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The poly-thermal solubility of the tris-malonate Cgo[=C(COOH)3]3 — H3O binary system was investigated from
20 — 80 °C with the help of the method of isotherm saturation in ampoules. Concentration of tris-malonate
Cgo[=C(COOH);]3 in solutions was determined by light absorption at 330 nm. A diagram of the solubility is
non-monotonic, consisting of 2 branches, which correspond to 2 different crystal-hydrates of Cgo[=C(COOH)2]3
and one non-variant point, corresponding to the saturation both crystal-hydrates. Complex thermal analysis of
Cgo[=C(COOH)2]3 crystal hydrates, in equilibrium with a saturated aqueous solution at room temperature, was
performed from 20 — 600 °C. Consecutive effects of the losses of C=0 and C=0 + H,O were determined.
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1. Introduction

This article continues investigations which were initiated in previous studies [1, 2],
which were devoted to the description of the synthesis and identification of tris-malonate
Cgo[=C(COOH)z]3 [1] (the original synthesis of this water soluble derivative was described
earlier in [3]) and the investigation of volume and refraction properties of its aqueous solu-
tions at 25 °C [2]. This article is devoted to the investigation of poly-thermal solubility in
binary system: tris-malonate Cgo[=C(COOH)y]3 — H5O. It is well-known that fullerenes them-
selves are practically insoluble in water and aqueous solutions. For example, the real solubility
of Cg in water at 25 °C is 1.3-1071 g/dm?® and C;q is 1.1-107'3 g/dm?® [4-10]. This fact
sufficiently limits the application of fullerenes in medicine, pharmacology, food industry etc.,
because fullerenes are incompatible with water and water based ‘physiological liquids’ such as
blood, lymph, gastric juice etc. So, the synthesis and studying of the main properties, first
of all solubility in water-based systems is very important. Such water soluble derivatives of
light fullerenes as fullerenols, different malonates, complex esters of amino-acids etc have been
investigated widely (see, for example [4, 11-13]).
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TABLE 1. Solubility in binary system: tris-malonate Cgq[=C(COOH);]3 — HyO
from 20 — 80 °C

Density
Temperature | Solubility | of saturated .
No. F()OC) C (g/dm3y) solutions Solid phase
p (g/sm?)
1 20 254 1.112 Cgo[=C(COOH),]5-3H,0
2 30 315 1.128 — " —
3 40 342 1.131 — " —
4 50 399 1.133 — " —
Ceo[=C(COOH);]3-3H,0™
5 60 437 1.136 Coo[=C(COOH), ],
6 70 389 1.111 Cgo[=C(COOH)s]3
7 80 357 0.948 - —

2. Poly-thermal solubility of tris-malonate Cg,[=C(COOH)-]; in water

Poly-thermal solubility in binary system: tris-malonate Cg[=C(COOH);]3 — HoO from
20 — 80 °C is investigated with the help of the isotherm saturation method in ampoules (fre-
quency v ~ 2 sec” !, temperature accuracy AT =~ 0.05 deg., time of saturation ¢ ~ 6 h).
Concentration of tris-malonate Cgo[=C(COOH),]3 in saturated solutions was determined by
light absorption at 330 nm (after the dilution and cooling of saturated solutions) see [1]:

Ctris—malonate(mg/dm3) ~ 146D330 (l =1 Cm)7 (1)

where D33y — is optical density of the solution at A =330 nm and ditch width [ = 1 cm.
Experimental solubility data are represented in the Table 1 and Fig. 1. One can see the
following:

1. The solubility tris-malonate Cgo[=C(COOH);]5 is very high thousands g/dm?®, these
values correspond to the solubility of such well-soluble phases as fullerenol-d [11-13]
or, for example halite — NaCl.

2. Solubility against temperature changes non-monotonically, crossing through the maxi-
mum at 60 °C.

3. Diagram consists of 2 branches, which correspond to 2 different compounds: a tri-
hydrate — Cgo[=C(COOH),]3:3H,0 and an anhydrous form — Cg[=C(COOH),]3 and
one non-variant point (O in Fig. 1), corresponding to the saturation both compounds.
Such parity at room temperature (one molecule of crystal-hydrate water per two car-
boxyl groups of malonate is typical for malonates — for example for sodium malonate —
Na-COO-CH,-COO-Na-H,0 [14].

3. Poly-thermal densities of saturated tris-malonate Cg,[=C(COOH),|; aqueous
solutions

To calculate the volume concentration of saturated tris-malonate Cgo[=C(COOH)2]3
aqueous solutions and also in order to have the possibility of recalculating the solubility di-
agram into the other concentration scales (for example mass % or mole fraction), one needs to
investigate the concentration poly-thermal density. These data were obtained by the method of
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aqueous solutions

pycnometry with the help of quartz pycnometers [2]. Data are also represented in the Table 1
and Fig. 2.
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TABLE 2. The results of complex thermal analysis of crystal-hydrates of Cgo[=C(COOH),]3

No. of m Am;/Amg | Am;/Amg
tﬁg?l (T, + T¢) T:tlf ;11; ezfee;:- Process Product of decomposition
W | ¢ (%) %)
0 _ 0.0 0.0 - Coo(= C(COOH)3)3 - 3H>0
b (60 37130) 32 5.0 ~3HOH Coo(= C(COOH)2),s
2 (1401i0180) 2.6 2.5 “C=0 | Cso(= C(COOH)s)sCOH(COOH)
3 (195288240) 2.6 28 —C=0 | Gy = C(COOH),(COH(COOH)),
4 (255211295) 2.6 2.7 -C=0 Coo(COH(COOH))3
> (3203i7385) 4.3 4.1 ~C=0-HOH Ceo = CO(COH(COOH),
6 (400430440) 4.3 43 | -C=O-HOH Coo(= CO),COHCOOH
488
7l goss20)| A3 42 | -C=0-HOH Coo(= CO)s
Sum —3HOH-
effect 25 - 560 259 25.6 -6C=0- Coo(= CO)3
-3HOH

where: T™ — temperature maximum of thermal effect, 7, and 7, — temperatures of the
beginning and end of the effect, Am;/Amy — the mass loss, mg — initial mass.

One can see the following:

1. Diagram has one singular point (O in Fig. 2), where the type of crystal-hydrates and

course of the curve are changing p**(T).

2. Before point O (7' = 20 — 60°C), the density is practically constant, and after point O
(T'= 60 — 80°C), the density starts to decrease comparatively quickly. The last fact is
connected with two reasons: the solubility of ‘more heavy component’ — tris-malonate
decreases (see Fig. 1), and the density of the solvent decreases while temperature is also
increasing.

4. Complex thermal analysis of crystal-hydrates of Cq)[=C(COOH);];

Complex thermal analysis of Cgo[=C(COOH),]3 hydrates, in equilibrium with saturated
aqueous solution at room temperature, was performed from 20 — 600 °C. A NETZSCH STA
449F3 thermo-gravimeter was used (velocity of the analysis v ~ 5 K/min, atmosphere — air,
sample mass m =~ 27.3 mg). Results are represented in the Table 2 and Fig. 3.

One can see the following:

1. The first effect of losing 3 molecules of H,O from the trihydrate proves the solubility
data (the start of the effect 7, ~ 60 °C corresponds to the singular points in the Fig. 1,

2).

2. The subsequent three effects correspond to ‘decarbonylation’ (C=0O removal) from the

three different malonate groups, thus each removal stabilizes residual groups.

‘Rigid




Poly-thermal solubility and complex thermal analysis of water-soluble tris-malonate. . . 439

DTG /(%/min)
TG F6 Ne 127 Malonat 5 K/min DSC /(uV/mg)
~ exa 0.4
100 - 0.4
r0.2
r0.0
95 1 r0.2
Mass Change: -25.20 %
A
5
90 A +0.0
oty
\.
85 - \ =02
\
- £
\ i _ ;
\ mi o075°c  2713°C o -1.0
80 - i r’f’ 3 3357°C  33T°C 0.4
Sees 9006 4198 °C 12
iy :
96.7 °C
75 1 -14  r-086
100 200 300 400 500
o
Main 20140129 18:13  User: User Temperature r°c 127_Malonat_18_5KE0D-2 ngb-t2a
Instrument : NETZSCH STA 445F3 STA448F2A-0483-M File : CONETZSCH \FProteus'dstsS\127_Malonst_55 SES00.ngb-ss2 Remark : 127_Mslonst_&6 SEE00
Project : 127_Malonat_&8 5E600 Sample : 127_Malonat_&668 S5E600, 27.290 mg Sample car/TC : DSCTGCpS/5 TG corrdm. range :  000/25000 mg
Identity : 127_I'\-|slcnst_‘a€-_5.E€-DB Material : 127_I'\-|slcnst_‘a€-_5.E€-D Modeitype of meas. : DSC-TG ! Sample DS5C corr./m. range : 000/5000 pv
Dateftime: 28.01.2014 15:23:53 Correction file : Segments : 22 Pre Mment Cycles : 0x\ac
Laboratory : £a5 33ic&iee Temp.Cal./Sens. Files : termo_calibe_5 K.ngb-ts2/ SENSZERD EXX Crucible : DSC/TG pan Pt
Operator :  Gigdia Range : 235.0{K/min 800 = N2/02
Created with NETZSCHProteus soffware

F1G. 3. The results of complex thermal analysis of crystal-hydrates of
Cgo[=C(COOH);]3 (curves in the left axis Thermo-Gravimetry (TG) — top; Dif-
ferential Thermo-Gravimetry (DTG) — bottom; Differential Thermal Analysis
(DTA) — middle)

decarboxylation” (CO, removal) did not occur because of the tertiary nature of the
carbon atom with geminally-substituted carboxyl groups.

3. The subsequent three effects also correspond to ‘decarbonylation with dehydration’
(C=0O and H,0OH loss) from the three different malonate groups, thus against each
allocation stabilizes residual groups. In these cases such process cannot occur without
dehydrogenation because ketone hydrates (one carbon atom with two hydroxyl groups,
OH — (Ry)C(Ry) — OH) are usually unstable.

4. One can see that (according to TG curve) mass effect of the first three allocations is
nearly 60 relative % from the mass effect of second three allocations, which also proves
the complex mechanism of malonate decomposition.

Thus, poly-thermal solubility of water soluble tris-malonate of light fullerene —
Cgo[=C(COOH),]3 from 20 — 80 °C and complex thermal analysis of the last one in the
temperature range 25 — 600 °C were investigated. One can see that diagram of solubility in
the binary system consists of two branches, which correspond to the crystallization of the Cgy —
tris-malonate trihydrate and tris-malonate without water, correspondingly. Complex thermal
analysis demonstrates six-stage soft and crude decarbonylation processes, with the formation of
gaseous CO and CO + H50, correspondingly.
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