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The ability of a cyclic copper(I)-complexed [4]rotaxane to act
as a receptor towards organic electron donors has been
studied. In particular, tetrathiafulvalene (TTF), which is a flat
and electron-rich molecule, forms a relatively stable complex
with the rotaxane host. 1H NMR spectroscopic measurements
strongly suggest that the coordination mode involves intercalation of the TTF motif between the two electron-poor

plates of the [4]rotaxane. By contrast, extended TTF (exTTF),
which possesses π-donating ability similar to that of TTF but
which is a significantly bulkier molecule due to a concave
structure, was not able to form any detectable complex. This
observation tends to indicate that the recognition site of the
[4]rotaxane receptor is rigid and can not adapt to thick substrates.

Introduction

liminary results on recognition of a flat aromatic donor
such as TTF by [4]rotaxane 14+ represented in Figure 1. By
contrast, a bulkier electron-donating group such as 3 does
not seem to form complexes with the same receptor, as it
cannot be inserted between the two plates of 14+.

Tetrathiafulvalene (TTF, 2) and related organic donors
are particularly important as components of new molecular
materials displaying novel electronic or magnetic properties.[1] TTF derivatives have also been incorporated into
large molecular systems aimed at behaving as receptors or
in catenanes and rotaxanes with the aim of preparing molecular machine like molecules.[2] Whereas the use of TTF
as a component of large organic receptors seems to be well
documented,[3] there are relatively few reports on the complexation of TTF itself by organic hosts. Only two general
types of TTF receptors, cyclobis(paraquat-p-phenylene)
CBPQT4+ or “blue box” and a molecular capsule of Rebek’s group, have been described up to date.[4] Our group
has recently reported the synthesis of copper(I)-complexed
[3]- or [4]rotaxanes and their use as receptors for various
ditopic substrates containing exo pyridyl groups as terminal
functions.[5,6] In this case, the host contains two plates in
between which the substrate can be accommodated, these
plates consisting of electron-rich groups (zinc-complexed
porphyrins). A related compound was prepared whose electronic properties are very different. The aromatic plates are
in this case strongly electron deficient and were expected to
be able to interact with electron-rich species. TTF (2) and
extended TTF (exTTF, 3) appeared to be promising candidates in this respect. We would now like to report our pre[a] Laboratoire de Chimie Organo-Minérale, Institut de Chimie,
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Figure 1. Chemical structures of compounds 14+, 2, and 3; optimized geometries of compounds 2 and 3 are also presented (semiempirical method PM3).

Results and Discussion
Rotaxane 14+ and exTTF (3) were synthesized according
to literature procedures,[6a,7] whereas TTF was commercially available and used without any further purification.
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The intercalation process with rotaxane 14+ and a flat aromatic donor has been envisaged for two reasons. (i) The
central parts of the bismacrocycles of rotaxane 14+ have a
pronounced electron-deficient character due to the presence
of the pyrazine groups. Moreover, the coordination of metallic cations such as CuI to both 1,10-phenanthroline units
increases their electron-deficient character. (ii) According to
the previously reported crystallographic structure of a related [4]pseudorotaxane containing exactly the same bismacrocycles and analogous but slightly different axles,[8] the
distance between the two planes defined by the pyrazine
spacers is about 7.2 Å, which is optimal to envision intercalation of a planar guest molecule such as TTF through donor–acceptor or π–π interactions.
The potential intercalation of compounds 2 and 3 was
investigated by 1H NMR spectroscopy at room temperature. Addition of 2 (1 equiv.) to a solution containing
[4]rotaxane 14+ (4 mg) in CD2Cl2 (0.5 mL, c =
1.3 ⫻ 10–3 mol L–1) induced a slight chemical shift of some
protons of the rotaxane, in particular protons 6-H and bH. But the most striking observation was that no signal
could be attributed to the protons of TTF. Though the addition of several equivalents of TTF continued to displace
the signals of protons 6-H and b-H, the appearance of TTF
protons could only be observed when adding up to
37 equiv. of donor guest. With such a large excess, the emergence of a very broad peak in the free TTF chemical shift
region in CD2Cl2 was observed. This broad peak grew with
the addition of more TTF until about 80 equiv. This observation tends to indicate that there are two types of TTF in
equilibrium in solution (one which is free and the other
which is intercalated between the two aromatic plates offered by the rotaxane) but that only an average signal is
observed. The fact that the signals of both types of TTF
(free and complexed) could not be detected separately is
explained by the kinetics of the complexation–decomplexation process which was too fast for the NMR timescale.
Moreover, the intercalation of TTF (Figure 2) in between
the two plates is expected to induce an important upfield
shift of the guest protons. Because the H signals of intercalated TTF and free TTF have very different chemical shifts,
it was anticipated that the averaged signal is very broad,
which was observed.
The other observation that definitely proved this intercalation process was the downfield shift of the 6-H proton
signal. This proton belongs to the central part of the axles
and it points towards the cavity. It will thus be very sensitive
to events taking place within the cavity or close to it. A few
1
H NMR spectra obtained in the course of the titration of
14+ by TTF are represented in Figure 3. Indeed, progressive
addition of TTF to the solution shifted the 6-H proton
from 7.48 ppm (without TTF) to 7.60 ppm (with a very
large excess amount of TTF), which was the largest shift
observed for the protons of the rotaxane. This observation
is a strong indication that complexed TTF was situated inside and not outside the cavity. The downfield shift observed
for the 6-H proton upon addition of TTF can be explained
by the proximity of one molecule of TTF. The second pro2414
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Figure 2. Intercalation of TTF 2 in [4]rotaxane 14+: (a) schematic
representation and (b) optimized geometry of the complex formed
between 14+ and 2 (AMBER method).

ton that was perturbed during the titration was the b-H
proton, which belongs to the 1,10-phenanthroline nuclei of
the bismacrocycles. This proton, which is also close to the
complexation site of the receptor, was slightly upfield
shifted from 9.96 to 9.89 ppm. Once again, this observation
was in accordance with the proposed structure of the complex formed between the [4]rotaxane and TTF.

Figure 3. Evolution of the 1H NMR spectrum of [4]rotaxane 14+
(c = 1.3 ⫻ 10–3 mol L–1) upon addition of TTF in CD2Cl2 at room
temperature; n eq. indicates the number of equivalents of TTF
added.

As already stated, the crystallographic structure of a related [4]pseudorotaxane indicated that the distance between
the two planes defined by the two plates of the bismacrocycles is about 7.2 Å, which explains the perfect fit for πstacking with TTF. The insertion of a dimer of TTF into
the cavity cannot be envisaged because of the high rigidity
of the host. Moreover, modeling of the complex (AMBER
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method) ruled out the possibility to insert two TTF at the
same time inside the cavity. It should be noticed that complexation of TTF dimers has been observed in other cases,
with large electron-deficient receptors.[9]
The association constant of the complexation equilibrium was determined by using the Benesi–Hildebrand
method applied to NMR spectroscopy.[10] Indeed, if we
consider the following equilibrium:
H + G i H·G

where H is the host molecule (rotaxane 14+), G is the guest
molecule (TTF), and H·G is the complex formed, the association constant can be determined by the following equation, which is valid for a “high concentration” of G:
1
1
1
=
+
Δδ Ka·Δδmax·[G]0 Δδmax

where Δδ is the difference between the chemical shift of the
host molecule H after addition of n equivalents of G and
the chemical shift of free H, Δδmax is the difference between
the chemical shift of the totally complexed host molecule H
and the chemical shift of free H, [G]0 is the total concentra1
tion of G, and Ka is the association constant. Plotting
Δδ
1
as a function of
allows determination of both Ka and
[G]0
Δδmax (Figure 4). The calculation was carried out by using
the chemical shift of the 6-H proton, as it is this proton
that experiences the greatest chemical shifts differences
upon complexation (Figure 4). The association constant
was shown to be about 115 ⫾ 20 m–1 in dichloromethane.
This value is significantly lower than the association constant of TTF with CBPQT4+ in acetone, which is
2600 m–1.[4b,4c] From calculation of the association constant
and Δδmax, it was determined that after the addition of
83 equiv. of TTF, 90 % of rotaxane 14+ was complexed. We
thus estimated that the chemical shift of the TTF proton
inside the cavity is about 0 ppm, meaning that the signal
of this proton was shifted upfield by more than 6 ppm by
intercalation between the [4]rotaxane plates. This observation is in line with the close proximity between the host
lateral aromatic groups (1,10-phenanthrolines and pyrazines) and the TTF guest.
The ability of exTTF (3) to be intercalated inside rotaxane 14+ was also investigated by 1H NMR spectroscopy in
CD2Cl2. Contrary to TTF, the chemical shifts of exTTF did
not seem to be affected by the presence of rotaxane 14+
during the titration. Addition of 15 equiv. of 3 did not
change significantly the 1H NMR spectrum of rotaxane
14+, indicating that no intercalation process takes place. At
first sight, this result could appear surprising, given that
this potential guest is a an electron donor similar to TTF
and should therefore also interact with electron-deficient
groups. However, the shapes of these molecules are significantly different, which leads to different behaviors. Indeed,
TTF is flat,[11] whereas exTTF has a curved shape that is
particularly well adapted to interaction with nonplanar
electron acceptors such as fullerene,[12] but apparently not
Eur. J. Org. Chem. 2011, 2413–2416

Figure 4. (a) Evolution of the chemical shift of the 6-H proton
1
upon addition of TTF in CD2Cl2; (b) plot of
as a function of
Δδ
1
from 8 to 83 equiv. of TTF.
[G]0

with 14+. The planar electron-deficient groups and the thin
complexation site of 14+ are not suitable for the recognition
of 3. Indeed, exTTF is probably too voluminous to easily
enter the narrow cavity of 14+.

Conclusions
It has been shown that rotaxane 14+, with its electronaccepting lateral walls, can interact with a flat electron donors such as TTF. 1H NMR spectroscopy of 14+ in the presence of variable amounts of TTF clearly demonstrated that
complexation of this guest occurs inside the cavity formed
by the two central plates of the bismacrocycles. Although
the stability constant of the complex is relatively weak compared to systems containing strongly positively charged
electron-acceptor groups, the association constant is significant. By contrast, a gauche electron donor such as exTTF
was unable to penetrate the narrow electron-poor cavity of
the [4]rotaxane receptor. Based on the present systems, it
could be envisioned that, by threading appropriate TTF derivatives, more complex rotaxanes could be synthesized, for
which the threaded ring would be [4]rotaxane 14+ itself.
Supporting Information (see footnote on the first page of this article): 1H NMR spectroscopic assignment of 14+ and partial 1H
NMR spectrum of 14+.
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