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Abstract: Catenanes with desymmetrized ring components can undergo co-conformational
rearrangements upon external stimulation and can form the basis for the development of molecular
rotary motors. We describe the design, synthesis and properties of a [2]catenane consisting of
a macrocycle—the ‘track’ ring—endowed with two distinct recognition sites (a bipyridinium and
an ammonium) for a calix[6]arene—the ‘shuttle’ ring. By exploiting the ability of the calixarene to thread
appropriate non-symmetric axles with directional selectivity, we assembled an oriented pseudorotaxane
and converted it into the corresponding oriented catenane by intramolecular ring closing metathesis.
Cyclic voltammetric experiments indicate that the calixarene wheel initially surrounds the bipyridinium
site, moves away from it when it is reduced, and returns in the original position upon reoxidation.
A comparison with appropriate model compounds shows that the presence of the ammonium station is
necessary for the calixarene to leave the reduced bipyridinium site.

Keywords: bipyridinium; calix[6]arenes; catenanes; electrochemistry; molecular machines; synthesis;
ring-closing metathesis; voltammetry

1. Introduction

The chemistry of catenanes—i.e., mechanically interlocked molecules (MIMs) consisting of two or
more entwined macrocycles [1–3]—has lately experienced a remarkable development, in particular
thanks to improved synthetic protocols [4] that disclosed the realization of molecular architectures
of increasing complexity. The first synthetic attempts to obtain these interlocked molecules relied on
a statistical approach [5] that, unfortunately, yielded negligible amounts of the target catenanes.
More recently, the progresses in template-directed syntheses provided new, more elegant and
better performing strategies in terms of accessible structures and reaction yields. Several classes
of macrocycles have been employed as the rings, and a wide set of non-covalent interactions, such as
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electron donor-acceptor interactions [6,7], hydrogen bonding [8,9], metal ion coordination [10,11],
and anion binding [12], has been exploited to gather the components into preorganized assemblies
that can undergo catenation in a predictable and tunable way.

An interesting behavior of properly designed catenanes is the ability of the rings to rotate
with respect to one another, that is, to behave as molecular machines [2,13,14]. To accomplish
this task, specific functional units have to be incorporated into the macrocycles so that controlled
co-conformational rearrangements can be triggered by appropriate stimuli. The most common design
involves the presence on one ring (the ‘track’) of two different recognition sites for the other ring
(the ‘shuttle’); upon switching off and on the affinity of the primary site, the ‘shuttle’ ring moves onto
and away from the secondary one, and reversible pirouetting can be achieved (Figure 1a) [15–19].

Much more interesting are catenanes that exhibit unidirectional circumrotation—that is, a full
rotation of one ring relative to the other in either clockwise or anticlockwise direction—because they
form the basis for the construction of molecular rotary motors [2,13,14]. Following the approach shown
in Figure 1a, directional rotary motion requires that the clockwise and anticlockwise half-rotations are
non-equivalent and correlated, so that full rotation in a direction is always faster than in the other.
Such a result was cleverly obtained by Leigh and coworkers by exploiting a series of orthogonal chemical
transformations [20] and queuing effects in [3]catenanes [21]. More recently, unidirectional ring rotation in
catenanes was obtained with a single chemical reactant [22,23]. As shown by all these examples, a general
requirement for unidirectional rotation is that the ‘track’ ring be oriented, that is, its macrocyclic structure
travelled in a given direction is not equivalent to that in the other direction (Figure 1b).

Figure 1. (a) In a [2]catenane containing two different recognition sites on one ring, the relative rotation
of the rings is achieved upon switching off and on the primary recognition site with an external stimulus.
As the clockwise and anticlockwise directions are probable equally, no repetitive unidirectional
circumrotation can be obtained. (b) In a bistable [2]catenane with an oriented ‘track’ ring, the clockwise
and anticlockwise rotation directions are not equivalent. This is a key requirement for the construction
of catenane rotary motors.

Calix[6]arenes possess a cavity large enough to be pierced by aromatic moieties; therefore, they can
be employed as ring components in catenanes. The first calix[6]arene [2]catenane was reported in
2013 by Neri and coworkers [24]. The catenation step consisted in the reaction of the two terminal
OH groups of a preformed calix[6]arene-based pseudorotaxane complex with an α,ω-diisocyanate.
More recently, we used the tris(N-phenylureido)calix[6]arene wheel 1 to synthesize [2]catenane 2
(Figure 2), by applying as the catenation step an intramolecular ring-closing metathesis reaction (RCM)
on the terminal allylic groups of the axial component of a pre-assembled pseudorotaxane [25]. The latter
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is stabilized by a plethora of weak intermolecular interactions between 1 and the 4,4′-bipyridinium
central unit of the axle [26,27].

Building upon this work, and in view of our interest in the development of novel
stimuli-responsive molecular machines [26,28], we report on the synthesis and electrochemical
properties of the calix[6]arene-based [2]catenane 3 (Figure 2). This compound consists of wheel
1 and an interlocked macrocyclic ring endowed with two recognition sites for the calixarene, namely,
a 4,4′-bipyridinium (B-station) and a secondary ammonium (A-station) units. The position of these
stations along the macrocycle render it oriented, remarkably because of the chemically distinct rims of
the three-dimensional wheel 1; catenane 3 is one of two structural isomers that differ in the orientation
of the calixarene with respect to the other ring. As the B-station is redox-active, and its interaction with
1 is frustrated upon reduction [29], we aim at understanding whether the electrochemical stimulation of
3 can cause co-conformational changes [30]. Although the development of a rotary motor is beyond the
scope of the present study, the desymmetrized structure of catenanes such as 3 makes them appealing
for the study of the rotation direction.

Figure 2. Structural formula of the investigated compounds and model species: the tris(N-
phenylureido)calix[6]arene-based wheel 1 and its cartoon representation, the one-station [2]catenane 2,
the two-station oriented [2]catenane 3, the [2]rotaxane 12, and the bipyridinium-based axle 13.

2. Results and Discussion

2.1. Synthesis and Characterization of Calix[6]arene-Based [2]catenanes

For the synthesis of the oriented [2]catenane 3 (Figure 2), we adopted the approach previously
used for the preparation of the non-oriented [2]catenane 2 [25]. Specifically, we synthesized the
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bipyridinium-based axle 9 (Scheme 1), endowed with two ω-alkenyl chains of different lengths.
The longest (30 atoms) of the two chains was designed to embed the A-station as a secondary amine
group protected with a tert-butyloxycarbonyl (Boc) protecting group. The other chain was chosen
premeditatedly short (5 atoms) to promote the directional threading of that extremity of the axle from
the upper rim of the calix[6]arene. In line with previous observations [31], the oriented pseudorotaxane
[1⊃9]up, in which the A-station is located near the upper calixarene rim, is expected (Scheme 2).
We used molecular mechanics calculations (Figure 3) to identify the overall ideal length of the axle
to enable the intramolecular RCM step while minimizing possible intermolecular oligomerization
side reactions.

Scheme 1. Reagents and conditions: (i) K2CO3, N,N-dimethylformamide (DMF), 80 ◦C, 48 h, 65%;
(ii) Boc2O, MeOH, triethylamine, reflux, 1 h, 95%; (iii) TsCl, 4-(dimethylamino)pyridine (DMAP),
triethylamine, CH2Cl2, rt, 48 h, 81%; (iv) CH3CN, 80 ◦C, 24 h, 80%; (v) K2CO3, DMF, 80 ◦C, 18 h, 58%;
(vi) 1,6-dibromohexane, NaH, DMF, rt, 14 h, 50%; (vii) 6, CH3CN, reflux, 7 days, 55%.

Scheme 2. Reagents and conditions: (i) 1, toluene, rt, 12 h, quant.; (ii) 2nd gen Grubbs cat., toluene, rt,
48 h, 17%; (iii) Trifluoroacetic acid (TFA), CH2Cl2, rt, 3 h, quant.
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Figure 3. Two perspective views of the minimized structure (molecular mechanics, MMFF94s force
field) of [2]catenane 3. To appreciate the features of the interlocked structure, the calix[6]arene wheel
and the bipyridinium-containing macrocycle (together with the anions) are rendered with the stick and
the space-filling modes, respectively.

The oriented pseudorotaxane [1⊃9]up was assembled by equilibrating axle 9 with an equimolar
amount of wheel 1 in toluene at room temperature (Scheme 2). Indeed, as previously stated [31],
under such conditions, 9 selectively threads 1 from its upper rim with the shorter C5 alkenyl chain,
since the longer and functionalized side chain acts as a kinetic stopper. The structure and the relative
arrangement of the thread with respect the rims of the calix[6]arene macrocycle in [1⊃9]up were
confirmed by a series of Nuclear Magnetic Resonance (NMR) measurements (see Figures S3–S6 of the
Supplementary Material).

The 1H NMR spectrum of [1⊃9]up (Figure 4a) shows, as a general feature, how all the resonances of
the portion of 9 threaded into 1 are affected by the anisotropic shielding effect exerted by the electron-rich
aromatic cavity. The consequent upfield shift was particularly marked for the protons belonging to the
axle bipyridinium unit. These protons, labelled in Scheme 2 and Figure 4a from 9 to 6, give rise to broad
and partially overlapped resonances at δ = 7.7, 7.6, 6.6 and 6.7 ppm, in this order. Nevertheless, they were
easily recognisable through the correlation with the chemical shift of their attached 13C nuclei. The latter
are indeed less affected by the anisotropic effect of the aromatic cavity and originate very diagnostic
cross-peaks in heterocorrelated 2D NMR experiments (see e.g., Figure S6 of the Supplementary Material).
In comparison with their chemical shift in the free axle 9 (Figure 4d), these resonances experience upfield
shifts from 0.9 (8) and 1.6 (9) up to 2.1 (7) and 2.6 (6) ppm. The higher shielding of protons 6 and 7
reflects the position of their pyridinium ring, that is more deeply engulfed in the calixarene cavity than the
one bearing protons 8 and 9. The same large shielding effect was endured by the resonances of the two
methylene groups linked to the bipyridinium unit, labelled as 5 and 10 in Scheme 2, and occurring at δ = 3.9
and 3.4 ppm, respectively (Figure 4a). As noted before, these resonances are totally hidden by the large and
broad signals of the calix[6]arene 1. Nevertheless, they are found as recognizable cross-peaks in their 1H
and 13C heterocorrelated NMR spectra, owing to their characteristic 13C chemical shift in the 59–60 ppm
region (see Supplementary Material). In the region of the spectrum of [1⊃9]up from 4.8 to 6.5 ppm, two
different sets of signals ascribable to the vinyl group present on each chain are observed. The unequivocal
attribution of other signals of the thread was not possible because of the higher fluxionality of the complex
on the NMR time scale.

For the following catenation reaction, the key factors affecting the intramolecular cyclization,
besides the size of the resulting macrocycles, are the concentration of the pre-formed pseudorotaxane
and the molar ratio between the latter and the catalyst used to promote the methatesis reaction.
The second generation Grubbs catalyst was added (15% moles) to a 1 mM solution of [1⊃9]up in
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degassed dry toluene, in agreement with literature procedures [32–34]. After a two-day reaction
at room temperature, the Boc-protected [2]catenane 10 (Scheme 2) was isolated at 17% yield after
chromatographic separation. The A-station was finally obtained by treatment of 10 with trifluoroacetic
acid, thus affording the target [2]catenane 3.

Figure 4. 1H NMR stack plot (400 MHz) of pseudorotaxane [1⊃9]up (a), [2]catenane 10 (b) and 3 (c)
taken in benzene-d6. The spectrum of free axle 9 (d) was observed in methanol-d4 for solubility reasons.
The labels on the signals indicate the assigned resonances for the calix[6]arene macrocycle 1 (letters)
and for the open and closed thread 9 (numbers); see Scheme 2 for the labels assignment. The most
important complexation induced shift (CIS) endured by the protons of thread 9 upon complexation and
ring closure are indicated with dashed and dotted lines (note that the up-field shift endured by most of
the signals of axle 9 in catenane 3 may also be ascribed to a change in the polarity of the solvent).

The 1H NMR spectra of 10 and 3 (Figure 4b,c) confirm their identity. The most relevant evidence
of the occurred intramolecular metathesis is the disappearance in both spectra of the signals of the vinyl
methylene protons 1 and 34, and the presence of two methyne signals at δ = 5.9 and 5.7 ppm, ascribed
to the newly formed double bond (protons 2 and 33). The multiplicity of these multiplets suggests that
the RCM reaction has afforded both the Z and E geometrical isomers of the C=C bond. Moreover, in the
TOCSY spectrum of 3 (see Figure S10 of the Supplementary Material), a series of correlations that links
protons 2 to 32 can be evidenced. This series is also related with proton 33, thus confirming that the
intramolecular closure took place. The presence of a sharp singlet for the OCH3 protons at the lower
rim of 1 in the spectra of 10 and 3 is consistent with the formation of a single orientational [2]catenane
isomer [25,31]. The preference of the calixarene wheel for the B-station over the A-station in 3 is not
unexpected in the light of previous results obtained on related pseudorotaxanes [35] and rotaxanes [36].
Such a behavior is most likely determined by the aromatic nature of the bipyridinium unit and its larger
positive charge compared to the ammonium site. The intramolecular closure of the thread was also
confirmed by high-resolution mass spectrometry measurements. The high-resolution mass spectrometry
(HRMS) measurements carried out on catenane 10 (see Figure S8 of the Supplementary Material) shows
almost exclusively a monoisotopic peak at m/z = 1103.6755 (z = 2) that was assigned to the doubly charged
species. In addition to the disappearance of the singlet relative to the Boc group at δ = 1.55 ppm, the 1H
NMR spectrum of 3 (Figure 4c), in comparison with that of 10 (Figure 4b), exhibits a better definition of
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the peaks that, together with the aid of 2D NMR experiments (see Figures S10–S12 of the Supplementary
Material), allowed an almost complete assignment of the protons of the annulated thread. In particular,
in the 2D ROESY NMR spectrum, several cross-peaks are present, which confirm the spatial proximity
between the double bond of the annulated thread and the methoxy groups at the calix[6]arene lower rim
(see Figure S12 of the Supplementary Material for further details).

2.2. Electrochemical Measurements

The electrochemical behavior of the oriented [2]catenane 3 in acetonitrile was investigated by
cyclic and differential pulse voltammetry techniques. The results obtained were compared to those
gained by measuring the electrochemical behavior of: (a) the symmetrical one-station [2]catenane 2 [25],
(b) the one-station rotaxane 12 [37] and (c) the free 1,1′-dioctyl-4,4′-bipyridinium axle 13 [29] (Figure 2).
Catenane 3 shows two reversible monoelectronic reduction processes at−0.597 and−0.877 V versus the
standard calomel electrode (SCE) (Figure 5a), which were assigned to the first and second reduction of
the bipyridinium unit, respectively. As illustrated in the genetic diagram depicted in Figure 5b, the first
reduction potential of 3 is shifted to more negative values with respect to the same process in the bare axle
13. We attributed this shift to the stabilization provided to the B-station of the ‘track’ ring by the π–rich
cavity of 1. Indeed, the shift measured for 3 is similar to that observed for the interlocked species 2 and 12,
in which the bipyridinium unit is confined inside the aromatic cavity of 1. On the other hand, the value of
the second reduction potential of 3 is comparable to that of free 13. Such an observation suggests that the
calixarene wheel does not interact any longer with the monoreduced bipyridinium site of the other ring,
in contrast to what was observed for the one-station catenane 2 [25]. The large negative shift detected for
the second reduction of rotaxane 12, in which the short axle prevents the calixarene from moving far away
from the reduced station, confirms that in the monoreduced catenane 3 the calixarene wheel is no longer
encircling the B-station.

Taken together, these findings are consistent with a translational movement of the calixarene along
the ‘track’ ring, which takes place as a consequence of the first one-electron reduction of 3. Therefore,
the presence of the dialkylammonium unit as a secondary recognition site capable of competing with
the bipyridinium radical cation for the calixarene wheel is necessary to enable the electrochemically
triggered co-conformational switching. The full reversibility of all the voltammetric waves confirms
that no disassembly of the system takes place upon electrochemical stimulation; it also indicates that
(i) the calixarene returns around the bipyridinium unit once the latter is reoxidized to the dicationic state,
and (ii) the movements are fast on the time scale of the electrochemical experiment for all the employed
scan rates.

Figure 5. Electrochemical measurements: (a) Cyclic voltammogram of an argon-purged acetonitrile
solution of catenane 3 (0.03 mM, 0.04 M tetraethylammonium hexafluorophosphate (TEAPF6); scan
rate 200 mV s−1); the wave in the region of positive potentials is that of ferrocene used as an internal
standard. (b) Genetic diagram for the first and second reduction processes for (from top to bottom):
the free bipyridinium axle 13 (empty circles), the [2]catenane 3 (solid circles), the one-station [2]catenane
2 (squares); and the one-station [2]rotaxane 12 (triangles).
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3. Materials and Methods

3.1. Synthesis

Toluene, THF, acetonitrile and dichloromethane were dried by following standard procedures.
Other reagents were of reagent grade quality, obtained from commercial sources and used without
further purification. Chemical shifts are expressed in ppm using the residual solvent signal as internal
reference. Compounds 1 [38], 2 [25], 4 [39], 5 [35], 12 [37] and 13 [29] were obtained following
reported procedures.

1-(pent-4-en-1-yl)-[4,4′-bipyridin]-1-ium bromide (6): 5-Bromo-1-pentene (0.64 g, 4.3 mmol) and
4,4′-bipyridine (2.00 g, 12.8 mmol) were dissolved in dry acetonitrile (50 mL) and refluxed overnight.
After removing the solvent under reduced pressure, the crude residue was triturated with ethyl acetate
(4 × 25 mL) to obtain 6 as a sticky white solid (0.88 g, 68%). 1H NMR (400 MHz, CD3OD, δ): 2.2–2.3
(m, 4H), 4.72 (t, J = 7.1 Hz, 2H), 5.09 (br. d, J = 10 Hz, 1H), 5.15 (br. d, J = 17 Hz, 1H), 5.8–6.0 (m,
1H), 8.02 (d, J = 6.1 Hz, 2H), 8.55 (d, J = 6.4 Hz, 2H), 8.85 (d, J = 6.1 Hz, 2H), 9.15 (d, J = 6 Hz, 2H);
13C NMR (100 MHz, CD3OD, δ) 29.8, 30.0, 60.8, 115.5, 122.2, 125.8, 136.1, 142.2, 145.2, 150.4 ppm;
Electrospray Ionization mass spectrometry (ESI-MS) (+): m/z (%) = 225 (100) 226 (20) [M]+; Anal. Calcd
for C15H17BrN2: C, 59.03; H, 5.61; N, 9.18. Found: C, 58.64; H, 5.38; N, 9.45%.

Tert-butyl N-{6-[4-(undec-10-en-1-yloxy)phenoxy]hexyl}carbamate (7): To a solution of 4 (1.27 g, 4.8 mmol)
in anhydrous DMF (100 mL), K2CO3 (2 g, 14.5 mmol) and 5 (1.98 g, 5.3 mmol) were added. The reaction
mixture was stirred for 18 h at 80 ◦C. After cooling at room temperature, the reaction was quenched
with water (100 mL) and extracted with ethyl acetate (3 × 100 mL). The separated organic phase was
dried over Na2SO4 and evaporated under reduced pressure. Pure product 7 was isolated by column
chromatography (n-hexane/acetone 8:2) as a pale yellow oily compound (1.29 g, 58%). 1H NMR
(400 MHz, CDCl3, δ): 1.3–1.5 and 1.45 (m and s, 38H), 1.7–1.8 (m, 4H), 2.05 (q, J = 7 Hz, 2H), 3.11 (br. t,
J = 6.3 Hz, 2H), 3.88 (t, J = 6.5 Hz, 4H), 4.70 (br. s, 1H), 4.93 (ddd, J1 = 10.1 Hz, = 10.1, J2,3 = 1.2 Hz, 1H),
5.0 (ddd, J1 = 17.1 and J2 = 1.44 Hz, 1H), 5.7–5.9 (m, 1H), 6.81 (s, 4H); 13C NMR (100 MHz, CDCl3, δ):
14.1, 22.7, 25.8, 26.1, 26.6, 28.4, 28.9, 29.1, 29.3, 29.4 (2 res.), 29.5, 30.1, 31.6, 33.8, 40.5, 68.4, 68.6, 78.9,
114.2, 115.4 (2 res.), 139.1, 153.1, 153.2, 156.0 ppm; ESI-MS(+): m/z (%) = 484 (100) 485 (30) [M + Na]+;
Anal. Calcd for C28H47NO4: C, 72.84; H, 10.26; N, 3.03. Found: C, 72.91; H, 9.32; N, 3.05%.

Tert-butyl N-(6-bromohexyl)-N-{6-[4-(undec-10-en-1-yloxy)phenoxy]hexyl}carbamate (8): Compound 7
(0.50 g, 1.1 mmol) was dissolved in anhydrous DMF (50 mL) and cooled at 0 ◦C. NaH (0.20 g of
60% dispersion in mineral oil, 2.2 mmol) was slowly added and the reaction mixture was stirred for 1 h
at room temperature under inert atmosphere. The yellow solution was then cooled again at 0 ◦C and
1,6-dibromohexane (0.79 g, 3.25 mmol) was slowly added. The mixture was stirred for 24 h at room
temperature. The reaction was carefully quenched with water (40 mL) and extracted with ethyl acetate
(3 × 50 mL). The separated organic phase was dried over Na2SO4 and evaporated under reduced
pressure. The residue was purified by column chromatography (n-hexane/acetone 9:1) to obtain 8 as
a colorless oil (0.34 g, 50%). 1H NMR (300 MHz, CDCl3, δ): 1.2–1.6 and 1.46 (m and s, 36H), 1.7–1.8
and 1.8–1.9 (2m, 8H), 2.05 (br. q, 2H), 3.2 (br. s, 4H), 3.41 (t, J = 7 Hz, 2H), 3.90 (t, J = 6 Hz, 4H), 4.9–5.1
(m, 2H), 5.7–5.9 (m, 1H), 6.82 (s, 4 H); 13C NMR (100 MHz, CDCl3, δ): 25.9, 26.1, 26.7, 27.9, 28.3, 28.4,
28.5, 28.9, 29.1, 29.4 (2 res.), 29.5, 32.7, 33.8, 46.9, 47.0, 68.4, 68.6, 79.1, 114.1, 115.4 (2 res.), 139.2, 153.1,
153.2, 155.6 ppm; ESI-MS(+): m/z (%) = 624 (95) 625 (40) 626 (100) 627 (38) [M + H]+. Anal. Calcd for
C34H58BrNO4: C, 65.37; H, 9.36; N, 2.24. Found: C, 66.11; H, 9.82; N, 1.98%.

1′-(6-{[(tert-butoxy)carbonyl]({6-[4-(undec-10-en-1-yloxy)phenoxy]hexyl})amino}hexyl)-1-(pent-4-en-1-yl)-
[4,4′-bipyridine]-1,1′-diium dibromide (9): In a sealed glass reactor, salt 6 (0.11 g, 0.36 mmol) and bromide
8 (0.34 g, 0.55 mmol) were dissolved in 10 mL of dry acetonitrile and refluxed for 7 days. After
cooling at room temperature, the solvent was evaporated under reduced pressure and the residue was
dissolved in ethyl acetate (20 mL). The solution was cooled at 0 ◦C and the precipitation of the product
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was observed. The yellow solid was collected by Buchner filtration. Axle 7 was obtained as a yellow
solid (0.19 g, 55%). Melting point (mp) > 300 ◦C dec.; 1H NMR (300 MHz, CD3OD, δ): 1.3–1.7 and
1.35 and 1.47 (m and 2s, 33H), 1.7–1.8 (m, 4H), 2.06 (br. q, 2H), 2.13 (br. t, 2H), 2.2–2.3 (m, 4H), 3.22 (t,
J = 7.3 Hz, 4H), 3.8–3.9 (m, 4H), 4.79 (t, J = 6.8 Hz, 4H), 4.93 (ddd, J1 = 10 Hz, J2,3 = 1.4 Hz, 1H), 4.99
(ddd, J1 = 17 Hz, J2,3 = 1.4 Hz, 1H), 5.09 (ddd, J = 10.1, J2,3 = 1.3 Hz 1H), 5.16 (ddd, J1 = 17 Hz, J2,3 =
1.3 Hz, 1H), 5.8–6.0 (m, 2H), 6.82 (s, 4H), 8.72 (d, J = 6.4 Hz, 4H), 9.3–9.4 (m, 4H); 13C NMR (100 MHz,
CD3OD, δ): 25.6, 25.8, 26.3, 27.4, 28.7, 28.8, 29.1 (3 res.), 29.3, 29.8, 30.1, 31.1, 33.5, 48.2, 61.4, 61.8, 68.1,
68.3, 79.3, 113.3, 115.1, 115.6, 127.0, 136.1, 138.8, 145.7, 149.9 (2 res.), 153.2, 153.3, 156.0 ppm. ESI-MS(+):
m/z (%) = 769 (100) 770 (55) [M-H]+, 669 (100) 670 (55) [M-H-Boc]+; Anal. Calcd for C49H75Br2N3O4:
C, 63.29; H, 8.13; N, 4.52. Found: C, 62.91; H, 8.02; N, 4.81%.

[2]catenanes (3) and (10): In a two-neck flask under inert atmosphere, viologen salt 9 (0.07 g, 0.08 mmol)
was suspended in a solution of wheel 1 (0.21 g, 0.08 mmol) in dry toluene (80 mL, concentration =
0.001 M). The suspension was stirred at room temperature for one day, until the solution turned dark
red and the salt was completely dissolved. Argon was then bubbled into the system for 30′, and 2nd
gen. Grubbs catalyst (5 mg) was added. The reaction mixture was stirred at room temperature under
bubbling argon and monitored by thin-layer chromatography (TLC). After 3 days, the solvent was
removed and the residue was portioned between dichloromethane and water. The separated organic
phase was evaporated under reduced pressure. Purification of the residue by column chromatography
(dichloromethane/methanol 95:5) yielded catenane 10 as a red solid compound. mp. > 300 ◦C dec; 1H
NMR (400 MHz, C6D6, δ): 0.9, 1.1, 1.13, 1.2–1.5, 1.5–1.9, 1.54 and 1.68 (br. s., br. s., t, m, m, s and s), 2.2
(br. s, 2H), 2.3 (br. s, 2H), 2.9 (br. s, 2H), 3.4 (br. s, 6H), 3.9 (br. s, 9H), 4.6 (br. s., 6H), 5.71 (br. s, 1H), 6.0
(br. s, 1H), 6.9 (br. s, 4H), 6.5–8.0 (m, 8H); 13C NMR (100 MHz, C6D6, δ): 14.0, 15.2, 22.8, 26.1, 26.2, 26.3,
26.7, 26.9, 28.4, 28.8, 29.5, 29.7, 29.9, 31.3, 31.6, 32.0, 32.5, 33.1, 34.6, 34.8, 35.5, 38.1, 59.7, 61.1, 62.3, 66.4,
67.9, 68.5, 70.0, 72.6, 78.0, 114.9, 115.5, 116.4, 117.6, 121.2, 124.2, 128.9, 129.3, 136.8, 140.7, 143.1, 148.3,
152.6 ppm; HRMS (m/z): [M]2+ calcd for C137H179N9O16, 1103.1729; found, 1103.1743.

The isolated 10 was then dissolved in 10 mL of anhydrous dichloromethane and 5 mL of
trifluoroacetic acid was added dropwise. After stirring for 2 h at room temperature, the solvent
was removed under reduced pressure, to afford catenane 3 as a red solid compound (0.03 g, 17% of
overall yield starting from 9). 1H NMR (400 MHz, C6D6, δ): 0.8 (br. s, 2H), 0.9 (br. t, 9H), 1.1–1.7 and
1.65 (m and s, 61H), 1.8 (br. s, 2H), 2.2 (br. s, 2H), 2.4 (br. s, 4H), 2.7 and 2.8 (2 br. s, 2H), 3.1 (br. s, 2H),
3.4 (br. s, 6H), 3.6 (br. s., 8H), 3.8 (br. s, 10H), 3.9 (br. s, 6H), 3.93 (s, 9H), 4.45 (d, J = 11,6 Hz, 6H), 5.7
(br. s, 1H), 5.9 (br. s, 1H), 6.6 (br. s, 2H), 6.61 (d, J = 8.0 Hz, 4H), 6.7 and 6.8 (2br. s, 8H), 7.5 and 7.6 (3 br.
s, 16H), 8.8–9.2 (m, 7 H); 13C NMR (100 MHz, C6D6, δ): 14.1, 15.2, 22.8, 24.2, 24.7, 25.5, 26.1 (2 res.), 26.5,
28.9, 29.0, 29.2, 29.4, 29.6, 29.8 (2 res.), 29.9, 31.3, 31.5, 31.6, 32.0, 32.6, 32.9, 34.5, 38.2, 47.1, 47.6, 59.7,
60.6, 61.1, 62.3, 66.3, 68.0 (2 res.), 69.9, 72.5, 115.1, 115.5, 116.3, 116.5, 117.8, 119.2, 121.4, 124.6, 125.6,
127.0, 128.3, 129.0, 129.2, 129.6, 131.5, 132.1, 134.1, 136.8, 140.6, 143.2, 143.9, 148.2, 152.7, 153.0, 153.4,
153.9, 161.7, 162.0, 162.4, 162.7 ppm.

3.2. Electrochemical Measurements

Cyclic voltammetric experiments were carried out at room temperature in argon-purged
acetonitrile (romil Hi-dry) with an Autolab 30 multipurpose instrument (Eco Chemie,
Utrecht, The Netherlands) interfaced to a PC. The working electrode was a glassy carbon electrode
(0.07 cm2); its surface was routinely polished with a 0.3 µm alumina–water slurry on a felt surface.
The counter electrode was a Pt wire, separated from the solution by a frit; an Ag wire was employed as
a quasi-reference electrode, and ferrocene (Fc) was present as an internal standard (E(Fc+/Fc) = +0.395 V
vs. SCE). Fc was added from a concentrated acetonitrile solution (typically 0.1 M). The concentration
of the compound examined was in the range 2 × 10−4 M–4 × 10−4 M and tetraethylammonium
hexafluorophosphate (TEAPF6) 0.04 M was added as supporting electrolyte. Cyclic voltammograms
(CV) were obtained at sweep rates varying typically from 0.1 to 1 V s−1. In any instance, the full
electrochemical reversibility of the voltammetric wave of Fc was taken as an indicator of the absence
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of uncompensated resistance effects. Differential pulse voltammograms (DPV) were performed with
a scan rate of 20 mV s−1, a pulse height of 75 mV, and a duration of 40 ms. For reversible processes,
the same halfwave potential values were obtained from the DPV peaks and from an average of the
cathodic and anodic CV peaks.

3.3. Molecular Modelling

Molecular mechanics calculations to model the structure of catenane 3 were carried out in vacuo
using the MMFF94s force field [40] implemented in the Avogadro (ver. 1.2) molecular modelling
software [41]. The rendering of the structures was obtained with the Mercury software (Ver. 3.10,
The Cambridge Crystallographic Data Center, Cambridge, UK) [42].

4. Conclusions

We have described the design, synthesis and properties of an electroactive [2]catenane in which
a calix[6]arene wheel is interlocked with a non-symmetric oriented ‘track’ ring that contains two
recognition sites. The synthetic strategy involves a ring closing metathesis reaction performed on
an oriented pseudorotaxane, self-assembled by taking advantage of the directional threading of the
calixarene by non-symmetric bipyridinium axles.

The results of voltammetric experiments performed on the novel catenane, together with
comparison with the behavior of previously investigated parent compounds, show that the calixarene
encircles the dicationic bipyridinium unit, and moves away from it upon one-electron reduction.
The reversibility of all the voltammetric processes highlights the stability of the catenane under
the conditions employed, and indicates that the electrochemically triggered movements are fast
and reversible.

At present, we are unable to distinguish between the two non-equivalent rotation directions,
as depicted in Figure 1b, and to tell whether one of the two is preferred. However, one path linking the
bipyridinium and ammonium stations on the ‘track’ ring (six methylene units) is significantly shorter
and less hindered than the other (a chain of 26 atoms that includes a phenyl moiety), and it can be
reasonably hypothesized that the shorter one will also be the faster. A deeper insight into these issues
can be provided by the study of the opposite orientational isomer of the catenane, whose synthesis is
currently underway in our laboratory.

Supplementary Materials: The following items are available online. Figures S1 and S2: NMR characterization
of axle 9, Figures S3–S7: NMR characterization of pseudorotaxane [1⊃9]up, Figures S8–S9: NMR and HRMS
characterization of [2]catenane 10, Figures S10–S14: NMR and electrochemical characterization of [2]catenane 3.

Author Contributions: A.C. and A.S. conceived the research; V.Z., L.D. and G.R. designed and performed the
experiments; V.Z., L.D., A.A., A.S., G.R., S.S. and A.C. analyzed the data; A.C. and A.S. wrote the paper with
contribution from all authors.

Acknowledgments: This work was supported by the European Union (H2020-ERC Advanced Grant “Leaps”
no. 692981) the Italian MIUR (PRIN 2010CX2TLM) and the Universities of Parma and Bologna. The authors thank
the Centro Interdipartimentale di Misure of the University of Parma for NMR and MS measurements.

Conflicts of Interest: The authors declare no conflict of interest.

References

1. Sauvage, J.-P.; Dietrich-Buchecker, C. (Eds.) Molecular Catenanes, Rotaxanes and Knots. A Journey Through the
World of Molecular Topology; Wiley-VCH: Weinheim, Germany, 1999; ISBN 978-3-527-29572-2.

2. Bruns, C.J.; Stoddart, J.F. The Chemistry of the Mechanical Bond: From Molecules to Machines; Wiley: Hoboken,
NJ, USA, 2016; ISBN 978-1-119-04400-0.

3. Gil-Ramírez, G.; Leigh, D.A.; Stephens, A.J. Catenanes: Fifty Years of Molecular Links. Angew. Chem. Int. Ed.
2015, 54, 6110–6150. [CrossRef] [PubMed]

http://dx.doi.org/10.1002/anie.201411619
http://www.ncbi.nlm.nih.gov/pubmed/25951013


Molecules 2018, 23, 1156 11 of 12

4. Gibbs-Hall, I.C.; Vermeulen, N.A.; Dale, E.J.; Henkelis, J.J.; Blackburn, A.K.; Barnes, J.C.; Stoddart, J.F.
Catenation through a Combination of Radical Templation and Ring-Closing Metathesis. J. Am. Chem. Soc.
2015, 137, 15640–15643. [CrossRef] [PubMed]

5. Wasserman, E. The Preparation of Interlocking Rings: A Catenane. J. Am. Chem. Soc. 1960, 82, 4433–4434.
[CrossRef]

6. Ashton, P.R.; Goodnow, T.T.; Kaifer, A.E.; Reddington, M.V.; Slawin, A.M.Z.; Spencer, N.; Stoddart, J.F.;
Vicent, C.; Williams, D.J. A [2]Catenane Made to Order. Angew. Chem. Int. Ed. Engl. 1989, 28, 1396–1399.
[CrossRef]

7. Ballardini, R.; Balzani, V.; Credi, A.; Brown, C.L.; Gillard, R.E.; Montalti, M.; Philp, D.; Stoddart, J.F.;
Venturi, M.; White, A.J.P.; et al. Controlling Catenations, Properties and Relative Ring-Component
Movements in Catenanes with Aromatic Fluorine Substituents. J. Am. Chem. Soc. 1997, 51, 12503–12513.
[CrossRef]

8. Vögtle, F.; Meier, S.; Hoss, R. One-Step Synthesis of a Fourfold Functionalized Catenane. Angew. Chem. Int.
Ed. Engl. 1992, 31, 1619–1622. [CrossRef]

9. Johnston, A.G.; Leigh, D.A.; Pritchard, R.J.; Deegan, M.D. Facile Synthesis and Solid-State Structure of
a Benzylic Amide [2]Catenane. Angew. Chem. Int. Ed. Engl. 1995, 34, 1209–1212. [CrossRef]

10. Dietrich-Buchecker, C.O.; Sauvage, J.P.; Kern, J.M. Templated Synthesis of Interlocked Macrocyclic Ligands:
The Catenands. J. Am. Chem. Soc. 1984, 106, 3043–3045. [CrossRef]

11. Wang, K.; Yee, C.-C.; Au-Yeung, H.Y.; Lee, E.; Kang, J.-K.; Sakamoto, S.; Yamaguchi, K.; Kim, K.; Haino, T.;
Williams, D.J. Facile Syntheses of [3]-, [4]- and [6]catenanes Templated by Orthogonal Supramolecular
Interactions. Chem. Sci. 2016, 7, 2787–2792. [CrossRef] [PubMed]

12. Evans, N.H.; Beer, P.D. Advances in anion supramolecular chemistry: From recognition to chemical
applications. Angew. Chem. Int. Ed. 2014, 53, 11716–11754. [CrossRef] [PubMed]

13. Balzani, V.; Credi, A.; Venturi, M. Molecular Devices and Machines—Concepts and Perspectives for the Nanoworld;
Wiley-VCH: Weinheim, Germany, 2008; ISBN 978-3-527-31800-1.

14. Erbas-Cakmak, S.; Leigh, D.A.; McTernan, C.T.; Nussbaumer, A.L. Artificial Molecular Machines. Chem. Rev.
2015, 115, 10081–10206. [CrossRef] [PubMed]

15. Livoreil, A.; Dietrich-Buchecker, C.O.; Sauvage, J.-P. Electrochemically Triggered Swinging of a [2]-Catenate.
J. Am. Chem. Soc. 1994, 116, 9399–9400. [CrossRef] [PubMed]

16. Asakawa, M.; Ashton, P.R.; Balzani, V.; Boyd, S.E.; Credi, A.; Mattersteig, G.; Menzer, S.; Montalti, M.;
Raymo, F.M.; Ruffilli, C.; et al. Pseudorotaxanes and catenanes containing a redox-active unit derived from
tetrathiafulvalene. Eur. J. Org. Chem. 1999, 985–994. [CrossRef]

17. Spruell, J.M.; Paxton, W.F.; Olsen, J.-C.; Benítez, D.; Tkatchouk, E.; Stern, C.L.; Trabolsi, A.; Friedman, D.C.;
Goddard, W.A.; Stoddart, J.F. A Push-Button Molecular Switch. J. Am. Chem. Soc. 2009, 131, 11571–11580.
[CrossRef] [PubMed]

18. Cao, D.; Amelia, M.; Klivansky, L.M.; Koshkakaryan, G.; Khan, S.I.; Semeraro, M.; Silvi, S.; Venturi, M.;
Credi, A.; Liu, Y. Probing Donor-Acceptor Interactions and Co-Conformational Changes in Redox Active
Desymmetrized [2]Catenanes. J. Am. Chem. Soc. 2010, 132, 1110–1122. [CrossRef] [PubMed]

19. Meng, Z.; Han, Y.; Wang, L.-N.; Xiang, J.-F.; He, S.-G.; Chen, C.-F. Stepwise Motion in a Multivalent
[2](3)Catenane. J. Am. Chem. Soc. 2015, 137, 9739–9745. [CrossRef] [PubMed]

20. Hernandez, J.V.; Kay, E.R.; Leigh, D.A. A Reversible Synthetic Rotary Molecular Motor. Science 2004, 306,
1532–1537. [CrossRef] [PubMed]

21. Leigh, D.A.; Wong, J.K.Y.; Dehez, F.; Zerbetto, F. Unidirectional Rotation in a Mechanically Interlocked
Molecular Rotor. Nature 2003, 424, 174–179. [CrossRef] [PubMed]

22. Wilson, M.R.; Solà, J.; Carlone, A.; Goldup, S.M.; Lebrasseur, N.; Leigh, D.A. An autonomous chemically
fuelled small-molecule motor. Nature 2016, 534, 235–240. [CrossRef] [PubMed]

23. Erbas-Cakmak, S.; Fielden, S.D.P.; Karaca, U.; Leigh, D.A.; McTernan, C.T.; Tetlow, D.J.; Wilson, M.R.
Rotary and linear molecular motors driven by pulses of a chemical fuel. Science 2017, 358, 340–343. [CrossRef]
[PubMed]

24. Gaeta, C.; Talotta, C.; Mirra, S.; Margarucci, L.; Casapullo, A.; Neri, P. Catenation of Calixarene Annulus.
Org. Lett. 2013, 15, 116–119. [CrossRef] [PubMed]

http://dx.doi.org/10.1021/jacs.5b10623
http://www.ncbi.nlm.nih.gov/pubmed/26654320
http://dx.doi.org/10.1021/ja01501a082
http://dx.doi.org/10.1002/anie.198913961
http://dx.doi.org/10.1021/ja970640a
http://dx.doi.org/10.1002/anie.199216191
http://dx.doi.org/10.1002/anie.199512091
http://dx.doi.org/10.1021/ja00322a055
http://dx.doi.org/10.1039/C5SC04774A
http://www.ncbi.nlm.nih.gov/pubmed/28660056
http://dx.doi.org/10.1002/anie.201309937
http://www.ncbi.nlm.nih.gov/pubmed/25204549
http://dx.doi.org/10.1021/acs.chemrev.5b00146
http://www.ncbi.nlm.nih.gov/pubmed/26346838
http://dx.doi.org/10.1021/ja00099a095
http://www.ncbi.nlm.nih.gov/pubmed/27715033
http://dx.doi.org/10.1002/(SICI)1099-0690(199905)1999:5&lt;985::AID-EJOC985&gt;3.0.CO;2-O
http://dx.doi.org/10.1021/ja904104c
http://www.ncbi.nlm.nih.gov/pubmed/19630411
http://dx.doi.org/10.1021/ja909041g
http://www.ncbi.nlm.nih.gov/pubmed/20043674
http://dx.doi.org/10.1021/jacs.5b05758
http://www.ncbi.nlm.nih.gov/pubmed/26186017
http://dx.doi.org/10.1126/science.1103949
http://www.ncbi.nlm.nih.gov/pubmed/15567858
http://dx.doi.org/10.1038/nature01758
http://www.ncbi.nlm.nih.gov/pubmed/12853952
http://dx.doi.org/10.1038/nature18013
http://www.ncbi.nlm.nih.gov/pubmed/27279219
http://dx.doi.org/10.1126/science.aao1377
http://www.ncbi.nlm.nih.gov/pubmed/29051374
http://dx.doi.org/10.1021/ol303142c
http://www.ncbi.nlm.nih.gov/pubmed/23286391


Molecules 2018, 23, 1156 12 of 12

25. Orlandini, G.; Zanichelli, V.; Secchi, A.; Arduini, A.; Ragazzon, G.; Credi, A.; Venturi, M.; Silvi, S. Synthesis
by Ring Closing Metathesis and Properties of an Electroactive calix[6]arene [2]catenane. Supramol. Chem.
2016, 28, 427–435. [CrossRef]

26. Arduini, A.; Orlandini, G.; Secchi, A.; Credi, A.; Silvi, S.; Venturi, M. Calixarene Threading by Viologen-Based
Axles. In Calixarenes and Beyond; Neri, P., Sessler, J.L., Wang, M.-X., Eds.; Springer: Cham, Switzerland, 2016;
pp. 761–781.

27. Arduini, A.; Orlandini, G.; Secchi, A.; Credi, A.; Silvi, S.; Venturi, M. Calix-Based Molecular Machines
and Devices. In Reference Module in Chemistry, Molecular Sciences and Chemical Engineering; Elsevier:
Amsterdam, The Netherlands, 2014.

28. Baroncini, M.; Casimiro, L.; de Vet, C.; Groppi, J.; Silvi, S.; Credi, A. Making and Operating Molecular
Machines: A Multidisciplinary Challenge. ChemistryOpen 2018, 7, 169–179. [CrossRef] [PubMed]

29. Credi, A.; Dumas, S.; Silvi, S.; Venturi, M.; Arduini, A.; Pochini, A.; Secchi, A. Viologen-Calix[6]arene
Pseudorotaxanes. Ion-Pair Recognition and Threading/Dethreading Molecular Motions. J. Org. Chem. 2004,
69, 5881–5887. [CrossRef] [PubMed]

30. Venturi, M.; Credi, A. Electroactive [2]Catenanes. Electrochim. Acta 2014, 140, 467–475. [CrossRef]
31. Arduini, A.; Bussolati, R.; Credi, A.; Secchi, A.; Silvi, S.; Semeraro, M.; Venturi, M. Toward Directionally

Controlled Molecular Motions and Kinetic Intra- and Intermolecular Self-Sorting: Threading Processes of
Nonsymmetric Wheel and Axle Components. J. Am. Chem. Soc. 2013, 135, 9924–9930. [CrossRef] [PubMed]

32. Kidd, T.J.; Leigh, D.A.; Wilson, A.J. Organic “Magic Rings”: The Hydrogen Bond-Directed Assembly of
Catenanes under Thermodynamic Control. J. Am. Chem. Soc. 1999, 121, 1599–1600. [CrossRef]

33. Weck, M.; Mohr, B.; Sauvage, J.P.; Grubbs, R.H. Synthesis of Catenane Structures via Ring-Closing Metathesis.
J. Org. Chem. 1999, 64, 5463–5471. [CrossRef] [PubMed]

34. Guidry, E.N.; Cantrill, S.J.; Stoddart, J.F.; Grubbs, R.H. Magic Ring Catenation by Olefin Metathesis. Org. Lett.
2005, 7, 2129–2132. [CrossRef] [PubMed]

35. Arduini, A.; Bussolati, R.; Credi, A.; Faimani, G.; Garaudée, S.; Pochini, A.; Secchi, A.; Semeraro, M.; Silvi, S.;
Venturi, M. Towards Controlling the Threading Direction of a Calix[6]arene Wheel by Using Nonsymmetric
Axles. Chem. Eur. J. 2009, 15, 3230–3242. [CrossRef] [PubMed]

36. Zanichelli, V.; Bazzoni, M.; Arduini, A.; Franchi, P.; Lucarini, M.; Ragazzon, G.; Secchi, A.; Silvi, S.
Redox-switchable calix[6]arene-based isomeric rotaxanes. Chem. Eur. J. 2018, in press. [CrossRef] [PubMed]

37. Arduini, A.; Bussolati, R.; Credi, A.; Pochini, A.; Secchi, A.; Silvi, S.; Venturi, M. Rotaxanes with a calix[6]arene
Wheel and Axles of Different Length. Synthesis, Characterization, and Photophysical and Electrochemical
Properties. Tetrahedron 2008, 64, 8279–8286. [CrossRef]

38. Arduini, A.; Calzavacca, F.; Pochini, A.; Secchi, A. Unidirectional Threading of triphenylureidocalix[6]arene-
Based Wheels: Oriented Pseudorotaxane Synthesis. Chem. Eur. J. 2003, 9, 793–799. [CrossRef] [PubMed]

39. Ornelas, C.; Méry, D.; Cloutet, E.; Aranzaes, J.R.; Astruc, D. Cross Olefin Metathesis for the Selective
Functionalization, Ferrocenylation, and Solubilization in Water of Olefin-Terminated Dendrimers, Polymers,
and Gold Nanoparticles and for a Divergent Dendrimer Construction. J. Am. Chem. Soc. 2008, 130, 1495–1506.
[CrossRef] [PubMed]

40. Halgren, T.A. MMFF VI. MMFF94s option for energy minimization studies. J. Comput. Chem. 1999, 20,
720–729. [CrossRef]

41. Hanwell, M.D.; Curtis, D.E.; Lonie, D.C.; Vandermeersch, T.; Zurek, E.; Hutchison, G.R. Avogadro:
An Advanced Semantic Chemical Editor, Visualization, and Analysis Platform. J. Cheminform. 2012, 4,
17. [CrossRef] [PubMed]

42. Macrae, C.F.; Edgington, P.R.; McCabe, P.; Pidcock, E.; Shields, G.P.; Taylor, R.; Towler, M.; van de Streek, J.
Mercury: Visualization and Analysis of Crystal Structures. J. Appl. Crystallogr. 2006, 39, 453–457. [CrossRef]

Sample Availability: Samples of the compounds are not available from the authors.

© 2018 by the authors. Licensee MDPI, Basel, Switzerland. This article is an open access
article distributed under the terms and conditions of the Creative Commons Attribution
(CC BY) license (http://creativecommons.org/licenses/by/4.0/).

http://dx.doi.org/10.1080/10610278.2015.1111374
http://dx.doi.org/10.1002/open.201700181
http://www.ncbi.nlm.nih.gov/pubmed/29435402
http://dx.doi.org/10.1021/jo0494127
http://www.ncbi.nlm.nih.gov/pubmed/15373473
http://dx.doi.org/10.1016/j.electacta.2014.02.061
http://dx.doi.org/10.1021/ja404270c
http://www.ncbi.nlm.nih.gov/pubmed/23751139
http://dx.doi.org/10.1021/ja983106r
http://dx.doi.org/10.1021/jo990268c
http://www.ncbi.nlm.nih.gov/pubmed/11674608
http://dx.doi.org/10.1021/ol050463f
http://www.ncbi.nlm.nih.gov/pubmed/15901151
http://dx.doi.org/10.1002/chem.200801926
http://www.ncbi.nlm.nih.gov/pubmed/19206116
http://dx.doi.org/10.1002/chem.201800496
http://www.ncbi.nlm.nih.gov/pubmed/29660175
http://dx.doi.org/10.1016/j.tet.2008.05.123
http://dx.doi.org/10.1002/chem.200390089
http://www.ncbi.nlm.nih.gov/pubmed/12569473
http://dx.doi.org/10.1021/ja077392v
http://www.ncbi.nlm.nih.gov/pubmed/18177046
http://dx.doi.org/10.1002/(SICI)1096-987X(199905)20:7&lt;720::AID-JCC7&gt;3.0.CO;2-X
http://dx.doi.org/10.1186/1758-2946-4-17
http://www.ncbi.nlm.nih.gov/pubmed/22889332
http://dx.doi.org/10.1107/S002188980600731X
http://creativecommons.org/
http://creativecommons.org/licenses/by/4.0/.

	Introduction 
	Results and Discussion 
	Synthesis and Characterization of Calix[6]arene-Based [2]catenanes 
	Electrochemical Measurements 

	Materials and Methods 
	Synthesis 
	Electrochemical Measurements 
	Molecular Modelling 

	Conclusions 
	References

