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Abstract: The results of an investigation of the influence of the synthesis procedure,
number of pseudo generations and degree of branching of hydroxy-functional ali-
phatic hyperbranched polyesters (AHBP) on the values of limiting viscosity num-
ber, [#], hydrodynamic radius, R,, molar mass and polydispersity index, Q, are pre-
sented in this paper. Two series of AHBP, synthesized from 2,2-bis(hydroxyme-
thyl)propionic acid and di-trimethylolpropane using a pseudo-one-step and a one-step
procedure were investigated. The obtained results show that the values of [#] and R,
for all examined samples are the highest in a 0.7 mass % solution of LiCl in N,N-di-
methylacetamide (LiCI/DMAC), which indicates that this solvent is the best from
the investigated ones. The values of [5] in N-methyl-2-pyrrolidinone (NMP) increa-
sed up to the sixth pseudo generation, after which a slight decrease occurred as the
consequence of the presence of side-reaction products, formed during the synthesis.
The appearance of these side-reaction products was also confirmed from the charac-
teristic GPC chromatograms. For the samples of AHBP synthesized using the pseu-
do-one-step procedure, a good linear dependence between log [#] and log M,, was
obtained up to the fifth pseudo generation, when LiCI/DMAc, NMP and DMAc
were used as solvents. The values of the “shrinking” factor, g’, were calculated for
all investigated AHBPs.

Keywords: aliphatic hyperbranched polyesters, dilute solutions, limiting viscosity
number, GPC.

INTRODUCTION

The scientific importance of dendritic polymers, i.e., dendrimers (ideally
branched) and hyperbranched polymers (non-ideally branched) has been proved
over the last two decades through the significant number of publications.l The
results obtained during investigation of the structure and properties of these spe-
cific polymers have made great contribution to their growing fields of applica-
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tion.2 Dendritic polymers are often used in solution and therefore special atten-
tion has been devoted to the research of their behaviour in dilute and concentra-
ted solutions.3~12 It was shown that these polymers have lower limiting viscosity
number, [#], values than the analogue linear polymers of the same molar mass
and chemical composition, due to the presence of highly branched macromolecu-
les. In addition, the logarithm of the limiting viscosity number of linear polymers
increases linearly with increasing logarithm of molar mass, while for dendrimers
a maximum is usually observed in this relationship.3—> Beside experimental
work, there are also different simulation methods which predict this behaviour of
dendrimers in dilute solutions.6 This specific behaviour of dendrimers in dilute
solutions can be explained by the fact that their hydrodynamic radius linearly in-
creases with increasing number of generation, n, while their molar mass grows as
according to 2" (the factor “2” comes from the assumed dendrimer functionality).

Concerning the dependence between log [#] and log M for hyperbranched
polymers, different results can be found in the literature. Fréchet et al. suggested
that [n] always increases with the molar mass but slower than for linear poly-
mers.” However, the dependence log [#] = f (log M) of poly(amidoamine) hyper-
branched polymers was shown to have the same trend as for dendrimers.8 Publi-
shed simulations of the behaviour of hyperbranched polymers in solution predict
the presence of a maximum in the dependence between log [#] and log M, but
this maximum comes at a higher number of generations than for the equivalent
dendrimers and it disappears when the degree of branching is lower than 0.3.9.10
On the other hand, for several hyperbranched polymers, this maximum was not
observed.19.11

In this study, the influence of the synthesis procedure (pseudo-one-step and
one-step), number of pseudo generations and degree of branching of hydroxy-func-
tional aliphatic hyperbranched polyesters (AHBP) synthesized from 2,2-bis(hy-
droxymethyl)propionic acid (bis-MPA) and di-trimethylolpropane (DiTMP) on
the limiting viscosity number, dimensions of the macromolecules in solution, Ry
molar mass and polydispersity index, Q, was investigated. The obtained results
are compared with appropriate experimental results presented in the literature.

EXPERIMENTAL
Materials

Two series of hydroxy-functional aliphatic hyperbranched polyesters were synthesized via an
acid-catalyzed polyesterification reaction starting from bis-MPA (Aldrich), as the AB, monomer,
and DITMP (Fluka Chemika), as the tetrafunctional core molecule,l" methanesulphonic acid (Al-
drich) was used as the catalyst. Samples of series | of the second (AHBP-2I), third (AHBP-3I),
fourth (AHBP-41), fifth (AHBP-5I), sixth (AHBP-61), eighth (AHBP-8I) and tenth (AHBP-10I) pse-
udo generation were synthesized using a pseudo-one-step procedure. On the other hand, samples of
series Il of the fourth (AHBP-41l), sixth (AHBP-611) and eighth (AHBP-8I11) pseudo generation
were synthesized using a one-step procedure. In this work, three commercially available AHBPs
(Boltorn®) of the second (BH-2), third (BH-3) and fourth (BH-4) pseudo generation were also in-
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vestigated. These AHBP were supplied by Perstorp (Specialty Chemicals AB, Sweden). According
to the supplier’s data, the commercial AHBPs were synthesized via a pseudo-one-step procedure
from bis-MPA as monomer and a tetrafunctional ethoxylated pentaerythrytol (PP50) core. All other
chemicals were obtained from Aldrich and used as received, without further purification.

Characterization

3C-NMR spectra of the samples were recorded on a Bruker (250 MHz) NMR spectrometer at
room temperature using deuterated dimethylsulfoxide (DMSO-dg) as the solvent. The degree of
branching (DB) was calculated from the values obtained by integration of the appropriate peaks,
corresponding to the dendritic, linear and terminal units and using the equation developed by Fréchet:13

DB =(ny +n;)/(n, +n_+n;) (1)

where np, ny and n_represent the number of dendritic, terminal and linear units, respectively.

Vapour pressure osmometry (VPO) of the synthesized and commercial samples was perfor-
med using a Knauer vapour pressure osmometer. The measurements were realised in N,N-dimethy|-
formamide as the solvent at 90 °C. Benzil was used for the calibration.

Determination of the molar mass distribution of the AHBPs was performed by the GPC te-
chnique using a Spectra-Physics chromatograph equipped with Rheodyne universal injector and
Spectra-Physics differential refractometer as detector. The separation was achieved across a set of
two gel columns (MZGPC columns) with porosities of 1000 A. Tetrahydrofuran (THF) was used as
the eluent at a nominal flow rate of 1.0 cm3 minL. The quantity of injected polymer was 100 pl (¢ =
~20 g I'Y) and the measurements were performed at 25 °C. The molar mass characteristics of the
polymers were calculated from a polystyrene calibration curve, constructed with narrow molar
mass distribution polystyrene standards (Polymer Standards Service), using Chrom Gate 3.1.4 soft-
ware (Knauer).

The viscosity measurements of dilute solutions of the AHBPs in different solvents were
performed in an Ubbelohde capillary viscometer (Schott, capillary sizes O, and 1) using an auto-
matic timer (Schott AVS 300), at 25+0.1 °C. The limiting viscosity number and Huggins constant,
ky, of the samples were determined graphically by extrapolation of the #gp/c values (determined at
five different concentrations) to infinite dilution using the Huggins equation.4

Seven samples of self-synthesized and Boltorn® hyperbranched polyesters (AHBP-31, AHBP-41,
AHBP-61, AHBP-81, AHBP-10Il, BH-3 and BH-4) were fractionated using the precipitation frac-
tionation method!5 from a solvent/non-solvent (acetone/n-hexane) mixture to obtain three fractions
of each sample. All obtained fractions were dried in a vacuum oven to remove the volatile materials.

RESULTS AND DISCUSSION

For all AHBP samples investigated in this work, the value of the number
average molar mass was determined using vapour pressure osmometry, (Mp)vpo,
while the DB value was calculated according to Fréchet.13 These values together
with theoretical number of pseudo generation, nyeqr, and theoretical molar mass,
Miheor, are listed in Table 1.

From the parameters listed in Table I, it can be seen that the molar mass,
(Mp)vpo, increased only up to the sixth pseudo generation and simultaneously
was much lower than the theoretical value. The reason for this specific behaviour
is the occurrence of side reactions during the synthesis of these polyesters.th The
extent of undesired reactions increased with increasing generation number. For
all the investigated AHBPs, the values of the degree of branching slightly de-
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creased with increasing theoretical number of pseudo generations. Moreover, for
the samples of the second series AHBP-4ll, AHBP-611 and AHBP-8II, the DB
values were lower than for the corresponding samples of the first series,
indicating a slight influence of the synthesis procedure on the degree of branching.

TABLE I. Values of the theoretical number of pseudo generation, nyeor, theoretical molar mass,
Minheor, NUMber average molar mass determined by VPO, (M,)vpo and degree of branching, DB, of
the investigated AHBPs

Sample Ntheor Miheor /g molt— (Mp)vpo? / g molt DB

AHBP-2I 2 1642 - 0.472
AHBP-3I 3 3498 2027 0.45%
AHBP-4| 4 7210 2819 0.442
AHBP-5I 5 14634 3044 0.452
AHBP-61 6 29482 3575 0.432
AHBP-8I 8 118570 3571 0.432
AHBP-10I 10 474922 3552 0.428
AHBP-411 4 7210 5415 0.428
AHBP-611 6 29482 - 0.432
AHBP-8lI 8 118570 3284 0.372
BH-2 2 1747 1343 0.43b
BH-3 3 3604 3081 0.42b
BH-4 4 7316 2716 0.40P

aResults for (M,)ypo. and DB are presented in Ref. 1h; Pdata of Luciani et al.1®

Limiting viscosity number and hydrodynamic radius of the AHBP in different solvents

Since the polyesters investigated in this work had a large number of free OH
groups, it is reasonable to expect that the macromolecules of AHBP in solution,
similar to poly(vinyl alcohol), would connect with each other through the hydro-
gen bridges and form aggregates. Investigation of the properties of macromolecu-
les in solution becomes much more difficult when spontaneous aggregate forma-
tion occurs. Zagar et al.17 reported that samples of AHBP thermally pre-treated
for 20 min at 140 °C do not form aggregates at room temperature in a 0.7 mass %
solution of LiBr in N,N-dimethylacetamide (LiBr/DMAC) and in a mixture of te-
trahydrofuran (THF) and CH3OH (90:10 by volume) and that these solvents are
therefore suitable for the investigation of the properties AHBPs in solution.
Instead, LiBr/DMAC, a 0.7 mass % solution of LiCl in DMAc (LiClI/DMAC) was
used for the determination of [5] in this work. In addition to this solvent, visco-
sity measurements were also performed in N-methyl-2-pyrrolidone (NMP), N,N-di-
methylacetamide (DMAc), THF and in a mixture THF/CH30H (90:10 by volume).

As examples of the determination of [], the dependences of 5sp/c vs. ¢ for
different AHBP of series | in NMP and for the sample AHBP-8I in the employed
solvents are presented in Figs. 1a and 1b, respectively. Since a linear relationship
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was obtained between #gp/c and ¢ in all the employed solvents, it can be conclu-
ded that no aggregation occurred in the investigated concentration range or that
the shear stress which developed in the capillary of the viscosimeter was high
enough to lead to the rupture of the intermolecular hydrogen bonds present in the
aggregates formed in the static solution.
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Fig 1. Dependence of #gp/c versus ¢ for a) different AHBPs in NMP and
b) for the sample AHBP-8I in different solvents, at 25 °C.

The values of [#] were determined for all the examined AHBPs in the men-
tioned solvents at 25 °C and they are listed in Table II. It should be mentioned
that the samples of AHBP were not thermally pre-treated prior to the viscosity
measurements.

The dependence of the [5] values for the AHBPs from series | in LiCI/DMAc
vs. [#] of the same samples in NMP is presented in Fig. 2. As all the experimen-
tally determined points fall on one linear plot, it can be concluded that value of
[#] in LICI/DMACc and NMP for these AHBPs is independent of the number of
pseudo generation, i.e., of the molar mass. This indicates that AHBP samples
were dissolved on the molecular level under applied experimental conditions and
without thermal pre-treatment, i.e., aggregation did not occur.

The value of [#], as well as the value of the slope from the linear dependence
nsplC = f(c), presented in Fig. 1b, represent a measure of the solvent quality for the
investigated polymer. According to these criteria, LICI/DMAC is the best of the
investigated solvents for AHBP, while the other solvents are ordered as follows:

[7lLicuomac > [7Inmp > [7lomAc > [77]THF/ICHz0H > [7]THF (2)
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TABLE II. Values of the limiting viscosity number, [], of the AHBPs determined in different
solvents at 25 °C

Sample [77]|_i03|/D_|\1/|Ac [77]£\IM_II [U]%M_Alc [U]THFs/Cl:ilgOH [77]3TH_Fl
cm3g cm3g cm3g cm3g cmdg
AHBP-2I 6.8 6.2 6.4 - 4.0
AHBP-3I 7.9 7.1 6.5 - 4.8
AHBP-4| 9.9 8.0 7.0 6.4 5.6
AHBP-5I 10.8 8.7 7.8 6.4 54
AHBP-6I 11.0 8.9 8.3 6.5 59
AHBP-8I 10.2 8.3 8.6 6.6 5.8
AHBP-101 10.0 8.3 8.2 6.4 -
AHBP-4l11 - 8.0 - - -
AHBP-6l1 - 9.2 - - -
AHBP-8II - 9.3 - - -
BH-2 7.0 6.0 6.1 - -
BH-3 9.2 7.4 - 55 -
BH-4 10.7 8.6 - 6.7 49

In good agreement with this order of solvents is also the solubility para-
meter, J, 103 (J m=3)0-5, which for AHBP have the value of 23.0 for LiCI/DMAc,
while the solubility parameters for NMP, DMAc, THF/CH30H and THF are
23.1, 22.6, 19.7 and 18.6, respectively.18 The improvement of the solubility of AHBP
in the mixture LICI/DMACc in comparison to pure DMACc is due to the influence
of the Li* ions on the rupture, not only of intermolecular, but also intramolecular
hydrogen bonds in the AHBP macromolecules, which further leads to the increa-
se of their volume in solution and, consequently, to the increase of their [5] value.

From the slope of the linear dependence of #g/c vs. ¢ for all investigated
AHBPs in different solvents, the values of the Huggins constants, ky, were deter-
mined. For the samples of the series | in LiCI/DMACc value of ky is 0.65+0.15, in
NMP 0.80+0.20, in DMAc 1.0£0.3 and in THF/CH30H 0.75+0.05. For AHBP of
series Il in NMP the value of ky is 0.85+0.15. For the commercial AHBP, ky is
0.55+0.05 in LiCI/DMACc and 0.80£0.02 in NMP and in the mixture THF/CH30H.

The determined values of ky are different and therefore it is possible to use
them for the calculation of [#] from the Huggins equation by determination of the
specific viscosity, #sp, for only one concentration of the solution, but only for the
mentioned AHBP samples. For most linear polymers in good solvents, the value
of ky is 0.3-0.4 and is independent of the chemical composition of the polymer.
Values of ky for the examined AHBPs in various solvents are different from the
values for linear polymers due to the specific molecular structure of the AHBPs
and presence of a large number of end groups.

The dependence of [#] for AHBP in NMP vs. the theoretical number of pseu-
do generations is presented in Fig. 3. According to these results, an increase of
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[#] up to the sixth pseudo generation can be observed for the samples of series I,
after which the values of [#] slightly decrease. A similar observation was made
for the AHBP of series Il, while for the commercial samples, [#] continuously in-
creased, since these samples were examined only from the second up to the fourth
pseudo generation. This specific shape of the dependence presented in Fig. 3 for
the samples of series I and 1l is not a consequence of the increase of the macro-
molecular packing density with increasing pseudo generation, as is predicted by
different simulation methods of the behaviour of hyperbranched polymers in so-
lution.9:10 The break in the increase of the [;] value after the sixth pseudo gene-
ration in this case occurs due to the presence of side reaction products in these
polymers, which prevent a further increase of the molar mass.1n Samples of the
series Il have somewhat higher values of [#] in NMP than the AHBPs from series
I. This is probably a consequence of the slightly lower values of the degree of
branching (Table I) and, therefore, higher amounts of linear branches present in
the macromolecules of these samples, which further leads to an increase in [#].
On comparing the [#] values obtained in THF/CH30OH for AHBPs from the fourth
up to the tenth pseudo generation, it can be observed that [#] is practically con-
stant, i.e., it does not depend on the molar mass. These results indicate that
THF/CH30H is a poor solvent, probably due to the fact that these AHBP were
not thermally pre-treated, as was the case in other studies.17:19
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Fig. 2. Correlation of the limiting viscosity Fig. 3. Dependence of [#] for the AHBPs
numbers determined for AHBP of the series | determined in NMP vs. the theoretical number
in LiICI/DMAc and in NMP. of pseudo generations.

The dependences of log [#] vs. log My, for AHBPs of series | from the second
up to the sixth pseudo generation in LiCI/DMAc and NMP are presented in Fig. 4.
The values of the weight average molar mass of the AHBPs were calculated from
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the values of the polydispersity index, Q = (Mw/Mp)gpc, determined by the GPC
technique (Table V) and the corresponding values of the number average molar
mass, (Mp)vpo, determined from VPO measurements (Table I). Using the Kuhn—
—-Mark-Houwink-Sakurada (KMHS) equation ([»#] = K, M@) and the dependen-
ces presented in Fig. 4, the values of the exponent a and constant K,, for the in-
vestigated AHBPs in NMP and LiClI/DMACc were determined and given in Table 111,
in which are also given the corresponding values for the same samples in DMAc.
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O LiCI/DMAc
O
1.0 4 ~
= °
(@]
°
0.9 1 |
0.8 .
Fig. 4. Dependence of log [#] vs. log M,,
. . . . T . for the AHBPs of series |, obtained
34 3.6 3.8 4.0 using the values of [#] determined in
log M, NMP and LiCI/DMAc as solvents.

TABLE I11. Values of the exponent a and constant K, determined from the KMHS equation in
different solvents at 25 °C for the investigated AHBPS

LiCI/DMAc NMP DMAc
Sample group
a K, a K, a K,
Series | 0.40 0.30 0.28 0.72 0.25 144

The results presented in Fig. 4 clearly show that there is a good linear rela-
tionship between log [#] and log My, up to the fifth pseudo generation and that
for this region of molar masses, the parameters K, and a can be used for the
determination of molar mass by viscosimetry for samples synthesized in the same
manner as the AHBP of series I. It has been already stated elsewhere that for
branched polymers, a linear log [#]-log M relationship is only obtained for very
narrow molar mass ranges.20 The exponent a from the KMHS equation is also a
measure of the solvent quality for some linear polymers. In good solvents, the
value of a is usually between 0.60 and 0.85, while a < 0.50 is typical only for
poor solvents.20 The obtained values of the exponent a (Table 111) are all lower
than 0.50, which is a characteristic only for highly branched polymers in good
solvents. The values of the exponent a increases with solvent quality. However,
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the division of the solvents for hyperbranched polymers into good and poor ac-
cording to the a values is not yet possible.

Hydrodynamic radius of macromolecules in solution, Ry is connected with
[#] and the molar mass, M, through the Einstein equation:

R, = (0.3[7IMz 1N ;1)Y/3 ©)

where Na is Avogadro’s number. By introducing the determined values of [#]
(Table 11) and molar mass (My)rear, (Table V) into Eqg. (3), the values of R, for
the investigated AHBPs in four different solvents were calculated and given in
Table IV. From the results given in Table 1V, it can be seen that the value of R,
of AHBPs depends on the solvent quality in the same manner as for linear poly-
mers. However, due to the specific molecular structure of AHBPs this dependen-
ce is not as strong as for linear polymers. As was expected, the largest dimen-
sions of these hyperbranched polyesters were obtained in LiCI/DMAc. The small
values of R, of AHBPs in solution, the large number of functional groups and,
simultaneously, the low viscosity of their solutions provide the successful ap-
plication of AHBPs for the production of special coatings, ink for the printers or
drug carriers.21

TABLE V. Values of the hydrodynamic radius, R, for the investigated AHBPs in LiCI/DMACc,
NMP, DMAc and THF/CH3OH at 25 °C

Sample (Rpiiciomac/ nm (R,)nmp / nm (Rpomac/ M (R,)THr/cHzoH / NM
AHBP-2I 1.3 1.3 1.3 /
AHBP-3I 1.6 15 15 /
AHBP-4| 2.0 1.9 1.8 1.8
AHBP-5I 2.3 2.2 2.0 1.9
AHBP-6I 2.4 2.3 2.2 2.0
AHBP-8I 2.3 2.2 2.2 2.0
AHBP-101 2.2 2.0 2.0 1.9
AHBP-4l11 - 2.4 - -
AHBP-8II - 2.2 - -
BH-2 1.3 1.2 1.2 -
BH-3 2.1 1.9 - 1.7
BH-4 2.3 2.2 - 2.0

GPC Measurements

The determination of the molar mass distribution of the investigated AHBPs
and three fractions of the sample AHBP-61 was performed by the GPC technique
in the manner described in the Experimental. Linear polystyrene standards were
employed for the calibration of the instrument, since adequate AHBP standards
are not available. As branched macromolecules have a much lower hydrodyna-
mic radius than the corresponding linear macromolecules of the same molar mass,
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the obtained values of M,y and M, can not be consider as correct. Therefore, the
GPC chromatograms of the investigated AHBPs were used only for a comparison
of the shape of their traces and to calculate the values of the polydispersity index,
Q, as well as for the calculation of (My)real-

As illustrations, the GPC chromatograms of the AHBPs of series | and the
commercial samples are presented in Fig. 5a and 5b, respectively. From the ob-
tained GPC results for all investigated AHBP, as well as for the three fractions of
the sample AHBP-6I, the values of the molar masses (My)cpc and (Mp)gpc and
the polydispersity index Q were calculated and are given in Table V.

200 200
1 AHBP2I ) ] BH.2 b)
150 ] l 150 BH-3 \I,
. 1 AHBP-41 o ]
- s 11
é 10g 4 AHBP-5| é 100
8 1 8 1 bBH4
= 50 2 = 50 ] N
0 A 0 H
T T T T T T T T T T T T T T
2 10 12 g 10 12
Retention time /min Retention time /min

Fig. 5. GPC chromatograms of AHBPs a) synthesized by the pseudo-one-step procedure
(samples of series 1) and b) commercial AHBPs.

TABLE V. Values of the molar masses (My,)gpc and (Mp)gpc, polydispersity index, Q, (My)real
and limiting viscosity number of the fractions determined in NMP, [5]g, of the investigated hyper-
branched polyesters and selected fractions

Sample (Mw)gpc/gmol? — (Mp)gpc/gmol™  Q  (My)rear/ gmol™  [y]g/cm? g
AHBP-2I 1041 749 1.39 - -
AHBP-3I 1655 1008 1.64 3324 -
AHBP-41 2238 1172 1.91 5384 -
AHBP-5I 2688 1213 2.22 6758 -
AHBP-6I 2993 1287 2.33 8330 -
F1 5581 2260 2.47 - 10.4
F2 3832 1973 1.94 - 8.7
F3 1080 771 1.40 - 6.5
AHBP-8I 2994 1348 2.22 7928 -
AHBP-10I 2111 1155 1.83 6500 -
AHBP-4lI 2475 1189 2.08 11263 -
AHBP-6II 2912 1179 2.47 - -
AHBP-8II 2674 1148 2.33 7652 -
BH-2 1120 782 1.43 1920 -
BH-3 2227 1147 1.94 5977 -

BH-4 3454 1242 2.78 7550 -
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The results presented in Fig. 5 and Table V show that the GPC traces, i.e.,
the molar mass distributions of the AHBPSs, become broader with increasing theo-
retical number of generations, i.e., up to the sixth pseudo generation. Only for the
sample AHBP-21 was a symmetrical GPC profile obtained, while for the samples
of higher generation number, a broad tail on the low molar mass side of the dis-
tribution can be observed. This specific shape of the GPC traces is a consequence
of side reactions responsible for the formation of small molar mass AHBP mole-
cules, the portion of which increases with increasing pseudo generation, during
the main polycondensation reaction.l" The GPC chromatograms of the AHBPs
synthesized by the one-step procedure have a similar profile as those synthesized
by the pseudo-one-step procedure, but they also have slightly higher values of Q.
This is in good agreement with the results presented by Hult et al., who showed
that the slow monomer addition method (pseudo-one-step procedure for the syn-
thesis) could reduce the polydispersity of hyperbranched polyesters.1a

As it was expected, the molar mass averages determined by GPC using li-
near polystyrene standards for calibration are lower than the theoretical values
and results obtained by VPO (Table I). The number average molar masses ob-
tained by GPC and VPO measurements for the AHBP of series | are plotted in
Fig. 6. It can be observed that a relatively good linear correlation between (Mp)cpc
and (Mp)vpo for the samples from the third up to the eighth pseudo generation
was obtained, which indicates that the ratio (Mn)gpc/(Mn)vpo does not change
with increasing molar mass. Assuming that determined values of Q are real, the
values of the real weight average molar mass of the examined AHBPS, (My)real.
were calculated using the equation:

(Mw)real = Q (Mn)vpo (4)

The co-calculated values of (My)real are also given in Table V. These values
were used for the determination of the calibration diagram log [#]-log M and for the
calculation of the “shrinking” factor, g’, of the branched AHBP macromolecules.

Most of the self-synthesized samples were fractionated using the precipita-
tion fractionation method to obtain three fractions in order to investigate in which
manner the degree of branching changes with molar mass within one sample. Ac-
cording to the obtained values of the limiting viscosity number, [#]r, (Table V), it
was concluded that fractionation was successful. However, when the GPC me-
thod was used to re-fractionate the AHBP fractions, different results were obtain-
ed. As an illustration, the GPC traces of AHBP-61 and three fractions obtained by
precipitation fractionation method are presented in Fig. 7. The corresponding va-
lues of (Mw)gpc, (Mn)gpc and Q are given in Table V. From these results it can
be observed that polydispersity increased from the third up to the first fraction,
i.e., that the molar mass distribution becomes broader with increasing degree of
polymerization. However, the fact that value of Q for the first fraction is higher
than for the parent sample indicates that fractionation under described experi-
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mental conditions was not efficient. Therefore, the values of the degree of bran-
ching for the fractions of an AHBP cannot be accepted as correct and, cones-
quently, they are not presented in this work.
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Fig. 6. Correlation of the number average Fig. 7. GPC chromatograms of AHBP-61 and three
molar mass obtained from GPC and VPO fractions obtained by the precipitation
measurements for the AHBPs of series I. fractionation method.

Using the results obtained by the GPC technique, the values of the “shrin-
king” factor, g’, of the macromolecular coils of the examined AHBPs in relation
to linear polymers of corresponding molar masses were calculated:

g’ = [7lusp/[7]L (5)

where [#]ysp and [#]L represent the limiting viscosity numbers of the given hy-
perbranched polymer and its linear analogue, respectively. The calculation of
shrinking factor was performed using the fact that the product of the limiting vis-
cosity number and molar mass at a certain elution volume is always the same and
independent of the polymer type.22 Therefore, it can be written:

[7]lHBPMHBP = [7]LML (6)

where Mygp and My are the molar masses of the hyperbranched polyesters and
the linear polymers (polystyrene) used for the calibration, respectively. From the
Eq. (6), it follows that g’ can be calculated as M| /Mygp. The values of M| were
calculated by determination of the retention time which corresponds to the posi-
tion of the peak in the GPC traces of different AHBPs. Then these retention times
were used to determine the molar masses of the corresponding polystyrene from
the calibration curve. On the other hand, for Mygp, the weight average molar mass
(Mw)real Was used (Table V). The determined values of g’ for the AHBPs are lis-
ted in Table VI. As can be seen, the values of g’ for all the AHBPs are between
0.27 and 0.57. Similar results were obtained for other hyperbranched polymers.23
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TABLE VI. Values of the “shrinking” factor, g’, for the investigated AHBPs

Sample g’ Sample g’
AHBP-2I 0.44 AHBP-10I 0.27
AHBP-3I 0.45 AHBP-8II 0.30
AHBP-4I 0.35 BH-2 0.57
AHBP-5I 0.34 BH-3 0.29
AHBP-6I 0.31 BH-4 0.31
AHBP-8I 0.32

CONCLUSIONS

The results obtained in this study show that of the tested ones, the best sol-
vent for the examined AHBPs is 0.7 mass % solution of LiCl in DMAc. In N-me-
thyl-2-pyrrolidone, the values of [#] increase up to the sixth pseudo generation.
The slight decrease of [5] for samples of a higher pseudo generation is the cones-
guence of the occurrence of side reactions during the synthesis of investigated
AHBPs, which hindered a further increase of the molar mass. The values of [#]
for the AHBPs synthesized by the one-step procedure were slightly higher than
those of the corresponding samples synthesized by the pseudo-one-step proce-
dure, indicating a slight influence of the synthesis procedure on the behaviour of
AHBPs in dilute solutions. The calculated values of the exponent a from the
KMHS equation for the samples of series | in different solvents are lower than
0.50, because of the highly branched structure of these polymers. The values of
the “shrinking” factor of the examined AHBPs are similar to those presented in
the literature for other hyperbranched polymers.

N3BOJ

CBOJCTBA AJIMOATCKUX XUITEPPA3STPAHATHUX ITOJIMECTAPA
Y PA3BJIAXKEHUM PACTBOPUMA

JACHA BYKOBWR!, MANFRED D. LECHNER! u CJIOBOJJAH JOBAHOBUR?

Lnstitute for Chemistry, University of Osnabrueck, BarbarastraRe 7, 49069 Osnabrueck, Germany u
2Texnoaowko—meitianypuiku gpaxyaitieiti, YHusep3auitieiti y beozpaody, Kapuezujesa 4, 11120 beozpao

VY 0BOM pany Cy NMpHKa3aHU pPe3yiTaTH HOOHjeHH HCTIMTHUBAKEM YTHIaja IPOLEAype 3a CHH-
Te3y, Opoja mceylorenepanyje U CTENeHa IpaHama XUAPOKCH-(PYHKIHOHATHUX anu(arcKux Xu-
neppasrpanarux nonuecrapa (AHBP) Ha BpenHOCT rpaHHYHOr BUCKO3UTETHOT Gpoja, [#], xuapo-
AMHaMMYKOr panujycd, R,, Momapue mace n MHjekca nonumucrnepsnoctd, Q. Menmrane cy nse
cepuje AHBP, cunrerncane ox 2,2-6uc(XHIPOKCUMETHII)IPONUOHCKE KUCEIHHE U JU-TPUMETHII-
onmpornana kopuinhemeM “pseudo-one-step” u “one-step” npouenype. Jobujenu pe3yiratu moka-
3yjy na cy spemsoctn [57] 1 R, 3a cBe mcnmtane y3opke Hajsehe y 0.7 % pactopy LiCl y N,N-mm-
merunaneramuny (LiICI/DMAC), mro ykasyje na je ox kopumheHnx oBaj pacTBapay Hajoossu. Bpe-
nuoctu [7] y N-metwn-2-upomunony (NMP) pacty 1o niecre nceynoreHepanuje, HAKOH Yera Jo-
J1a3u 710 Oraror omnajama Kao MOCIeAula NPUCYCTBA NMPOJyKaTa CHOPEIHUX PeaKlhja HACTAIUX Y
TOKy cuHTe3e. IlojaBa mpoJyKaTa CHOpeJHUX peakiuja je Takolhe morBpheHa Ha OCHOBY KapakTe-
puctuanor obiuka GPC xpomarorpama. 3a y3opke AHBP cunteruncane “pseudo-one-step” mpoite-
nypoM mobujena je mobpa nuueapHa 3aBucHoct usmely log [#] u log M, mo mere nceymorenepa-
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uuje, kaga cy kao pacreapaun kopumthenu LiICI/DMAc, NMP u DMAC. BpeanocTu cTeneHna KoH-
TpaKL{je MAKPOMOJIEKYJICKOT KIIYIIKa, §’, cy U3padyHare 3a cBe ucnurane y3opke AHBP.
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