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Abstract: Anionic hypercoordinated silicates with weak
donors were proposed as key intermediates in numerous
silicon-based reactions. However, their short-lived na-
ture rendered even spectroscopic observations highly
challenging. Here, we characterize hypercoordinated
silicon anions, including the first bromido-, iodido-,
formato-, acetato-, triflato- and sulfato-silicates. This is
enabled by a new, donor-free polymeric form of Lewis
superacidic bis(perchlorocatecholato)silane 1. Spectro-
scopic, structural, and computational insights allow a
reassessment of Gutmann’s empirical rules for the role
of silicon hypercoordination in synthesis and catalysis.
The electronic perturbations of 1 exerted on the bound
anions indicate pronounced substrate activation.

Introduction

Compounds with penta- or hexacoordinated silicon atoms
exhibit structures and reactivities markedly enhanced com-
pared to their tetracoordinated counterparts.[1] Conse-
quently, tetravalent silicon-based reagents can be activated
by adding external donors,[2] constituting the field of n-σ*-
type Lewis base catalysis.[3] Based on empirical analyses,
Gutmann proposed two rules that are operative during
Lewis base activation (Figure 1a):[4] 1) Binding a donor to
silicon causes a bond elongation to the remaining ligands
and increases their nucleophilicity. The shorter the bond to
the added donor, the stronger this bond elongation. 2)

Binding a donor to silicon enhances the positive polarization
at silicon and thus also its electrophilicity. Whereas initial
studies relied on strong neutral (e.g., phosphoramides) or
anionic donors (e.g., fluoride), weak bases were also found
successful.[5] Hence, weak adducts such as acetato- or
bromido-silicates were proposed as key intermediates in,
e.g., aldol or cyanosilylation reactions but never confirmed
spectroscopically.[6] Hypercoordinated silicate anions were
also suggested as active species in numerous other trans-
formations, but their fleeting nature demanded sophisticated
tools for mechanistic conclusions.[7] Indeed, whereas many
neutral hypercoordinated silanes have been characterized,
much less is known about the anionic counterparts.[1] This
instability originates from silicon’s moderate Lewis acidity,
the high charge density in complexes of this relatively small
central element, and the pronounced solvation free energy
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Figure 1. a) Gutmann’s assumptions on the role of hypercoordinated
silanes in Lewis base catalysis. b) Examples for isolable hypercoordi-
nated silicate anions with strong donors and pseudo-halides. c) Chlor-
rido-silicates as the recent addendums to hypercoordinated silicate
anions, d) Bis(perchlorocatecholato) silane-derived hypercoordinated
silicate anions [X-1]� described in this work.
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of dissociated anionic ligands.[8] Hypercoordinated silicon
anions have been isolated only with donors of high silicon
affinities such as alkoxide, fluoride, or inert carbanionic
groups (Figure 1b for some examples).[9] A remarkable
extension transpired from research on complexes of the
linear cyanido-,[10] (thio)cyanato-,[11] azido-,[12] or related
donors (Figure 1b).[13] Noteworthily, species as fundamental
as anionic chlorido-silicates were described only recently
(Figure 1c).[14]

In the present work, we characterize the first anionic
bromido-, iodido-, formato-, acetato-, triflato- and sulfato-
silicates [X-1]� (Figure 1d). The required silicon-centered
affinity is provided by a “donor-free” form of bis(perchloro-
catecholato)silane 1, whose bis-acetonitrile adduct was
introduced as a neutral silicon-based Lewis superacid
recently.[15] By that, critical intermediates of Lewis base
catalysis are tracked, providing insights on the degree of
structural and electronic perturbation of the silicon reagents
upon anion binding.

Results and Discussion

We launched our studies by computing various ion affinities
(enthalpies) of 1 at the highly accurate, isodesmic DLPNO-
CCSD(T)/aug-cc-pVQZ//PBEh-3c/def2-mSVP level of
theory in the gas phase and solvation corrected (COSMO-
RS, CH2Cl2; see Table 1, for the Me3Si

+-isodesmic scheme
with CCSD(T)/CBS anchor values, see section 3 in the
Supporting Information). A bridging binding mode of the
anions, as found in [Me3Si-X-SiMe3][B(C6F5)4] (X=F, Cl,
Br, I, CN, OCN, SCN, N3),

[16] was not considered, except for
the sulfate dianion. All adduct formations of [X-1]� were
predicted sufficiently exothermic, both in the gas and
solution phase. For the ambidentate isothiocyanate ion, the
N-bound adduct [SCN-1]� was found to be more stable by
� 70.4 kJmol� 1. Apart from the fluoride ion, the highest
affinities in solution were computed toward acetate and
formate, whereas the lowest affinity was found for iodide.
Remarkably, the solution affinity of 1 is up to 100 kJmol� 1

larger than for SiCl4 or even up to 200 kJmol� 1 compared to
Si(OMe)4, rendering respective adduct formation with
conventional silanes as unlikely (see section 3c in the
Supporting Information).

Thus, we turned our attention to the synthetic realiza-
tion. It should be noted that this study aimed for the analysis
of adduct formation by NMR spectroscopy and single-crystal
X-ray diffraction,[17] whereas the isolation of the bulk
products was not attempted. A proper choice of the Lewis
acid starting material proved critical for a successful
reaction. The originally introduced acetonitrile bisadduct 1-
(MeCN)2 caused side reactions with several salts of the
anionic donor. Hence, a precursor of 1 with a chemically
more robust but sufficiently labile donor had to be devised.
The bisadduct of 1 with sulfolane (C4H8SO2), a donor of
strength similar to acetonitrile but with a diminished
propensity for electrophilic reactions, was prepared.[18] In-
deed, upon mixing 1-(sulfolane)2 with the corresponding
salts, successful formation of the desired compounds [X-1]�

were observed by multinuclear NMR spectroscopy (see
below for discussion). Still, sulfolane’s high boiling point and
poor solubility rendered its subsequent removal difficult,
while crystallization attempts of the sulfolane-containing
mixtures led to the crystallization of 1-(sulfolane)2. Hence, a
donor-free precursor of 1 was needed for crystallographic
evidence. According to our previous studies on the structure
of bis(catecholato)silanes,[19] it was assumed that donor-free
1 would adopt a polymeric structure [1]n (Scheme 1a).

Indeed, the synthesis of [1]n was achieved by adding sub-
stochiometric amounts of n-butylsulfone (0.85 equiv) to
HSiCl3 and perchlorocatechol in DCM. This donor is
sufficiently nucleophilic to initiate the H2/HCl release and
Si� O bond formation, but weak enough to escape the final
product upon liquid-phase extraction. Solid-state MAS
29Si NMR measurements of the isolated powder revealed a
chemical shift of � 103.5 ppm, well in line with a polymeric
[1]n.

[19] Although [1]n is insoluble in common non-coordinat-
ing organic solvents, it rapidly dissolved upon adding the
respective PPh4- or NBu4-salts or by reaction with potassium
or lithium salts in the presence of suitable crown ethers
(Scheme 1b, for details, see Supporting Information).
Hence, polymeric [1]n acts as a source of “free” 1 by Si� O
metathesis depolymerization.

The PPh4 salts of the halide adducts [Cl-1]� , [Br-1]� and
[I-1]� exhibit 29Si NMR chemical shifts along the electro-
negativity trend of the halides (Table 2, all values in
CD2Cl2). While the 29Si NMR signal of the chloride adduct
occurs at � 90.4 ppm,[15b] the respective signals for the
bromide and iodide adduct are upfield shifted to � 96.0 and
� 113.4 ppm, respectively. Noteworthily, the fluoride adduct
does not match this trend (� 105.1 ppm). Hence, this order is
similar to the shifts of neutral tetrahalidosilanes SiX4 (X=

Cl>Br>F> I).[20] Interestingly, the 13C NMR chemical shifts
of the ipso-carbon atom of the catechol ligand linearly
increase from 144.9 for [I-1]� to 145.8 ppm for the respective
fluoride adduct (see Table 2, col 4).

The thiocyanate adduct exhibits a broad signal at δ(29Si) -
= � 110.6 ppm. Based on the significant enthalpy difference
of both coordination isomers (ΔΔHsol=66.2 kJmol� 1, Ta-

Table 1: Computed X-ion affinities (DLPNO-CCSD(T)/ aug-cc-pVQZ//
PBEh-3c/def2-mSV) of 1.

[X-1]� X-ion affinity
[kJmol� 1]

X-ion affinity (COSMO-RS)
[kJmol� 1]

F � 507.1 � 314.5
Cl � 293.8 � 149.3
Br � 262.6 � 109.1
I � 196.0 � 62.2
N3 � 304.1 � 154.9
k1-HCOO � 327.3 � 177.8
k2-HCO2 � 322.5 � 178.2
k1-H3CCOO � 316.4 � 173.2
k2-H3CCO2 � 330.7 � 198.8
SCN � 191.9 � 68.8
NCS � 262.3 � 135.0
k1-TfO � 245.7 � 129.3
k2-TfO � 220.9 � 110.0
[1-SO4-1]

2� � 713.2 � 163.3
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ble 1), a k-N/k-S-equilibrium appeared unlikely as a cause
for signal broadening. Alternatively, a reversible interaction
of the terminal sulfur with another unit of [SCN-1]� occurs.
However, only the N-coordinated isomer [SCN-1]� was
characterized by single-crystal XRD (see structural discus-
sion below). The formate and acetate adducts [K@18-c-
6][HCO2-1] and [K@18-c-6][H3CCO2-1] exhibit similar

29Si NMR chemical shifts (δ(29Si)= � 107.9 and � 107.6 ppm).
Compared to [K@18-c-6][HCO2], the 13C NMR chemical
shift of the carboxyl carbon signal in the adduct is upfield
shifted by 7.2 ppm. This apparent “shielding” might
originate from the ring current anisotropy of the catechol π-
system located near the anion. In contrast, the literature
known adduct [H2TMP][HCO2-B(C6F5)3] exhibits a slight
downfield shift of the carboxylic 13C NMR signal (Δδ(13C)=

+1.7).[21] The effect of 1 can also be observed at the formate
proton, upfield shifted by Δδ(1H)= � 0.49 ppm in the
1H NMR spectrum of [K@18-c-6][HCO2-1]. Although it was
impossible to resolve the signal for the quaternary carboxyl
carbon in the 13C NMR of the acetate adduct [AcO-1]� , an
upfield shift of Δδ(13C)= � 4.5 ppm of the methyl group
indicates a similar effect in this compound.

To support the interpretation of the experimental
spectra, the 29Si NMR chemical shifts for the proposed
adducts were computed by density functional theory
(Table 2, col 2 and Supporting Information section 3d).
Generally, these values match well with the experimental
data, allowing to assign the k-N isomer for the thiocyanate
adduct and a k1-binding mode for formate and acetate in
solution. Although the k2-bound acetate was computed
more stable (see Table 1), entropic effects, explicit solvation,
or cation interactions appear to stabilize the k1-isomer.

The weakly coordinating triflate anion also forms stable
adducts [TfO-1]� , with a 29Si NMR chemical shift of � 105.9
ppm. As for the carboxylates, 1 has a shielding effect on the
nuclei adjacent to the coordinating oxygen atom. This leads
to slightly upfield shifted signals for the CF3 group of
[K@18-c-6][TfO-1] in comparison to [K@18-c-6][OTf], (Δδ
(13C)= � 1.8 ppm). Similar upfield shifts can be found, e.g.,
in the covalent Ph3SiOTf, which can be regarded as an
adduct of a triphenylsilyl cation and a triflate anion (Δδ
(13C)= � 2.5 ppm).[22] This latter comparison illustrates that
the binding of a strong Lewis acid to an anion not
necessarily needs to cause an NMR deshielding, but might
be governed by anisotropy effects.

A sulfate adduct formed by the reaction of K2SO4 and 1-
(sulfolane)2 in presence of dibenzo-18-crown-6 (db-18-c-6).
While the 29Si NMR chemical shift is comparable to the
other pentavalent silicon species (δ(29Si)= � 108.0 ppm), the
13C NMR signals of the catechol atoms were downfield
shifted, indicating a peculiarity for this compound. Indeed,
this difference was disclosed by SCXRD (see below),
revealing a sulfate-dianion bridging two units of 1. Hence,
the observed NMR spectroscopic difference can be attrib-
uted to neighboring aromatic ring systems, which are absent
in the 1 :1 adducts. This 1 :2 type of binding occurred
irrespective of the applied stoichiometry. Similar observa-
tions were made for the reaction of [1]n and [NBu4]2[SO4].

The perturbation effect of 1 on anions was further
probed by ATR-FTIR spectroscopy of the reaction solu-
tions. Note that those values can be affected by the influence
of vibrational coupling. The NN-stretching mode in the
azide adduct [NBu4][N3-1] (~v=2137 cm� 1) is blue-shifted by
137 cm� 1 compared to free tetrabutylammonium azide.[23] A
less distinct blue shift was observed in the literature know
adduct [C30H48N4Sb2][N3-B(C6F5)3]2 (~v=2123 cm� 1),[24] and

Scheme 1. a) Synthesis of polymeric [1]n as a source of “donor free” 1
and b) synthesis of anionic silicates considered in this study.

Table 2: Experimental 29Si and 13C NMR chemical shifts [ppm] of the
adducts [X-1]� in CD2Cl2, and DFT computed values (SO-ZORA-PBE0/
TZ2P).

[X-1]� δ(29Si)exp δ(29Si)calc δ(13C)[a]

F[15a] � 105.1 � 102.2 145.8
Cl[15b] � 90.4 � 91.7 145.5
Br � 96.0 � 89.2 145.2
I � 113.4 � 106.6 144.9
N3

[b] � 99.9 � 96.7 146.3
HCO2

[c] � 107.9 � 100.6 (� 127.7) 145.7
H3CCO2

[b,c] � 107.6 � 103.1 (� 132.6) 146.9
-NCS
[-SCN]

� 110.6 � 107.6 [� 81.3] 145.5

TfO[c] � 105.9 � 99.9 (� 134.5) 145.2
[1-SO4-1]

2� � 108.0 � 103.9 149.9

[a]ipso-carbon of the catechol ligand, [b]measured in o-DCB. [c]k2-mode in
parentheses.
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even in TMS-N3 (~v=2132 cm� 1).[16b] A similar effect can be
observed in the IR spectrum of [PPh4][SCN-1], in which the
band for the CN-stretching mode (~v=2081 cm� 1) is blue-
shifted by 29 cm� 1 compared to [PPh4][SCN]. This blue shift
is more pronounced than in the covalently bound TMS-NCS
(~v=2052 cm� 1), but less than in the adduct [K@18-c-6][SCN-
B(C6F5)3] (~v=2146 cm� 1).[16b,25] The signal for the CO
carbonyl/carboxyl stretching mode in [K@18-c-6][HCO2-1] (
~v=1720 cm� 1) is strongly blue-shifted by 122 cm� 1 compared
to potassium formate. Like in the case of the azide adduct,
this blue shift is more distinct than in the adduct [H2TMP]-
[HCO2-B(C6F5)3] (~v=1641 cm� 1).[21]

Molecular structures for all adducts were obtained by
single-crystal X-ray diffraction analysis. Within the halogen
series, the expected trend in the Si� X bond length is
observed (Figure 2 and Table 3, col. 3). The silicon centers
for the heavier halides (Br, I) are coordinated almost ideally
square pyramidal (topology parameter[26] TP=0.002–0.053,
for sp TP=0), whereas for the chlorido (TP=0.267)
deformation toward the trigonal-bipyramidal (tbp) structure
is noted. This trend only loosely conforms to the influence
of apicophilicity for the respective halides.[27] Note that
bromide and iodide adducts of
tris(pentafluorophenyl)borane are unknown.

The adduct of the azide-anion [NBu4][N3-1] exhibits a
TP=0.519, ranging between sp and tbp (Figure 3a). The
Si1� N1 bond is short (1.7659(14) Å) compared to neutral,
pentacoordinate silicon(IV)-pseudo-halido complexes (e.g.,
Tackes [ONO]PhSiN3: 1.8378(12) Å, [ONO]= tridentate,
dianionic O,N,O-ligand).[28] The deviation of the N1� N2

bond lengths from “free” azide (1.17 Å in NaN3)
[29] is

significantly stronger in [N3-1]
� (N1� N2=1.2303(19) Å) as

compared to [N3-B(C6F5)3]
� (1.206(4) Å). An N3-bridged

dimeric compound, as in the azido diborate anion [(C6F5)3B-
N3-B(C6F5)3]

� ),[30] was not observed with 1. Instead, the bis-
azide-dianion [(N3)2-1]

2� could be obtained (Figure 3b). It is
a rare example of a cis-configurated bis-adduct of
bis(perchlorocatecholato)silane.

Compound [NBu4][SCN-1] displays a pentacoordinate
environment around the silicon center between sp and tbp
(Figure 3c, TP=0.430). The respective neutral SCN-SiPh-
[ONO] compound or a silatrane isothiocyanate complex
SCN� Si(N(CH2CH2O)3) both exhibit significantly longer
Si� N bonds (1.8470(12) and 1.800(3) Å).[28,31] In the corre-
sponding [SCN� B(C6F5)3]

� adduct,[25] the N� C bond
(1.180(3) vs. 1.181(6) Å in [SCN-1]� ) and the C� S bond
(1.598(2) vs. 1.582(5) Å in [SCN-1]� ) are again more
disturbed in the complex with 1, compared to “free” SCN�

(1.128(4) and 1.675(3) Å in PPh4SCN).[32] Noteworthily, the
isothiocyanate adduct with PPh4

+ as the cation displays
different structural parameters, potentially caused by inter-
actions with the cation (see section 3a in the Supporting
Information).

In [HCO2-1]
� , formate binds in a k1-fashion with the

Si1� O5 bond length of 1.6928(15) Å (Figure 4a). The
O5� C13 bond length of 1.322(2) Å is considerably elon-
gated, and the O6� C13 bond of 1.196(3) Å is shortened
compared to “free” formate (1.2400(15) and 1.2429(14) Å in
[H2NCy2][HCO2]).

[33]

Again, [Na@15-c-5][HCO2-B(C6F5)3] exhibits a less dis-
turbed C=O (1.222(4) Å) and C� O bond (1.302(3) Å).[21,34]

In the acetate adduct [H3CCO2-1]
� , the Si1� O1 bond lengths

are almost equal (1.690(3) as in [HCO2-1]
� (Figure 4b). The

C13� O5 bond within the anion is elongated (1.341(5) Å),
and the C13� O6 bond is shortened (1.215(5) Å) compared
to the acetate in [NBu4][H3CCO2] (1.2535(16) and 1.2474-
(17) Å).[35] Again, the degree of structural perturbation is
more pronounced than in the respective adduct with B-
(C6F5)3.

[36]

Molecular structures of [TfO-1]� were obtained within
different salts. Interestingly, the structural features do not
strongly depend on the type of countercation (for a
discussion, see section 3b in the Supporting Information).
Figure 4c shows the structure for [K@18-c-6][TfO-1]. All
silicon coordination environments lie on the sp side (TP
between 0.003 and 0.095), and the Si1� O5 bond lengths (O5
is the coordinating triflate-O-atom) are in between the range

Figure 2. Molecular structures of a) [PPh4][Cl-1], b) [PPh4][Br-1] and c) [PPh4][I-1] (only one of two molecules is shown). Cations, cocrystallized
solvent molecules and hydrogen atoms are omitted for clarity. Displacement ellipsoids are drawn with a probability of 50%. Selected structural
parameters see Table 3.

Table 3: Topology parameters TP and selected bond lengths [Å] of
anionic mono-adducts [X-1]� and [1-SO4-1]

2� .

[X-1]� TP d(Si� X) d(Si� Ocat,av)

F[15a] 0.047 1.6057(13) 1.7366(14)
Cl[15b] 0.267 2.0867(8) 1.7371(15)
Br 0.002 2.2560(5) 1.7296(13)
I 0.027 2.5297(9) 1.735(2)
N3 0.519 1.7659(14) 1.7370(11)
[(N3)2-1]

2� – 1.883(11)
1.883(10)

1.7852(17)

HCO2 0.362 1.6928(15) 1.7333(14)
H3CCO2 0.274 1.690(3) 1.742(3)
NCS 0.430 1.755(4) 1.732(3)
TfO[c] 0.029 1.740(17) 1.721(13)
[1-SO4-1]

2� 0.004 1.702(3) 1.726(2)
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of 1.731(4) and 1.766(3) Å. To the best of our knowledge,
no other structurally characterized anionic Lewis Acid-OTf
adducts exist in the literature. The neutral compound
tris(pentafluorophenyl)silyl triflate (C6F5)3Si(OTf) exhibits a
Si� O bond length of 1.663(2) Å, which is considerably
shorter than in the anionic adducts [TfO-1]� .[37]

Compared to the free triflate, the S1� O5 bond is
significantly longer in [TfO-1]� (1.485(9)–1.515(3) Å) as
compared to 1.440(5) Å in AgOTf[38] or 1.440(3) Å in [BPh2-
(MesIm)2][OTf].[39] Similar sulfur–oxygen bond elongations
are observable in (C6F5)3Si(OTf) (S1� O1 1.510(2), S1� O(2–
3)av 1.433(3) Å).[37]

The reaction of [1]n and [NBu4]2SO4 yielded, irrespective
of the applied stoichiometry, a dianionic 1 :2 adduct [1-SO4-
1]2� (Figure 4d). The sulfate dianion bridges both Lewis
acidic centers via its S1� O5 single bonds, whereas the other
S1� O6 bonds remain uninvolved. To the best of our knowl-
edge, [1-SO4-1]

2� represents a scarce example of a Lewis
acid-sulfate adduct. A search in the CCDC revealed sulfates

generally to be part of extended ionic lattices.[40] Only one
example of a main group Lewis acid, namely the clathrate
K2[(SO4)(AlMe3)4],

[41] and one transition metal-bound (k1-
SO4)-iron porphyrin complex are known.[42]

With this set of putative models for intermediates in
Lewis base catalysis in hand (cf. Figure 1a), comparisons on
structural and electronic perturbations, and thus, evaluating
Gutmann’s empirical rules, were possible. The averaged
bond length to the catecholato ligands Si� Ocat provides a
metric parameter for the degree of “structural activation”
(Rule 1). A Si� Ocat bond elongation is noted for all adducts
(Table 3, col 4) with reference to the “free” Lewis acid in
the gas phase (1.644(1) Å),[19] but these values neither
correlate with the Si� X bond lengths (Table 3, col 3, for
computed trends, see Table S3.1) nor with ion affinity
(Table 1). Interestingly, the acetate induces the most
pronounced Si� Ocat bond elongation. This fact might even-
tually be related to acetate’s unusual activity in Lewis base
catalysis.[3c,5] As a parameter for the “electronic activation”
of silicon, that is, the increased electrophilicity at silicon
upon Lewis base binding, natural charges were obtained
from natural population analysis (PBE0/def2-TZVPP elec-
tron density, with/without CPCM solvation correction,
Table S3.5). The silicon atoms in all adducts exhibit a
significant positive polarization (+2.32 to +2.00). Hence, in
line with previous findings, the situation at silicon does not
correspond to hypervalency but is better described by the
term hypercoordination.[43] Further, the positive charge at
silicon was found largest for the fluorido (+2.32) and
acetato (+2.30) adduct, which are among the most com-
monly employed Lewis bases for “initiation”. However,
compared to monomeric 1 (+2.38), the positive polarization
diminishes in all adducts. This finding contradicts Gutmann’s
second empirical rule, but supports earlier high-level
computations: an enhancement of positive polarization in
silicon complexes is obtained only at the Hartree–Fock level
of theory—but not with methods that consider electron
correlation.[3c]

Conclusion

Using bis(perchlorocatecholato)silane 1 as a binding plat-
form, the structural chemistry of silicon is extended by the
first bromido-, iodido-, formato-, acetato-, triflato- or

Figure 3. Molecular structures of a) [NBu4][N3-1], b) [NBu4]2[(N3)2-1] and c) [NBu4][SCN-1]. Cations and disorder are omitted for clarity.
Displacement ellipsoids are drawn with a probability of 50%. Selected bond lengths [Å] and bond angles [°]: a) N1� N2 1.2303(19), N2� N3
1.118(2), N1� N2� N3 174.54(17), Si1� N1� N2 122.80(11), b) N1� N2 1.203(12), N2� N3 1.159(9), N1� N2� N3 176.5(17), Si1� N1� N2 123.5(12),
N4� N5 1.206(11), N4� N6 1.146(7), N4� N5� N6 176.5(8), Si1� N4� N5 120.9(9) and c) N1� C13 1.181(6), C13� S1 1.582(5), N1� C13� S1 179.9(5),
Si1� N1� C13 173.7(3); for TP, Si� X and Si� Ocat,av see Table 3.

Figure 4. Molecular structures of a) [K@18-c-6][HCO2-1] and b) [K@18-
c-6][H3CCO2-1], c) [K@18-c-6][TfO-1] and d) [NBu4]2[1-SO4-1]. Cocrystal-
lized solvent molecules, disorder, hydrogen atoms (except the formic
hydrogen), and the [NBu4] cations in (d) are omitted for clarity.
Displacement ellipsoids are drawn with a probability of 50%. Selected
bond lengths [Å] and bond angles [°]: a) O5� C13 1.322(2), O6� C13
1.196(3), O5� C13� O6 123.0(2), b) O5� C13 1.341(5), O6� C13
1.215(5), O5� C13� O6 123.3(4), c) S1� O5 1.485(9), S1� O6 1.421(3),
S1� O7 1.428(5), S1� C13 1.813(7) and d) S1� O5 1.536(2), S1� O6
1.414(3); for TP, Si� X and Si� Ocat,av see Table 3.
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sulfato-silicates. Hence, the unequivocal observation of such
adducts with weak bases substantiates their involvement in
Lewis base-initiated silicon chemistry. Parameters derived
from SCXRD and quantum chemical computations reveal
the structural and electronic activation the anionic donors
exert on 1 and allow for a reevaluation of Gutmann’s
empirical rules of donor-acceptor interactions (namely: 1)
the shorter the donor–acceptor bond, the more pronounced
the induced lengthening of the other peripheral bonds in the
acceptor entity; 2) the positive polarization of the acceptor
atom increases in the adducts).[4] Interestingly, the present
data set does not support these rules. Besides, inspecting the
structural and spectroscopic changes in the bound anions
reveals that 1 induces polarization more substantial than the
benchmark Lewis acid B(C6F5)3. Hence, applications of 1,
e.g., to enable redox chemistry for substrates challenging to
reduce, are indicated.[44] Further, given the role of anionic
bis(catecholato)silicates in the photoredox catalytic forma-
tion of radicals, the herein presented salts might serve as
precursors for synthetically valuable inorganic radicals.[45]
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