obtained the corresponding silicates 1p and
1o in decent yields. The structures of 1d, 1j, 1n, and 1p were
confirmed by X-ray crystallography (see the Supporting
Information, SI).

We next examined their ability to generate carbon-
centered radicals under photooxidative conditions. Benzylsi-
licate 1c was initially chosen as representative substrate
because it was expected to lend itself to easy oxidation thanks
to the stability of the resulting radical and because of its
known fast trapping by TEMPO.[3b,4a, 16] To probe the oxida-
tion process, 2.2 equiv of TEMPO were added in the reaction
mixture to trap any formed benzyl radical and to act as
sacrificial electron acceptor in the catalytic cycle (Sche-
me 4).[4a] The screening of different photocatalysts Ru(bpy)3-
(PF6)2 (bpy = bipyridine), Ir[(dF(CF3)ppy)2(bpy)]PF6 (dF-
(CF3)ppy = 2-(2,4-difluorophenyl)-5-trifluoromethylpyri-
dine), and Ir[(dF(CF3)ppy)2(dtbbpy)]PF6 (dtbbpy = 4,4’-di-
tert-butyl-2,2’-biyridine) under irradiation with blue LEDs
(477 nm) was achieved in acetone, MeCN, MeOH, and DMF
(SI). A drastic solvent effect was observed when using DMF

Scheme 1. Hypervalent silicon compounds as a source of C-radicals.
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which proved to be clearly superior to all solvents used and
gave the best yields of TEMPO adduct 2c (Scheme 3).

We performed cyclic voltammetry to determine the
oxidation potentials of silicates 1. Clean voltammograms
were obtained showing irreversible oxidation waves (SI).
Oxidation potentials were determined to be between + 0.34 V
for aminosilicate 1g to + 0.89 V versus SCE in DMF for
phenylsilicate 1 k. These values suggest that a photoexcited
photocatalyst could oxidize all silicates 1 and trigger homo-
lytic cleavage. Although similar yields of TEMPO adduct
from benzylsilicate 1c (Eox =+ 0.61 V) were obtained with all
catalysts, we selected the most oxidizing [Ir(dF(CF3)ppy)2-
(bpy)]PF6 complex at the excited state as photocatalyst (E
IrIII*/IrII =+ 1.32 V vs. SCE in CH3CN)[17] for all further
reactions with silicates 1.

With the optimized conditions, we engaged silicates 1 in
photocatalytic reactions to explore the feasibility of carbon–
carbon bond formation. We first focused on the allylation
reaction, because we showed in previous works[11] that
allylsulfone 3 could be used as a versatile radical acceptor.
In agreement with our preliminary findings with TEMPO

trapping, we surmised the following photocatalytic cycle as
working hypothesis (Scheme 4).

A SET oxidation of the catechol silicate would occur by
the excited *IrIII-dF(CF3), subsequently reduced to IrII-dF-
(CF3). After homolytic cleavage of the C¢Si bond of the
silicate radical, the resulting C-centered radical adds to the
activated allylsulfone 3, leading to b-sulfonyl radical 4. Then,
fragmentation provides allylation adducts 5 and the sulfonyl
radical. By analogy with the TEMPO-trapping catalytic cycle,
and as recently evidenced by MacMillan in photocatalytic
vinylation reactions,[18] reduction of the sulfonyl radical
furnishing the sulfinate anion would regenerate the photo-
catalyst in its ground state and ensure the propagation of the
catalytic cycle.

With this photocatalytic cycle proposal in mind, we
explored the behavior of silicates 1 toward radical allylation
with allylsulfone 3 (4 equiv). This drove us to use this reaction
as a probe for the radical addition of other radicals
(Scheme 5). The scope of engaged substrates proved quite
large ranging from primary to tertiary substrates. Particularly
noteworthy is the compatibility of the process with valuable
functionalities such as oxirane (5 i). A new example of
intermolecular a-aminomethylation (5g),[4d] featuring a che-
moselective oxidation of the silicate moiety at the expense of
the methyleneaniline function,[10k] and even the previously
undescribed radical a-chloromethylation (5 f) was rendered
possible in satisfactory yields. Hexenyl silicate 1 b provided
a mixture of allylation product 5b and 5-exo-trig-allylation
tandem 5b’’, with the ratio logically depending on the amount
of 3. However, aryl silicates 1 l and 1k failed to give any
adduct contrary to previous observations of aryl radical
allylations.[11b–c,19] Our next objective was to delineate the
scope of radical processes and we first focused on the
reactivity of cyclohexyl substrate 1j vis-�-vis of various
radical acceptors (Scheme 6). Giese-type reactions proved
to be possible with a variety of activated olefins from
moderate (6jd) to high yields (6ja, 6je). Quite interestingly,
vinylation could be achieved with vinylsulfones to give
adducts 7ja–7jb or bromomethacrylonitrile to yield unsatu-
rated nitrile 7jc. Trichloroethylene is a versatile acceptor[20]

because it furnishes dichloroolefin 7jd which can be a pre-
cursor of a terminal alkyne, while a disubstituted alkyne can

Scheme 2. Preparation of the silicate substrates.

Scheme 3. Spin-trapping experiments with TEMPO for screening of
conditions with silicate 1c.

Scheme 4. Proposed catalytic cycle.
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be obtained by direct alkynylation (7je) using an alkynylsul-
fone precursor.[21]

To have a better insight into the mechanism, we per-
formed fluorescence quenching studies of Ir(dF(CF3)ppy)2-
(bpy)*, noted *IrIII-dF(CF3), with silicates 1c and 1j. A
significant decrease of fluorescence intensity was observed
upon gradual addition of the silicates 1. A plot of the intensity
ratio I88/I versus the concentration of 1 showed a linear
relation, following the Stern–Volmer law which allowed to
determine the quenching rate constants kq (7.9 × 109m¢1 s¢1

and 13.6 × 109m¢1 s¢1 for 1c and 1j, respectively). This led us
to the following mechanism proposal. From the Stern–Volmer
analysis and consistent with the oxidation potentials differ-
ence, silicates 1 appear as very efficient reductive quench of
the photoexcited state *IrIII-dF(CF3). Electron donation by
silicates 1 would trigger a Si¢C bond rupture, liberating free
radical RC. Conversely, the generated IrII-dF(CF3) would be
oxidized to regenerate the IrIII-dF(CF3) catalytic species by
reacting either with TEMPO, or the sulfonyl or halide radicals
generated in the allylation and related reactions as shown in
Scheme 4. In the case of intermolecular addition onto
activated olefins, the resulting radical stabilized by a carbonyl
(or sulfonyl) moiety would evolve to the corresponding
enolate and further protonation by KH2PO4 would deliver the
final adduct 6. Interestingly, no reaction occurs in the absence
of photocatalyst or in the dark (SI). This mechanistic proposal
is also supported by DFT calculations (SI).

To illustrate the breakthrough brought by the photo-
catalytic oxidation of catechol-based silicates, we looked at
the possibility of dual catalysis,[10l] focusing on photoredox/
nickel[4g–i, 22] Csp2¢Csp3 cross-coupling reactions between 4-
bromobenzonitrile and a series of alkyl silicates 1. To rule
out a possible Hiyama reaction between the silicates and the
aryl bromide under nickel catalysis, a series of blank experi-
ments was conducted (SI). No reaction occurred in the
absence of nickel, light, and/or photocatalyst, strongly sup-
porting the crucial role of each partner in this dual catalysis.
While the tert-butyl radical could not be involved in this
coupling, the reaction proved to work perfectly with stabi-
lized, allyl and benzyl, and secondary radicals as well as a-
amino-stabilized primary radicals[22a] yielding excellent yields
of coupling products 8m, 8 c, 8j, 8p, and 8g (Scheme 7). To
our delight, even unstabilized primary radicals could be
successfully engaged as highlighted by the formation of
products 8a and 8 n. These last results establish silicates as
very valuable and promising partners in photoredox/nickel
cross-coupling dual catalysis.

In conclusion, we have demonstrated that bis-catecholato
silicates can be efficiently used for the generation of alkyl
radicals. These silicates are bench-stable solids, easy to
synthesize and to handle, notably because of their solubility.
Upon mild photocatalytic conditions, their oxidation delivers

Scheme 6. Scope of intermolecular additions.

Scheme 5. Allylation reaction of various silicates 1.

Scheme 7. Scope of the dual catalysis featuring unstabilized primary
radicals.
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functionalized alkyl radicals and notably unstabilized primary
ones that readily engage in conjugate addition, allylation,
alkynylation, vinylation, and nickel-catalyzed cross-coupling
reactions. The latter findings clearly open exciting prospects
in dual catalysis transformations.
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