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Heavier alkaline earth and heterobimetallic
s-block “ate” complexes of a di(amido)siloxane
ligand: solid-state structure and dynamic
solution-phase behaviour†

Matthew D. Haynes, ‡a Andrea O’Reilly, ‡b Alice J. M. Poole, ‡a

Aisling F. Roper,a Stefan Thum, c Louis J. Morris, a Martyn P. Coles, *b

J. Robin Fulton, *b Sjoerd Harder, c Zoë R. Turner *a and Dermot O’Hare *a

The diverse solid-state structures and solution-phase dynamics of both neutral and heterometallic

s-block “ate” complexes of the heavier alkaline earth metals (Ae; Ca–Ba) supported by a chelating and

flexible di(amido)siloxane ligand ([NON-DippL]2− = [O(SiMe2NDipp)2]
2−) are described, enabling comparison

with those of closely related di(amido) ligands based on either flexible aliphatic or rigid xanthene-based

backbones. Three dimeric alkaline earth complexes [(NON-DippL)Ae]2 (Ae = Ca (2), Sr (3) and Ba (4)) which

feature a κ3-N,O,N’-κ1-N’-tridentate coordination mode were prepared from protonolysis reactions

between NON-DippLH2 with ½AeN’’2�2 (Ae = Ca, Sr and Ba); N’’ = [N(SiMe3)2]
−. In tetrahydrofuran, these com-

plexes were readily converted into the monomeric adducts [(NON-DippL)Ae(thf)n] (n = 2, Ae = Ca (5); n = 3,

Ae = Sr (6) and Ba (7)). Heterometallic Ae/K amide “ate” complexes were afforded through two routes:

reaction of previously reported [(NON-DippL)Mg]2 (1) with two equivalents of KN’’ at elevated temperatures

resulted in [(NNO-DippL)Mg(µ-N’’)K]n (8; NNO-DippL = [OSiMe2NDippSiMe2NDipp]2−), whereas the equimolar

reaction of NON-DippLH2 with ½AeN’’3K� led to [(NON-DippL)Ae(µ-N’’)K]n (Ae = Ca (9), Sr (10) and Ba (11)).

Complexes 8–11 exist as one-dimensional coordination polymers propagated by K+–aryl π-facial inter-
actions in the solid-state. The mixed amide/siloxide “NNO” ligand in 8 results from a 1,3-silyl retro-Brook

rearrangement of the original di(amido)siloxane ligand, while the larger Ae2+ congeners readily accom-

modate the coordination of KN’’ with the di(amido)siloxane ligand retaining a κ3-N,O,N’-tridentate motif

in 9–11. Finally, the solution-phase behaviour of 8–11 in both toluene and thf were investigated indicating

the reversible dissociation of KN’’ from 9–11 and the thermodynamic parameters of this process were

elucidated.

Introduction

Central to the development of molecular heavier alkaline earth
(Ae) chemistry during the past two-decades has been the utilis-
ation of bulky monoanionic chelating N-donor ligands, such

as the ubiquitous β-diketiminate, which suppress aggregation
and Schlenk-type ligand redistribution.1–3 Such ligands
possess a well-defined pocket that enables delivery of a nucleo-
philic monodentate ligand, X (X = labile monoanionic ligand
e.g. hydride, amide, alkoxide, halide etc.), towards
substrates,4–8 and have also made highly reducing Ae(I)
reagents (as well as low-valent “synthons”) acessible.9–11

Lacking a labile Aeδ+–Xδ− bond, neutral Ae(II) coordination
complexes supported by chelating dianionic ligands, [LAe] (L =
dianionic ancillary ligand, Ae = Be, Mg, Ca, Sr and Ba) have
received comparatively less attention. However, alkaline earth
complexes supported by various dianionic ligands, including
reduced α-diimines,12–17 bora-amidinates,18 bis(phenoxyi-
mines)19 and bis(phosphinochalcogenamides),20,21 have been
shown to display reactivity resulting from the non-innocence
of their ancillary ligands. Meanwhile, alkali metal magnesiates
M[MgX3] (M = alkali metal) and heavier analogues based on
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monodentate ligands demonstrate increased reactivity as meta-
lating reagents, bases, and catalysts relative to homometallic
analogues.22–27 By analogy to the successful use of bulky, che-
lating monoanionic ligands in homometallic Ae chemistry, the
use of chelating dianionic ligands may facilitate the wider
elaboration of kinetically stabilised heterometallic s-block
“ate” complexes of the type M[LAeX] featuring the heavier alka-
line earth elements.28

In recent years, numerous reports have exploited [LAe] as
precursors for the synthesis of more reactive heterometallic
species. In 2021, Hill and co-workers reported the reduction of
a magnesium complex supported by a chelating ethylene-
bridged bis(silylamido) ligand to form the heterometallic low
oxidation state complex [Na{(CH2SiMe2NDipp)2Mg}]2 (I,
Chart 1; Dipp = 2,6-diisopropylphenyl).29 The reactivity of I has
since been shown to diverge from that of Mg(I) dimers sup-
ported by monoanionic ligands.30–32 Conversely, attempts to

synthesise an analogous heterometallic Be(I) complex instead
resulted in the C–H activation of benzene to form the poly-
meric alkali metal phenylberyllates [(CH2SiMe2NDipp)2Be
(μ-Ph)M]n (M = Li and Na, II, Chart 1).33 In 2022, Hicks and co-
workers reported the attempted reduction of magnesium and
calcium complexes supported by a rigid NON-xanthene ligand
([xanth-tBuNON

Dipp]2− = 4,5-bis(2,6-diisopropylphenylanilido)-
2,7-di-tert-butyl-9,9-dimethylxanthene), which resulted in the
isolation of heterobimetallic Ae/K hydrides following C–H acti-
vation of the solvent by transient Ae(I) species (III,
Chart 1).34,35 Jones and co-workers subsequently reported the
isolation of a Mg/K dimer with a Mg(I)–Mg(I) bond as well as
reduced Mg/K and Ca/K dinitrogen complexes (IV, Chart 1)
supported by even bulkier NON-xanthene ligands.36–38

More recent reports have deliberately targeted heterobime-
tallic heteroleptic “ate” complexes. Hicks and co-workers
described attempts to rationally synthesise a heterobimetallic

Chart 1 Selected examples of previously reported alkaline earth complexes supported by (a) ethylene-bridged bis(silylamido) and (b) NON-
xanthene ligands.
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Sr/K hydride analogous to III via the silane metathesis of a het-
eroleptic Sr/K amide “ate” complex (V-Sr, Chart 1b), which
instead resulted in the isolation of hypervalent hydridosilicate
species (VI, Chart 1b).39 Aldridge and co-workers have demon-
strated the ability of the [xanth-tBuNON

Dipp]2− ligand to support
the first reported example of a molecular calcium fluoride with
a terminal Ca–F bond (VII, Chart 1b), which, unlike dimeric
homometallic Ae μ-fluoride complexes, acts as a source of
nucleophilic fluoride.40 The synthesis of VII employed a
heterobimetallic Ca/K amide “ate” complex (also reported
independently by Hicks and co-workers, V-Ca, Chart 1b),
from which potassium hexamethyldisilazide, KN″ (N″ =
[N(SiMe3)2]

−) was found to reversibly dissociate in solution.
Additionally, the Jones group have also described a family of
both 1,3-di(amido)propane alkaline earth complexes consist-
ing of both a thf-free magnesium dimer ([(TCHPNCN)Mg]2;
[TCHPNCN] = [CH2{CH2N(TCHP)}2]

2–, TCHP = 2,4,6-tricyclo-
hexylphenyl) and a series of solvated monomeric species
([(TCHPNCN)Ae(sol)n]; sol = Et2O, Ae = Be, n = 1; sol = thf, Ae =
Mg, n = 2; Ae = Ca, n = 3; Ae = Sr, n = 4),41 as well as a family of
para-terphenyl bis(anilide) alkaline earth complexes.42 While
both ligand systems enabled the synthesis of homometallic
alkaline earth complexes, these proved unsuitable as precur-
sors to reduced heterometallic species.

We have recently reported the synthesis of a dimeric,
donor-free magnesium complex supported by a flexible di
(amido)siloxane ligand, [(NON-DippL)Mg]2 ([NON-DippL]2− =
[O(SiMe2NDipp)2]

2−, 1).43 The reduction of 1 in diethylether
resulted in the formation of low oxidation state Mg(I) centres
coordinated by a 1 : 1 mixture of [NON-DippL]2− and [NNO-DippL]2−

ligands, with the formation of the latter resulting from a
previously reported 1,3-silyl retro-Brook rearrangement
([NNO-DippL]2− = [OSiMe2NDippSiMe2NDipp]

2−).44,45

Recrystallisation of this mixture from tetrahydrofuran (thf)

afforded [{K(thf )2}2(
NNO-DippL)Mg–Mg(NNO-DippL)], verifying the

formation of a Mg(I)–Mg(I) bond. These results prompted us to
further investigate the development of heavier alkaline earth
complexes (Ae = Ca, Sr and Ba) supported by the by the
[NON-DippL]2− ligand, with a view to accessing additional reac-
tive heterometallic species.

Results and discussion
Donor-free dimers

We initially targeted heavier (Ae = Ca, Sr and Ba) analogues of
1 in order to assess their suitability as precursors for the syn-
thesis of reduced heterometallic species. Gratifyingly, the 2 : 1
reactions of NON-DippLH2 with ½AeN″2�2 (Ae = Ca, Sr and Ba) in
benzene resulted in the crystallisation of the colourless
dimeric complexes [(NON-DippL)Ae]2 (Ae = Ca (2), Sr (3) and Ba
(4)) directly from the reaction mixture, enabling their isolation
in moderate yield (66% (2), 77% (3) and 48% (4)) and charac-
terisation through single crystal X-ray diffraction studies
(SC-XRD; Scheme 1a). Complexes 2–4 each crystallise from
benzene in the C2/c space group as largely isostructural
N-bridged dimers (Fig. 1; Table 1).

In each case, the asymmetric unit consists of a monomeric
[(NON-DippL)Ae] fragment in which the [NON-DippL]2− ligand is co-
ordinated to Ae2+ in a κ3-N,O,N′-tridentate manner. This con-
trasts with the structure of the magnesium congener 1, in
which each ligand chelates the smaller Mg2+ through a biden-
tate N,O-bonding mode (and bridges between Mg2+ centres in
a κ2-N,O-κ1-N′ manner in the full structure, Fig. S59†).43 This
shows that the larger ionic radii of Ca2+, Sr2+ and Ba2+ (1.00 Å,
1.18 Å and 1.36 Å respectively)46 facilitate the coordination of
an additional bulky amide donor. The resulting six-membered
AeN2Si2O metallacycle consists of two four-membered AeNSiO

Scheme 1 (a) Synthesis of the nitrogen-bridged dimers [(NON-DippL)Ae]2 (Ae = Ca (2), Sr (3) and Ba (4)), (b) synthesis of the aryl-bridged dimer
[(NON-DippL)Ba]2 (4a) and (c) synthesis of the monomeric thf adducts [(NON-DippL)Ae(thf )n] (n = 2, Ae = Ca (5); n = 3, Ae = Sr (6) and Ba (7)).
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rings; these are folded with respect to one another about the
Ae–O axis, resulting in an “open-book” conformation. The full
pentacyclic dimeric structures each consist of two [(NON-DippL)
Ae] units bridged by a central four-membered Ae2N2 ring, with
two μ2-N donors bridging between two four-coordinate Ae2+

centres. The coordination geometry at Ae2+ is constrained by
the chelating ligand, and is best described as a distorted AeN3

trigonal pyramid in which the additional siloxane donor sub-
tends the N(1)–Ae(1)–N(2) bite angle. Additional coordinative
saturation is provided by both non-covalent anagostic Ae–Hi

Pr

interactions (Ca–Hi
Pr = 2.3988(4)–2.7382(3) Å, Sr–Hi

Pr = 2.4834
(4)–2.8890(3) Å, Ba–Hi

Pr = 2.6428(4)–3.1030(3) Å) and, in the
case of 3 and 4, respective η1- and η2-π-facial Ae–aryl inter-
actions ((Sr(1)–C(17)* = 3.029(1) Å, Ba(1)–centroidC(17),C(18)* =
3.077(1) Å); * refers to symmetry related atoms). The stabilis-
ation of low-coordinate complexes of the heavier Ae2+ cations
by anagostic and π-facial interactions has been well documen-
ted in the literature.47,48

This dimerisation mode has not been previously reported
for any complexes of the [NON-DippL]2− ligand. However, related
chromium and cobalt dimers bearing a less bulky N-mesityl
substituted di(amido)siloxane ligand are known.44,49 Whilst
lacking an additional O-donor, Jones’ magnesium 1,3-di
(amido)propane complex VIII displays a similar μ-N bridged
dimeric structure.41 There are also a number of related examples
of N-bridged dimers with M2N2 rings supported by di(amido)
siloxane ligands with less bulky N-aryl or N-alkyl substituents in
which the two AeN2Si2O rings are anti with respect to one
another.49–52 Nitrogen-bridged dimeric motifs are also present
in various previously reported alkaline earth complexes.42,53–55

The coordination of the silylether donor to Ae2+ in 2–4 is
consistent with the structure of 1, and can be rationalised by
considering both the oxophilicity of the heavier Ae2+ congeners
and their preference for high coordination numbers.47,48,56

Indeed, the only previously reported examples of [NON-DippL]2−

complexes that feature metal–oxygen interactions feature oxo-
philic Zr(IV),57 U(IV)58 or Y(III)59 centres. However, silyl ether–
metal interactions are generally weak,60 with the unsupported
coordination of bis(trimethylsilyl)ether (which generally acts
as a non-coordinating solvent) to a highly Lewis acidic cationic
Mg-centred cation only recently reported.47 As such their pres-
ence in 2–4 is attributed to an entropic advantage provided by
their intramolecular nature (i.e. the chelate effect). While these
interactions result in relatively short Ae–O distances (2.3494(8)
Å (2), 2.5086(9) Å (3) and 2.672(1) Å (4)), their weak nature is
supported by a large Si–O–Si angle in each case (151.14(5)° (2),
151.32(6)° (3) and 150.32(7)° (4)).

Complexes 2–4 were targeted with a view to assessing their
suitability as precursors for the synthesis of novel low-valent
alkaline earth complexes. However, 2–4 each co-crystallise with
a single molecule of benzene, which although non-bonding
could not be removed in vacuo.61 Previous literature reports
have demonstrated that the high reactivity of low-valent alka-
line earth complexes can result in the reduction of benzene to
form “low-valent synthons” containing the [C6H6]

2− dianion,
precluding the isolation of true low-valent species.62–64

Consequently, the isolation of benzene-free samples of 2–4
was targeted. The layering of a n-hexane solution of
NON-DippLH2 (2 eq.) over a n-hexane solution of ½AeN′′2�2 (Ae =
Ca, Sr and Ba) again resulted in the growth of colourless
crystals of [(NON-DippL)Ae]2 (Ae = Ca (2) Sr (3) and Ba (4a),
Scheme 1a and 1b). SC-XRD analysis confirmed that the
calcium and strontium congeners 2 and 3 crystallise from
n-hexane with benzene-free structures that are isostructural to
those obtained from benzene. However, while the barium con-
gener 4a also crystallises from n-hexane as a dimer in the C2/c
space group, in this case its structure exhibits dimerisation via
two Ba2+–aryl η5-π-facial interactions (Fig. 2).

The Ae2N2 ring present in 2–4 is absent in 4a, resulting in
marked increases in both the Ba(1)–N(2)* (2.714(1) Å (4) vs.
3.702(2) Å (4a)) and Ba–Ba* (4.1561(8) Å (4) vs. 4.7644(6) Å (4a))
distances, as well as a shortening of the Ba(1)–
centroidC(17)–C(22)* distance (3.920(1) Å (4) vs. 2.862(1) Å (4a))

Fig. 1 Thermal displacement ellipsoid drawings (30% probability) of (a) [(NON-DippL)Ca]2 (2), (b) [(NON-DippL)Sr]2 (3), (c) [(NON-DippL)Ba]2 (4). The full
dimeric structures of 2–4 are generated by a (−X + 1, Y, −Z + 1/2) symmetry operation in each case. All hydrogen atoms have been omitted for
clarity.

Table 1 Selected metrical parameters (bond lengths in Å, angles in °) in
[(NON-DippL)Ae]2 crystallised from benzene (Ae = Ca (2), Sr (3) and Ba (4)).
Related metrics in [(NON-DippL)Mg]2 (1) are reproduced from ref. 43 for
the sake of comparison. * refers to symmetry related atoms

1 2 3 4

Ae(1)–N(1) 1.987(1) 2.340(1) 2.473(1) 2.582(1)
Ae(1)–N(2) 3.551(1) 2.686(1) 2.798(1) 2.970(1)
Ae(1)–N(2)* 1.999(1) 2.3787(9) 2.541(1) 2.714(1)
Ae(1)–O(1) 2.066(1) 2.3494(8) 2.5086(9) 2.672(1)
Ae(1)–Ae(1)* 4.1130(9) 3.7151(8) 3.9504(8) 4.1561(8)
N(1)–Ae(1)–N(2) 125.62(4) 126.01(3) 119.22(3) 112.61(4)
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and planarisation of the otherwise tetrahedral nitrogen donor
(Σ{∠N(2)} = 653.3(2)° (4) vs. 358.8(2)° (4a)). Besides the change
in the hybridisation state of N(2) (vide supra), the [(NON-DippL)
Ba] unit of 4a shows little variation from that of 4, with the κ3-
N,O,N′-tridentate coordination mode of [NON-DippL]2− to Ba2+

retained. The structure of 4a is highly reminiscent of aryl-
bridged Pb(II) and Sn(II) dimers supported by a related di
(amido)siloxane ligand with less bulky 2,6-dimethylphenyl
substituents that have been previously reported by Fulton and
co-workers.51 That Ba2+ interacts with an aryl ring instead of
an additional “hard” amide donor in this case reflects its
greater size, electropositivity and, consequently, preference for
“soft” multihaptic π-facial interactions that provide greater
coordinative saturation.65 Notably, the structure of 4a does not
contain any co-crystallised n-hexane (unlike crystals of 2 and 3
grown from this solvent). Furthermore, the presence of a η2-
π-facial interaction in the structure of 4 suggests that there is
little difference in energy with the “slipped” η5-structure of 4a.
Together, these results suggest that the variation in dimerisa-
tion mode between 4 and 4a is likely induced by changes in
crystal packing forces.

Monomeric thf adducts

The poor solubility of complexes 2–4 in non-donor solvents
precluded a direct assessment of their solution-phase struc-
tures by NMR spectroscopy. However, 2–4 each dissolve readily
in tetrahydrofuran, enabling both the structural and spectro-
scopic characterisation of the resulting adducts. 1H NMR
spectra recorded in thf-d8 were consistent with the instan-
taneous conversion of the dimeric complexes 2–4 into mono-
meric complexes of the form [(NON-DippL)Ae(thf)n] (Ae = Ca, Sr
and Ba, Scheme 1c). These each produce spectra consisting of
five sharp signals attributed to the two aromatic, two isopropyl
and single silylmethyl environments expected from a C2v-sym-
metric monomeric adduct. Increasing Ae2+ size results only in

minor variations in the chemical shifts of these signals.
Notably, the corresponding 29Si NMR spectra each consist of a
single singlet, which shifts to lower frequency with increasing
Ae2+ atomic number (δCa = −19.77 ppm > δSr = −23.74 ppm >
δBa = −26.22 ppm). This trend reflects the enhanced accumu-
lation of negative charge on the [NON-DippL]2− ligand that
results from its coordination to the more electropositive
heavier congeners.

Structural verification was provided by SC-XRD analysis of
the monomeric adducts [(NON-DippL)Ae(thf)n] (n = 2, Ae = Ca
(5); n = 3, Sr = 6 (6) and Ba (7)), colourless crystals of which
were isolated upon the slow evaporation of concentrated thf
solutions of 2–4 (Fig. 3; Table 2).

In each case the κ3-N,O,N′-tridentate coordination mode of
[NON-DippL]2− to Ae2+ is been retained. The structure of 5
(Fig. 3b) is very similar to that of the previously reported mag-
nesium congener [(NON-DippL)Mg(thf)2].

66 In both cases, two
thf molecules are coordinated to a five-coordinate Ae2+ cation
with a distorted trigonal–bipyramidal coordination geometry
(τ5 = 0.70, Mg; 0.82, Ca).67 The axial positions are occupied by
one thf molecule and the siloxane tether, while the equatorial
plane comprises the second thf molecule and the two amide
donors of a [NON-DippL]2− ligand. Contrastingly, the structures
of 6 and 7 (Fig. 3b and c) each exhibit an additional co-
ordinated thf molecule, resulting in six-coordinate Sr2+ and
Ba2+ centres with pentagonal pyramidal coordination geome-
tries. The apical position is occupied by a thf molecule in both
cases, with the equatorial plane occupied by two thf molecules
and the tridentate [NON-DippL]2− ligand. NMR spectra of iso-
lated samples of 5–7 recorded in thf-d8 were fully consistent
with those of 2–4, confirming the rapid full conversion of the
donor-free dimers into solvated monomers upon their dis-
solution in thf.

Notably, 5 and 7 adopt very similar structures to the
monomeric calcium and barium carbene complexes
[(C{PPh2NDipp}2)Ae(thf)n] (Ae = Ca, n = 2; Ae = Ba, n = 3)
reported previously by Harder and co-workers, which feature a
dianionic bis(iminophosphoranomethane) ligand that is iso-
electronic with the [NON-DippL]2− ligand employed in this
study.68,69 While the weak nature of the Ae–O interactions in
5–7 is confirmed by large Si–O–Si angles (147.32(8)° (5), 148.2
(2)° (6) and 151.0(2)° (7)),60 the respective Ca–O (2.490(1) Å)
and Ba–O (2.889(3) Å) distances in 5 and 7 are shorter than the
corresponding Ae–Ccarbene distances in the related monomeric
carbene complexes (2.548(2) Å, Ca and 2.918(7) Å, Ba) despite
the much stronger donor strength of the latter. The very
similar steric profiles of the two ligands result in the coordi-
nation of the same number of thf molecules in each case (two
for Ca, three for Ba).

Dimeric magnesium thf adducts

For comparison, the solution-phase behaviour of the mag-
nesium congener 1 in thf was also investigated. The 1H NMR
spectrum of 1 recorded in thf-d8 at 25 °C initially consists of
broad resonances that are consistent with the formation of
dimeric species with fluxional solution-phase structures

Fig. 2 Thermal displacement ellipsoid drawing (30% probability) of the
aryl-bridged complex [(NON-DippL)Ba]2 (4a) generated by a (−X + 1, Y, −Z
+ 3/2) symmetry operation. All hydrogen atoms have been omitted for
clarity. Selected metrical parameters (* refers to symmetry related
atoms): Ba(1)–N(1) = 2.569(2) Å, Ba(1)–N(2) = 2.799(1) Å, Ba(1)–O(1) =
2.651(1) Å, Ba(1)–N(2)* = 3.702(2) Å, Ba(1)–centroidC(17)–C(22)* = 2.862(1)
Å, Ba(1)–Ba(1)* = 4.7644(6) Å; N(1)–Ba(1)–N(2) = 114.57(5)°, N(1)–Ba(1)–
centroidC(17)–C(22)* = 112.49(4)°, N(2)–Ba(1)–centroidC(17)–C(22)* = 128.01
(3)°.
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(vide infra). Conversely, a subsequent spectrum recorded after
heating the solution at 80 °C for 16 hours consisted of sharp
signals consistent the exclusive formation of the C2v-symmetric
monomeric complex [(NON-DippL)Mg(thf)2], for which very
similar NMR spectra have been recorded in C6D6.

66 The
dynamic solution-phase behaviour of 1 was confirmed by the
crystallographic characterisation of the two dimeric thf
adducts [{(NON-DippL)Mg}2(thf)] (1·thf ) and [(NON-DippL)Mg
(thf)]2 (1·thf2), which respectively crystallised upon the slow
evaporation of thf/n-hexane and thf solutions of 1 (Scheme 2
and Fig. 4).

The structure of 1·thf (Fig. 4a and Fig. S60†) is similar to
that of 1, with the κ2-N,O-κ1-N′ coordination mode of the two
[NON-DippL]2− ligands retained. The coordination sphere of the
tetrahedral Mg(1) centre (Σ{∠Mg(1)} = 649.68(18)°, τ4 = 0.7270)
is augmented by the coordination of a thf moiety (Mg(1)–O(3) =
2.051(2) Å), whilst Mg(2) retains a trigonal planar geometry

(Σ{∠Mg(2)} = 356.88(13)°). The increased steric congestion that
results from the coordination of thf to Mg(1) has resulted in
the widening of the central eight-membered Mg2N2Si2O2

metallacycle. This is reflected by an increase of 0.487(1) Å in
the Mg–Mg distance in 1·thf relative to 1 (Mg(1)–Mg(2) =
4.1130(9) (1) vs. 4.6000(9) Å (1·thf )). The Mg2N2Si2O2 metalla-
cycle in 1·thf has a “chair-like” conformation with the two
four-membered MgNSiO rings anti with respect to one
another, in contrast with the “boat-like” structure of 1. The
Mg–N and Mg–O bonds are shorter for Mg(2) than for Mg(1),
reflecting the increased steric congestion that results from the
coordination of thf to the latter.

Conversely, the structure of 1·thf2 (Fig. 4b and Fig. S60†)
varies significantly relative to those of 1 and 1·thf. One mole-
cule of thf is coordinated to each Mg2+ centre (Mg(1)–O(3) =
2.046(1) Å, Mg(2)–O(4) = 2.018(1) Å). While Mg(1) adopts a
tetrahedral coordination geometry (Σ{∠Mg(1)} = 650.70(10)°,
τ4 = 0.7670), coordination of thf to Mg(2) results in displace-
ment of the silylether group (Mg(2)–O(2) = 3.549(1) Å ≫
Σrcov(Mg,O) = 2.02 Å71), resulting in the retention of a trigonal
planar coordination geometry (Σ{∠Mg(2)} = 357.26(8)°).
Consequently, 1·thf2 consists of a central 10-membered
Mg2N3O2Si3 metallacycle. One [NON-DippL]2� ligand retains the
κ2-N,O-κ1-N′ coordination mode observed exclusively in 1 and
1·thf, while the other instead bridges between the two Mg
centres in an alternative κ1-N-κ1-N′ manner. This rearrange-
ment likely results from the increased steric congestion that
occurs upon coordination of a second equivalent of thf to
1·thf, which is relieved upon the formation of 1·thf2 via ring
expansion. This is reflected by a Mg(1)–Mg(2) distance in
1·thf2 (5.2386(7) Å) that is 0.639(1) Å longer than that of 1·thf.

Table 2 Selected metrical parameters (bond lengths in Å, angles in °) in
[(NON-DippL)Ae(thf )n] (n = 2, Ae = Ca (5); n = 3, Ae = Sr (6) and Ba (7)).
Related metrics in [(NON-DippL)Mg(thf )2] are reproduced from ref. 66 for
the sake of comparison

[(NON-DippL)Mg(thf)2] 5 6 7

Ae(1)–N(1) 2.040(2) 2.313(1) 2.564(2) 2.619(2)
Ae(1)–N(2) 2.041(2) 2.285(1) 2.507(3) 2.676(3)
Ae(1)–O(1) 2.308(2) 2.490(1) 2.627(2) 2.889(3)
Ae(1)–O(2) 2.065(2) 2.337(1) 2.557(4) 2.838(3)
Ae(1)–O(3) 2.047(2) 2.323(1) 2.510(3) 2.689(2)
Ae(1)–O(4) — — 2.591(2) 2.772(3)
N(1)–Ae(1)–N(2) 129.1(1) 119.59(5) 114.48(8) 109.33(8)
Si(1)–O(1)–Si(2) 143.6(1) 147.42(8) 148.2(2) 151.0(2)

Scheme 2 Conversion of [(NON-DippL)Mg]2 (1) into the thf adducts [{(NON-DippL)Mg}2(thf )] (1·thf ), [(NON-DippL)Mg(thf )]2 (1·thf2) and [(NON-DippL)Mg
(thf )2].

Fig. 3 Thermal displacement ellipsoid drawings (30% probability) of (a) [(NON-DippL)Ca(thf )2] (5), (b) [(
NON-DippL)Sr(thf )3] (6) and (c) [(NON-DippL)Ba

(thf )3] (7). All hydrogen atoms have been omitted for clarity.
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Hill and co-workers reported a similar, 14-membered metala-
cyclic magnesium dimer [({CH2SiMe2NDipp}2)2Mg2(thf)2] in
which two [(CH2SiMe2NDipp)2]2� ligands bridge between two
three-coordinate Mg2+ centres.30 Similar macrocyclic motifs
have also been reported for transition metal complexes (Fe, Cr)
bearing di(amido)siloxane ligands.52,72

Notably, no intermediate dimeric thf adducts analogous to
1·thf and 1·thf2 crystallised from thf solutions of 2–4. This is
likely due to the similarities between the [(NON-DippL)Ae] units
of the dimeric species 2–4 and their monomeric analogues
5–7, which both feature the coordination of the [NON-DippL]2−

ligand in a κ3-N,O,N′-tridentate manner. Consequently, little
structural rearrangement is required upon the coordination of
thf, which readily outcompetes the Ae–N and π-facial inter-
actions that facilitate the dimerisation of 2–4/4a when the
strong donor solvent is absent. Conversely, the conversion of 1
into a monomeric adduct requires a more significant struc-
tural rearrangement due to the alternative κ2-N,O-κ1-N′ coordi-
nation mode of the ancillary ligand in the former. In addition,
the smaller ionic radius of Mg2+ results in significantly

reduced kinetic lability relative to the heavier Ae2+ congeners.3

As a result, a higher temperature of 80 °C is required to
disrupt the dimeric structure of 1, which instead forms the
stable dimeric intermediates 1·thf and 1·thf2 at 25 °C.

Heterometallic s-block “ate” complexes

We turned our attention to the synthesis of heterobimetallic
s-block “ate” complexes supported by the [NON-DippL]2− ligand.
Based on the dimeric structures of 1–4, we reasoned that the
coordination of an additional monodentate [X]− ligand to Ae2+

within an anionic [(NON-DippL)Ae(X)]− unit could be accommo-
dated, with charge balance provided by an alkali metal cation.

Mg/K “ate” complex

The solubility of the magnesium compound 1 in toluene at
60 °C enabled its reaction with two equivalents of KN″. This
resulted in the formation of the potassium magnesiate
complex [(NNO-DippL)Mg(μ-N″)K]n (8), which crystallised directly
from the reaction mixture upon cooling (Scheme 3a; Fig. 5).

Fig. 4 Thermal displacement ellipsoid drawing (30% probability) of (a) [{(NON-DippL)Mg}2(thf )] (1·thf ) and (b) [(NON-DippL)Mg(thf )]2 (1·thf2). All hydro-
gen atoms have been omitted for clarity. Selected metrical parameters: Mg(1)–N(1) = 2.035(2) Å (1·thf ) and 2.0626(9) Å (1·thf2), Mg(1)–N(4) = 2.019
(2) Å (1·thf ) and 2.999(1) Å (1·thf2), Mg(1)–O(1) = 2.128(2) Å (1·thf ) and 2.133(1) Å (1·thf2), Mg(1)–O(3) Å = 2.051(2) Å (1·thf ) and 2.046(1) Å (1·thf2), Mg
(2)–N(3) Å = 1.950(2) Å (1·thf ) and 1.992(1) Å (1·thf2), Mg(2)–N(2) = 1.969(2) Å (1·thf ) and 2.003(1) Å (1·thf2), Mg(2)–O(2) = 2.040(2) Å (1·thf ) and 3.549
(1) Å (1·thf2), Mg(2)–O(4) = 2.018(1) Å (1·thf2), Mg(1)–Mg(2) = 4.6000(9) Å (1·thf ) and 5.2386(7) Å (1·thf ).

Scheme 3 Synthesis of (a) [(NNO-DippL)Mg(µ-N’’)K]n (8) and (b) [(NON-DippL)Ae(µ-N’’)K]n (Ae = Ca (9), Sr (10) and Ba (11)).
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The crystal structure of 8 has an asymmetric unit consisting
of the [NNO-DippL]2− ligand coordinated to Mg2+ in a κ2-N,O-
bidentate manner, with both the siloxide donor and the
[μ-N″]− ligand bridging between Mg2+ and K+ to form a four
membered metallacycle (Fig. 5). The extended structure con-
sists of a one-dimensional coordination polymer that is propa-
gated by η3-π-facial K+–aryl interactions between the potassium
cation of one monomeric [(NNO-DippL)Mg(μ-N″)K] unit and the
aryl ring of the coordinated NDipp group of the next. The for-
mation of this rearranged “NNO” form of the ancillary ligand
is consistent with the same outcome we reported upon the
reduction of 1 with KC8,

43 and is attributed to a 1,3-silyl retro-
Brook rearrangement that has also been reported in other
cases.44,45 This rearrangement is likely favoured on both steric
and electronic grounds, as the formation of the less sterically
demanding siloxide donor both reduces congestion at the
three coordinate Mg2+ centre and results in strong Mg–O and
K–O bonds. Furthermore, the rearrangement is likely facili-
tated by both the temperature of 60 °C (which is required to
dissolve 1 in toluene) and the coordination of an alkali metal
cation. The influence of both factors was previously confirmed
by a computational study of the formation of a related “NNO”
aluminium complex reported by Coles and co-workers, which
highlighted the ability of K+ to facilitate the dissociation of an
amide donor from Al3+ and thus enable its subsequent attack
on the siloxane backbone.45 1H and 13C{1H} NMR spectra of 8
(recorded in toluene-d8 at 80 °C due to the poor hydrocarbon
solubility of 8 at ambient temperature) each contain two sets
of Dipp signals and two SiMe2 signals, confirming the
rearrangement of the ancillary ligand to the NNO-form.
Notably, the absence of signals resulting from free KN″
demonstrates the persistence of the Mg–N″ bond (and there-
fore the [(NNO-DippL)Mg(μ-N″)K] unit as a whole) in solution, in
contrast with the dissociation of KN″ from heavier alkaline
earth “ate” complexes (vide infra) in toluene.

Heavier Ae/K “ate” complexes

The poor hydrocarbon solubility of 2–4 necessitated an
alternative synthesis of the heavier “ate” congeners. The direct
reaction NON-DippLH2 with the heterobimetallic precursors
½AeN″3K� (Ae = Ca, Sr and Ba) was therefore targeted. To facili-
tate this protocol, the novel barium precursor BaN″3K½ � was first
isolated in 60% yield via the 2 : 1 reaction of KN″ with BaN″2½ �2
in toluene (see ESI†); the calcium and strontium congeners
have been previously reported.22 Combining equimolar quan-
tities of NON-DippLH2 with ½AeN″3K� in arene solvents resulted in
the crystallisation of the one-dimensional coordination poly-
mers [(NON-DippL)Ae(µ-N″)K]n (Ae = Ca (9), Sr (10) and Ba (11),
Scheme 3b) directly from the reaction mixture, thus enabling
their isolation in moderate yield (48% (9), 55% (10) and 55%
(11)) and characterisation by SC-XRD (Fig. 6 and Table 3).

Crystal structures of 9–11

The X-ray crystal structures of 9–11 (Fig. 6 and Table 3) are
largely isostructural, and consist of [(NON-DippL)Ae(µ-N″)K]
units linked by intermolecular η3-π-facial interactions between
the potassium cation of one monomeric unit and a Dipp
group of the next, resulting in the formation of a one-dimen-
sional coordination polymer. Notably, the larger ionic radii of
the heavier Ae2+ congeners (relative to Mg2+) facilitate the
coordination of three bulky amide donors, with the NON-form
of the di(amido)siloxane ligand retained in 9–11 (in contrast
to the NNO-form in the Mg/K “ate” complex 8). The asym-
metric unit consists of either two (Ae = Ca and Sr) or four (Ae =
Ba) crystallographically distinct [(NON-DippL)Ae(µ-N″)K] units
that exhibit similar metrical parameters. Therefore, representa-
tive metrical data from a single [(NON-DippL)Ae(µ-N″)K] molecule
are discussed in each case.

The [(NON-DippL)Ae] units of 9–11 largely resemble those of
2–7, with [NON-DippL]2− coordinated to Ae2+ in a κ3-N,O,N′-tri-

Fig. 5 Thermal displacement ellipsoid drawing (30% probability) of the extended structure of [(NNO-DippL)Mg(μ-N’’)K]n (8). All hydrogen atoms have
been omitted for clarity. Selected metrical parameters (* refers to symmetry related atoms): Mg(1)–N(1) = 2.002(1) Å, Mg(1)–O(1) = 1.899(1) Å, Mg(1)–
N(3) = 2.021(1) Å, K(1)–N(3) = 3.205(1) Å, K(1)–O(1) = 2.588(1) Å, K(1)–centroidC(1)–C(6) = 3.033(1) Å, Mg(1)–K(1) = 3.4417(5) Å; N(1)–Mg(1)–O(1) =
107.64(5)°, N(1)–Mg(1)–N(3) = 138.09(6)°, O(1)–Mg(1) N(3) = 112.38(5), N(3)–K(1)–O(1) = 67.47(4)°, N(3)–K(1)–centroidC(1)–C(6) = 144.76(3)°, O(1)–K
(1)–centroidC(1)–C(6) = 144.76(3)°, Mg(1)–O(1)–K(1) = 78.81(4)°, Mg(1)–N(3)–K(1) = 99.01(5)°.
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dentate manner, forming an AeN2Si2O metallacycle with an
“open-book” conformation. In all cases, the Ae2+ centre has a
four-coordinate distorted “see-saw” geometry (τ4 = 0.54 (9),
0.60 (10) and 0.64 (11)).70 The tetrahedral [µ-N″]− amido donor
bridges between Ae2+ and K+, and the latter is also stabilised
through the formation of intramonomeric η6- and intermono-
meric η3-π-facial interactions with Dipp aryl rings, resulting in
a pseudo trigonal planar coordination geometry at K+ (when
the relevant centroids are treated as monodentate ligands).
Further coordinative saturation of K+ is provided by non-
covalent anagostic interactions with the methyl protons of the
[μ-N″]− ligand. Notably, the Ae–N″ bond lengthens with

Fig. 6 Thermal displacement ellipsoid drawing (30% probability) of the extended structures of (a) [(NON-DippL)Ca(μ-N’’)K]n (9), (b) [(NON-DippL)Sr(μ-N’’)
K]n (10) and (c) [(NON-DippL)Ba(μ-N’’)K]n (11). All hydrogen atoms have been omitted for clarity.

Table 3 Selected metrical parameters (bond lengths in Å, angles in °) in
[(NON-DippL)Ae(μ-N’’)K]n (Ae = Ca (9), Sr (10) and Ba (11))

9 10 11

Ae(1)–N(1) 2.342(2) 2.524(3) 2.698(8)
Ae(1)–N(2) 2.365(2) 2.533(3) 2.741(8)
Ae(1)–N(3) 2.370(2) 2.525(3) 2.707(7)
Ae(1)–O(1) 2.4434(15) 2.539(2) 2.673(5)
K(1)–N(3) 2.924(2) 2.892(3) 2.876(7)
K(1)–centroidC(17)–C(22) 2.951(1) 2.982(2) 2.972(5)
K(1)–centroidC(40)–C(43) 2.967(2) 2.955(2) 3.036(7)
Ae(1)–K(1) 4.1338(8) 4.2341(9) 4.444(2)
N(1)–Ae(1)–N(2) 121.23(6) 119.77(10) 114.2(2)
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increasing Ae2+ atomic number in a manner that is consistent
with the greater ionic radii of the heavier congeners (Ae(1)–
N(3) = 2.3702(18) Å (9), 2.525(3) Å (10) and 2.707(7) Å (11)).
Conversely, the K–N″ bond shortens with increasing Ae2+ size
(K(1)–N(3) = 2.924(2) Å (9), 2.892(3) Å (10) and 2.876(7) Å (11)).
While the distances for 10 and 11 are the same within error,
they are both significantly shorter than the corresponding dis-
tance in 9, suggesting that the K–N″ bond is strengthened as
the Ae–N″ bond weakens. This supposition is consistent with
the reversible dissociation of KN″ observed in solution
(vide infra).

Solution-phase behaviour of 9–11 in arenes

While 9–11 are poorly soluble in arenes at room temperature,
they can each be dissolved in toluene at 70 °C. The polymeric
solid-state structures of 9–11 are proposed to be disrupted at
higher temperatures, resulting in the formation of more
soluble monomeric [(NON-DippL)Ae(µ-N″)K(tol)n] (Ae = Ca (9tol),
Sr (10tol) and Ba (11tol)) molecules in which the K+ cation is
assumed to be stabilised by π-facial interactions with the arene
solvent (Scheme 4).34

The 1H NMR spectra of 9–11 under these conditions display
the five signals expected for the [NON-DippL]2− ligand co-
ordinated to Ae2+ in a C2v-symmetric manner, as well as an
additional singlet corresponding to the [μ-N″]− ligand. The C2v

symmetry of these signals contrasts with the asymmetry of the
solid-state structures of 9–11, suggesting that [(NON-DippL)Ae(µ-
N″)K(tol)n] have fluxional solution-phase structures that result
from the rapid exchange of K+ between the two Dipp
π-systems. While the signals assigned as [(NON-DippL)Ae(µ-N″)K
(tol)n] represent the major species in each case, NMR spectra
of analytically pure crystalline samples of 9–11 reproducibly
contained additional signals corresponding to a second,
minor species in solution. A diagnostic singlet at δ = 0.06 ppm
confirms the presence of free KN″ in each case,73 whilst the
additional signals are assigned to monomeric [(NON-DippL)Ae
(tol)n] (Ae = Ca, Sr and Ba) complexes formed upon the solu-
tion-phase dissociation of KN″ from the “ate” complex.
Despite the partial dissociation of 9tol–11tol at 70 °C, they were
each found to crystallise as 9–11 exclusively upon cooling to
room temperature. No evidence was found for the crystallisa-
tion of the dimeric homometallic species 2–4 upon cooling,

demonstrating that the proposed monomeric [(NON-DippL)Ae
(tol)n] complexes formed in solution are metastable in solution
at elevated temperature, and preferentially associate with KN″
to form 9–11 upon cooling rather than dimerising to form 2–4.

Solution-phase behaviour of 8–11 in thf-d8

The “ate” complexes 8–11 are highly soluble in thf, enabling
further investigation of their solution-phase behaviour by
NMR spectroscopy in thf-d8 across a wide temperature range
(−80 °C to 67 °C). The dissolution of the NNO-form Mg/K
complex 8 in thf-d8 results in complex and temperature-depen-
dant 1H NMR spectra, indicative of a mixture of species which
could not be conclusively assigned (Scheme S1†). Conversely,
1H NMR spectra of the heavier NON-form Ae/K complexes 9–11
are simpler, and consist of signals assigned to the six proton
environments that are expected for the [NON-DippL]2− and [N″]−

ligands coordinated within the C2v-symmetric and assumedly
monomeric species [(NON-DippL)Ae(µ-N″)K(thf )n] (Ae = Ca (9thf ),
Sr (10thf ) and Ba (11thf )). In addition to the signals attributed
to 9thf–11thf, these spectra also contain resonances corres-
ponding to the monometallic thf adducts 5–7 (verified by com-
parison with the corresponding NMR spectra of 5–7) and free
KN″.74 This indicates the presence of solution-phase equilibria
between the heterobimetallic “ate” complexes 9thf–11thf and
their monometallic analogues 5–7 due to the reversible dis-
sociation of KN″ (Scheme 5), consistent with the same process
observed in toluene-d8 (vide supra). The “ate” complex is the
major species at 25 °C when Ae = Ca and Sr (9thf : 5 = 2.6 : 1,
10thf : 6 = 2.2 : 1); the corresponding resonances can be clearly
discriminated in the 1H NMR spectra, indicating slow
exchange of the respective species on the NMR timescale.
However, the room temperature 1H NMR spectrum of 6/10thf

contains signals that are somewhat broadened, whilst further
broadening and coalescence was observed at higher tempera-
tures (though full coalescence was not observed below 67 °C,
the boiling point of thf). Furthermore, the 1H NMR spectrum
of 7/11thf shows significant signal broadening and coalescence
at 25 °C, consistent with higher kinetic lability of Ba2+ and
rapid exchange on the NMR spectroscopic timescale. Higher
temperature 1H NMR spectra of 7/11thf exhibit full coalescence
and signal sharpening as 7 and 11thf enter a fast exchange
regime, whilst full decoalescence is observed below 283 K

Scheme 4 Solution-phase equilibrium between the proposed monomeric toluene adducts [(NON-DippL)Ae(µ-N’’)K(tol)n] and [(NON-DippL)Ae(tol)n] (Ae
= Ca, Sr and Ba) that results from the reversible dissociation of KN’’ following the dissolution of 9–11 in toluene at 70 °C.
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(Fig. S43†). This metal-dependant behaviour qualitatively
demonstrates that the rate of exchange between 5–7 and 9thf–
11thf increases as expected with greater Ae2+ size and lability.

Thermodynamic analysis

The relative proportions of 5–7 and 9thf–11thf vary with temp-
erature (Fig. 7a), with higher temperatures increasingly favour-
ing the dissociation of KN″ in all cases. Kd values could be cal-
culated at 10 °C intervals using the relative integral values of
5–7, 9thf–11thf and KN″ (normalised vs. the residual solvent
signal) at each temperature, thus enabling a Van’t Hoff ana-
lysis (Fig. 7b) and the calculation of ΔH, ΔS and ΔG298 K

values for the forward reaction (i.e. KN″ dissociation) in each
case (Table 4). Both ΔH (ΔH = 31.58 kJ mol−1 (9thf ), 12.72 kJ
mol−1 (10thf ) and 9.69 kJ mol−1 (11thf )) and ΔS (ΔS =
77.74 J K−1 mol−1 (9thf ), 19.20 J K−1 mol−1 (10thf ) and
12.60 J K−1 mol−1 (11thf )) are positive in all cases. These posi-
tive ΔH and ΔS values respectively reflect the energy required
to break the ionic Ae–N″ bond and the additional confor-
mational degrees of freedom gained by the KN″ moiety upon
its dissociation. Notably, both values decrease in magnitude as
group 2 is descended. This can be rationalised by considering
the weaker Ae–N″ bonds formed by the less charge dense
heavier congeners, which therefore require less energy to
break (resulting in a less positive ΔH value) and constrain the
coordinated KN″ group to a reduced degree within the “ate”
complex (resulting in a less positive ΔS upon KN″ dis-

sociation). In all cases, ΔG298 K is also positive (ΔG298 K =
8.4 kJ mol−1 (9thf ), 7.0 kJ mol−1 (10thf ) and 5.9 kJ mol−1

(11thf )), consistent with the observed preference for the associ-
ated “ate” complex at 25 °C. However, ΔG298 K also becomes
less positive with increasing Ae2+ size, with the extent of dis-
sociation at 25 °C therefore increasing in the same manner.
These positive ΔG298 K values contrast with a recent report
from Aldridge and co-workers, which described a similar equi-
librium resulting from the reversible dissociation of KN″ from
V-Ca in benzene.40 In this case, the dissociation of KN″ was
favoured at 25 °C (ΔG298 K = −2.6 kJ mol−1).40 This disparity is
consistent with the greater flexibility of the di(amido)siloxane
ligand, which readily facilitates the conformational adjust-
ments required to accommodate the KN″ moiety within a
stable heterometallic framework. However, we note that direct
comparisons with the thermodynamic parameters calculated
in this report must be made cautiously due to the variation in

Scheme 5 Solution phase equilibrium between [(NON-DippL)Ae(µ-N’’)K(thf )n] and [(NON-DippL)Ae(thf )n] (Ae = Ca (9thf/5), Sr (10thf/6) and Ba (11thf/7))
resulting from the reversible dissociation of KN’’.

Fig. 7 (a) Variable temperature 1H NMR spectra (499.99 MHz, thf-d8) showing the temperature-dependant mixture of 9thf (red dots), 5 (blue dots)
and KN’’ formed upon the dissolution of 9 in thf-d8, and (b) Van‘t Hoff plots for the reversible dissociation of KN’’ from 9thf–11thf. Note: the relative
intensities of the signals on the RHS of the spectra in (a) have been decreased relative to those on the LHS for clarity.

Table 4 Thermodynamic data extracted via Van‘t Hoff analyses of the
solution-phase equilibria between 9thf–11thf and 5–7 resulting from the
reversible dissociation of KN’’

Equillibrium Ae ΔH/kJ mol−1 ΔS/J K−1 mol−1 ΔG298 K/kJ mol−1

9thf/5 Ca 31.58 77.74 8.4
10thf/6 Sr 12.72 19.20 7.0
11thf/7 Ba 9.69 12.60 5.9
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solvent between the two systems (thf for 9thf–11thf, benzene for
V-Ca). Together, these quantitative data provide detailed
insight into the variation in the solution-state behaviour of Ae/
K heterobimetallic amide “ate” complexes that results from
the more labile metal–ligand bonds formed by the heavier
Ae2+ congeners. We anticipate that these results will inform
the elucidation of structure–activity relationships in catalysis
mediated by 9–11 and heterometallic “ate” complexes more
generally.

Conclusions

The three dimeric alkaline earth complexes [(NON-DippL)Ae]2 (Ae
= Ca (2), Sr (3) and Ba (4)) were successfully isolated. X-ray crys-
tallographic analysis revealed that a κ3-N,O,N′-κ1-N′-tridentate
coordination mode of the di(amido)siloxane ligand is accom-
modated by the large Ae2+ cations in each case, in contrast
with the previously reported κ2-N,O-κ1-N′ coordination mode
observed in the more sterically congested magnesium conge-
ner [(NON-DippL)Mg]2 (1) that we have reported previously.
While complexes 2–4 each crystallise from benzene as
N-bridged dimers, the barium congener 4a was found to
exhibit an alternative aryl-bridged motif when crystallised
from n-hexane.

Whilst 2–4 are insoluble in non-donor solvents, they are
readily converted into the monomeric adducts [(NON-DippL)Ae
(thf)n] (n = 2, Ae = Ca (5); n = 3, Ae = Sr (6) and Ba (7)) in thf.
Conversely, the coordination of thf to the magnesium conge-
ner 1 at 25 °C resulted in the formation of the dimeric thf
adducts [{(NON-DippL)Mg}2(thf)] (1·thf ) and [(NON-DippL)Mg
(thf)]2 (1·thf2). The requirement for heating at 80 °C to full
convert 1 into the previously reported monomeric adduct
[(NON-DippL)Mg(thf)2] contrasted with the rapid conversion of
2–4 into 5–7 at 25 °C, an outcome that was rationalised based
on both the reduced kinetic lability of Mg2+ relative to the
heavier congeners and the κ2-N,O-κ1-N′ coordination mode of
the di(amido)siloxane ligand in 1.

The heterometallic Ae/K amide “ate” complexes [(NNO-DippL)
Mg(µ-N″)K]n (8) and [(NON-DippL)Ae(µ-N″)K]n (Ae = Ca (9), Sr (10)
and Ba (11)) were isolated, and exist as one-dimensional
coordination polymers propagated by K+–aryl π-facial inter-
actions in the solid-state. The mixed amide/siloxide “NNO”
ligand in 8 results from a 1,3-silyl retro-Brook rearrangement
of the original di(amido)siloxane ligand, and the observed pre-
ference for the “NNO” form can be rationalised on steric (less
bulky siloxide donor) and electronic (strong Mg–O bond)
grounds. In contrast, the larger Ae2+ congeners readily accom-
modate the coordination of KN″ with the di(amido)siloxane
ligand retaining a κ3-N,O,N′-tridentate motif in 9–11.

The solution-phase structures of 8–11 in both toluene-d8 (at
70 °C) and thf-d8 were subsequently probed using NMR spec-
troscopy. While the associated structure of 8 is stable in
toluene, the reversible dissociation of KN″ from 9–11 was
found to occur in solution, resulting in the presumed for-
mation of the metastable monomeric arene adducts

[(NON-DippL)Ae(tol)n] (Ae = Ca, Sr and Ba). However, subsequent
cooling resulted in the exclusive crystallisation of 9–11,
demonstrating that the association of [(NON-DippL)Ae(tol)n] with
KN″ outcompetes any dimerisation of the former to form 2–4.
While the behaviour of 8 in thf is complex, the dissolution of
9–11 in this donor solvent results well-defined equilibria
between the “ate” complexes [(NON-DippL)Ae(µ-N″)K(thf)n] (Ae =
Ca (9thf ), Sr (10thf ) and Ba (11thf )) and the monometallic
adducts 5–7 through reversible dissociation of KN″, the
thermodynamic parameters of which were elucidated via Van
‘t Hoff analyses of variable temperature NMR spectra. Positive
ΔH and ΔS values reflect both the energy required to break the
ionic Ae–N″ bond present in the “ate” complex and the confor-
mational degrees of freedom gained upon the dissociation of
KN″. Consequently, both ΔH and ΔS were found to decrease in
magnitude with increasing Ae2+ size due to the resultant weak-
ening of the Ae–N″ bond. However, in all cases positive
ΔG298 K > 0, with the aggregated “ate” complex therefore the
major species at 25 °C.

In summary, these results provide detailed insight into the
divergent solid-state structures and solution-phase dynamics
of neutral Ae- and heterometallic s-block “ate” complexes sup-
ported by a chelating di(amido)siloxane ligand, enabling com-
parison with those of closely related di(amido) ligands based
on either flexible aliphatic or rigid xanthene-based backbones.
The importance of ligand design when attempting the challen-
ging reduction of the heavier alkaline-earths cannot be
underestimated.75–77 Our ongoing studies target the synthesis
of reduced heterometallic complexes containing the heavier
alkaline earths supported by the [NON-DippL]2− ligand (cf. III
and IV). We also anticipate that the heteroleptic “ate” com-
plexes described herein will serve as useful reagents for the
further diversification of main group reactivity and catalysis
mediated by heterometallic s-block complexes. We continue to
explore these possibilities in our laboratories.
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