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The self-organization and physicochemical properties of aqueous solutions of the sodium salt of azosulfonate calix[4]
arene (1) were studied in a wide range of concentrations 1-107—1-10~" M using a complex of methods. It has been found
that the solutions of macrocycle 1 are in fact complex disperse systems, the nature of disperse phase in which changes
with dilutions — from micelles (CMC = 2.5-107 M) and premicellar aggregates (1-10°—1-107 M) of the size of 1 nm
to supramolecular domains (1-107°—1-10-° M) with sizes of tens and hundreds of nm. Jointly using the methods of dynamic
light scattering and UV spectroscopy it was shown for the first time that the nonlinear character of the concentration
dependence of the optical absorbance (4,,,) in the concentration range 1-10-°~1.5-107° M is a result of the rearrangements
of supramolecular domains of 1, accompanied by the transition from bi- to monomodal pattern of particles’ size
distribution, as well as by non-monotonic change in their size and {-potential. It was established that molecules of 1
are not capable of photoisomerization of the azobenzene group, which may be due to steric hindrances to the process
of isomerization of closely located azoarylsulfonate groups located on one side of the plane of macrocycle 1.
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Komnnexcom memooos ¢ wupoxom unmepeane xonyewmpayuti 1-107°—1-10~" M uzyuena camoopeanuzayusi, ¢usuxo-
XUMUYECKUe C80UCMBA B0OHbIX PACMEOPO8 HAMPUesol Conu asocyrvgonamnozo kanuxc[4]apena (1). Hauoeno,
umo pacmeopul maxpoyuria 1 npedcmasisiiom coooil ciodcHble OUCHePCHbIE CUCTEMbl, OUCREPCHOU (Pa301l 8 KOMOPbIX
no mepe pazbasienus AGAAIOMCS CYRPAMOLEKYIAPHbIE CIPYKIYPbL PAIULHOU npupoobt —muyennst (KKM = 2.5-107 M),
npeomuyennapuvle azpezamul (1+107—1-107 M) pazsmepom oxono 1 um, a maxace cynpamonexynsphvle oomenvt (1-107—
1-10°° M) pasmepom 6 Oecamku u comuu HMm. CO8MECMHO MemoOamu OUHAMUHECKO20 ceemopaccestus u Y-
CREeKMPOCKONUY BNEPBble NOKA3AHO, YMO HEIUHEUHbIU 8UO KOHYEHMPAYUOHHOU 3A8UCUMOCIU ONMUYECKOU NIOMHOCMU
(4,,,) 6 obnacmu xonyenmpayuii 1-10°-1.5-107 M aensemcs cnedcmeuem nepecmpoex cynpamonekynspHblx 00OMeH0E
1, conposoarcoarowuxcs nepexooom om Ou- K MOHOMOOAILHOMY PA3MEPHOMY PACHPEOeNeHUIO HACTUY, HEMOHOMOHHOMY
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UBMEHeHUulo ux pasmepa u (-nomenyuana. Ycmauosneno, umo monexyivi 1 He cnocobmnvl k @omouzomepuzayuu
A300€H30IbHOU 2PYNNbL, YMO MOdCen OblMb CEA3AHO CO CMEPUYECKUMU NPEnsimCmeusmu npoyeccy uomepusayuu
OIIUZKO PACNOTOINCEHHBIX A30APUNCYIbOOHAMHBIX 2PYIN, HAXOOAUUXCS NO OOHY CIOPOHY OM NIOCKOCmU Makpoyuxia 1.

KaroueBble ciioBa: HanI/IeBaH COJIb a300yﬂb(1)0HaTHOFO KanHKc[4]apeHa, BOAHBIC NUCHIEPCHBIC CHUCTEMBI, (1)I/I3I/IKO—

XHMHUYECKUE CBOMCTBA.

Introduction

Calixarenes are synthetically accessible macrocyclic
phenols that model receptor, transport, and catalytic func-
tions of a number of complex biomolecules.!?! Calixarenes,
even without distinct hydrophilic and hydrophobic regions,
are capable of self-organization and the formation of supra-
molecular assemblies of various types.l'>! In the last decade,
much attention has been paid to the study of the synthesis
methods, properties and applications of azosulfonate calix[4]
arenes (ASC) and their derivatives.[%” Water-soluble ASC
are promising compounds that may have photo-switching
properties,® which allows managing the self-organization
and physicochemical properties of the substance in solution.
However, the processes of self-organization and physico-
chemical properties of ASC solutions have not been system-
atically studied in a wide range of concentrations.

S SO;Na SO;Na
BN Ny n=N N=N

ge!

The aim of this work is to study self-organization
and physicochemical properties of aqueous solutions
of the sodium salt of azosulfonate calix[4]arene (1)
in the concentration range 1:107°-1-10~" M using a complex
of physicochemical methods (dynamic (DLS) and electro-
phoretic light scattering (ELS), tensiometry, conductometry,
UV spectroscopy).

NaO;S NaO;

Q

Experimental

Synthesis of sodium salt of para-(sulfophenylazo)calix[4]
arene (1) was carried out based on published method” with
modification of yielding. The data of IR and '"H NMR spectra of 1
corresponded to the previously published ones.!"!

The self-organization and physicochemical properties
of solutions of 1 in the range of dilutions corresponding to the cal-
culated concentrations ranging from 1-107° to 1-10~' M were stud-
ied by dynamic (DLS) and electrophoretic (ELS) light scattering
on a Zetasizer Nano ZSP analyzer (Malvern Instruments, Great
Britain), UV spectroscopy (UV/Vis Cary 100 spectrophotometer,
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Agilent, USA) using QS-SUPRASIL quartz cells 1 cm in length,
conductometry (inoLab Cond Level 1 conductometer, WTW),
tensiometry (high-precision Sigma 702 ET tensiometer (KSV
Instruments)). All studies were carried out at 25 + 0.1 °C.

The preparation and study of systems based on 1 was carried
out using a fresh bidistilled water, specific conductivity of which
was no more than 1.5 pSm/cm. The systems based on 1 were pre-
pared by the method of successive decimal dilutions from an initial
substrate’s solution of concentration of 1-10~" M.l The samples
for the determination of the size (D), viz., average hydrodynamic
diameter at the maximum of the distribution curve, and {-potential
were prepared from “dust-free” solutions (Iso-Disc N-25-4 Nylon
disposable filters (Supelco, USA) were used). The solutions were
stirred with an IKA lab dancer minishaker for 10 s.

The molar absorption coefficient (¢) in absorption band max-
ima was calculated by the equation 4 = €CI, where 4 is the absor-
bance at the band maximum. The statistically estimated relative
error of measurement of € was 2 %.

Experimental data were processed using the standard
programs of Excel software package, particle size measurement
errors — <15 %, errors in the measurement of physicochemical
properties — <3 %.

Results and Discussion

The presence of pre-organized hydrophobic aromatic
fragments and hydrophilic SO,~ groups in molecules of 1
makes them potential analogues of anionic surfactant that
can reduce surface tension at the “water-air” interface.
The study of surface tension in the concentration range
of 1110°—1-10"" M confirmed this assumption (Figure 1).
In the range of 1-10°—1-10° M, the values of surface ten-
sion (o) do not change, amounting to 70.5+1 mN/m. The
increase in concentration is accompanied by a decrease
in the surface tension, reaching 57.0 mN/m at 1-107' M.
The critical micelle concentration (CMC) of macrocycle 1,
which corresponds to the inflection point in the ¢ = f{1gC)
dependence, is 2.5-102M (o = 59.0 mN/m), which is compa-
rable to the CMC of sodium dodecyl sulfate (SDS), a typi-
cal anionic surfactant, which is equal to 8.3-10 M.!'"! For
comparison, the CMC of alkylated p-sulfonatocalix[4]
arenes,!'” the molecules of which also contain pre-organized
hydrophilic and hydrophobic fragments, are in the range
of (6-9)-10~* M with close o values equal to 53.0-57.0 mN/m
at the CMC point. Consequently, the CMC of macrocycle 1
is approximately 30—40 times higher than that of the alkyl
p-sulfonatocalix[4]arenes, which may be due to the lack
of a hydrophobic region formed by O-alkyl substituents.
Thus, macrocycle 1 is an anionic surfactant with less
pronounced surface-active properties than the alkylated
p-sulfonatocalix[4]arenes and SDS.

The study of the electrical conductivity () of aque-
ous solutions of macrocycle 1 showed that upon dilution
of the solution from 110" to 1-107'°, the specific conductivity
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Figure 1. The surface tension isotherm of aqueous solutions
of the macrocycle 1, 25 °C.

varies non-monotonously from 6585 to 5.0 uS/cm. Three
inflection points are observed on the nonmonotonic concen-
tration dependence plot of y for aqueous solutions of 1: at
2.5-102M (Figure 2, inset), which coincides with the system’s
CMC found by tensiometry, at 1-10° M and 1-10~° M (Fig-
ure 2). Starting from a concentration of 1:10”7 M and below,
the values of conductivity practically do not change,
amounting to y=5.0+0.5 uS/cm, which is close to the x value
for distilled water.

As shown in,">"! in addition to micelles, aqueous
dispersed systems of amphiphilic calixarenes can form
a dispersed phase of a different nature — molecular-water
domains of hundreds of nanometers in size, consisting
of molecules or ions of a solute and water structures, which
usually form at concentrations of 1-1107-1-10~* M. Domain
restructuring is accompanied by non-monotonic changes
in the physicochemical properties of the systems. In this
case, the non-monotonic pattern of y = f(lgC) dependence
suggests the formation of domains in solutions of macro-
cycle 1 at concentrations below CMC.

In order to study self-organization and establish
the size and (-potential of micelles and domains, solutions
of macrocycle 1 were studied using the DLS and ELS meth-
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Figure 2. Electrical conductivity of aqueous solutions
of the macrocycle 1 as a function of concentration, 25 °C.
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ods in the concentration range 1-107°-1-10~" M. It was found
that in the micellar concentration range 2.5:102-1-10"" M,
i.e. at the CMC point and above, it is not possible to analyze
solutions of 1 by the DLS and ELS methods due to the high
polydispersity of the system.

In the premicellar region of 1:103~1-102 M, a bimodal
size distribution of scattering particles by intensity
is observed!"®"”! (Figure 3a) with the particles of a size (d,
nm) of about 1 nm and hundreds of nm forming in the sys-
tem. In contrast to the scattering distribution by intensity,
the distribution by volume indicates the formation of only
particles of about 1 nm in size in the system (Figure 3b).
The obtained result indicates that small scattering particles
significantly dominate in this concentration range.”” In
the range of 1-10°-1-10* M, a bimodal size distribution
is shown (Figure 3c,d). Particles of tens and hundreds of nm
in size are formed in the system. Upon dilution of macrocycle
1 solutions in the range from 7-107 M to 1-10-° M, the mono-
modal size distribution of particles with a size of hundreds
of nanometers is established (Figure 3e,f). Starting from
a concentration of 110”7 M and below, scattering particles
cannot be correctly determined by the DLS method.*”

The ELS data suggests that as the concentration of mac-
rocycle 1 decreases in the series 5-1073, 1:1073, 1-10~, 11105 M,
the negative (-potential of the particles non-linearly decreases
accordingly, —75+3, —62+2, -31+2, —13+1 mV. At lower
concentrations, the {-potential cannot be reliably determined.
The small size and high negative {-potential of the particles
in the premicellar region 5-103, 110~ M (see Figure 1) suggests
that they are premicellar aggregates, formed by the anions
of the macrocycle 1. Much smaller values of the {-potential
of particles of tens and hundreds of nanometers in the range
of 1:110*~1-10~° M indicate that they are formed by the anions
of macrocycle 1 and water structures, i.e. are molecular-water
domains. With a decrease in concentration of 1 in the range
of 1-110°-1-10-° M, domains of only hundreds of nanometers
in size are formed, containing, probably, mainly structured
water, for which the {-potential is not determined. Consid-
ering the data on the size and {-potential of particles, as
well as the concentration dependences of surface tension
and conductivity, it can be considered that aqueous solutions
of macrocycle 1 in the concentration range 1:10°—1-10"' M are
complex disperse systems in which a disperse phase of dif-
ferent nature — anion micelles, small premicellar aggregates
of about 1 nm in size, as well as supramolecular domains
of tens and hundreds of nanometers in size, consisting
of anions of macrocycle 1 and water structure — is formed
under dilution.

Previously, when studying self-organization and UV
spectra of aqueous systems of melaphen in the concentra-
tion range 110 °~1-10~* M, a nonlinear change in the molar
absorption coefficient (g) with a decrease in substance con-
centration due to the formation of molecular-water domains
of hundreds of nm in size was shown for the first time.
2 In order to further study this interesting phenomenon,
and to establish the relationship between the rearrangement
of molecular-water domains and changes in the spectral
properties of the dispersed system, solutions of 1 were
jointly studied by the methods of DLS and UV spectroscopy
in the range of 1110 °-1.5-10° M, which is characterized
by the transition from bi- to monomodal size distribution
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Figure 3. The size distribution of scattering particles in the scale of intensity (a, ¢, ¢) and volume (b, d, f) in the system based on
the macrocycle 1 at concentrations of 1-1072 (a, b), 1-10* (¢, d), 1-10°¢ (e, f) M at 25 °C, obtained by the DLS method.

of domains, nonmonotonic change in their size (Figure 4,
curve 1) and the absence of the (-potential.

In the UV spectrum of an aqueous solution of 1, there
are two most intense absorption bands with maxima at 265
and 360 nm, which correspond to the electronic transitions
of the aromatic and azobenzene groups (Figure 5). An analy-
sis of the UV absorption spectra of solutions 1 in the concen-
tration range under study revealed the presence of a nonlinear
dependence 4 = f(C) at the maxima of these bands (Figure 5,
inset) and, as a consequence, a change in the molar absorption
coefficient (g). On the 4 = f(C) dependences, two inflection
points were found at 2:10-%, 1-10° M, in the vicinity of which
€ changes dramatically (Figure 4, curve 2).

A comparison of the nonmonotonic concentration
dependences of d and ¢ at the maximum of the absorption
band at 360 nm indicates their interconnection (Figure 4).
In the range of 1.5-10°-1-10° M and below, the transition
from the bimodal size distribution of particles to monomodal
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Figure 4. The dependence of the size of particles (d) formed
in aqueous solutions of the macrocycle 1 (1), and the molar
absorption coefficient (g) (2) on the concentration, 25 °C.
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Sodium Salt of Azosulphonate Calix[4]arene

one occurs with the formation of domains, consisting mainly
of water structures, which in the range of 3-10°6-1-10° M
undergo restructuring, leading to their consolidation. It
is in these concentration intervals that € first increases from
27900 to 48700 (1.5:10° and 1-10°5 M, respectively), main-
taining constancy to 5-10°° M, and then non-monotonously
falling to 39230 at 110 °® M. Thus, the nonlinear change
in optical absorbance in the dispersed system of macro-
cycle 1 in the region of 1:107°-1.5-10° M is a consequence
of the process of rearrangement of the dispersed phase —
molecular-water domains.
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Figure 5. Absorption spectra of aqueous systems based on
macrocycle 1 (1) 1-10°¢, (2) 2-107, (3) 3-10°¢, (4) 5-10, (5) 7-10°%,
(6) 1-10° M. Insert: Absorbance at 360 nm (4,,) of aqueous
systems based on 1 as a function of concentration, 25 °C.

It was previously shown! that under UV irradiation
with a wavelength of 254 nm (8 mV) of solutions of thia-
calix[4]arenes in the stereoisomeric form of /,3-alternate,
containing an azoaryl group, photoisomerization around
N=N bond occurs in a 30 minutes period. To study the pho-
toisomerization of the azo-group in macrocycle 1, which
is in the cone conformation, the solutions of this compound
were irradiated under similar conditions®™ in the concentra-
tion range 1-103-1-10° M. Comparison of the UV spectra
of the solutions and the size distributions by intensity
before and after irradiation throughout the studied range
of concentrations and irradiation time did not reveal
significant differences. Thus, macrocycle 1 is not capable
of photoisomerization of the azo-group, which may be
due to steric hindrances to the isomerization process due
to the azoarylsulfonate groups closely spaced on one side
of the macrocycle plane.

Conclusions

Self-organization and physicochemical properties
of aqueous solutions of the sodium salt of azosulfonate
calix[4]arene (1) were studied by a complex of methods
in a wide range of concentrations 1-10°—1-10"" M. It
was found that solutions of macrocycle 1 are complex
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dispersed systems, the dispersed phase in which are
supramolecular structures of various nature, changing
with dilution — micelles (CMC = 2.5-102 M), premicellar
aggregates (1-102-1-10 M) about 1 nm in size, and supra-
molecular domains (1-107°-1-10"¢ M) of tens and hundreds
of nm in size. It was shown for the first time by the jointly
using methods of dynamic light scattering and UV spec-
troscopy that the nonlinear form of the concentration
dependence of the optical absorbance (4,,)) in the region
of 1110°-1.5-10° M is a consequence of rearrangements
of supramolecular domains of 1, accompanied by a transi-
tion from bi- to monomodal size particle distribution,
non-monotonic change in their size and {-potential. It has
been established that molecules of 1 are not capable of pho-
toisomerization of the azobenzene group, which may be due
to steric hindrances to the isomerization process caused
by closely located azoarylsulfonate groups located on one
side of the plane of macrocycle 1.
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