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The influence of solid-state polycondensation conditions on the rheological properties of

polyethylene terephthalate was determined. Mathematical models describing the

dependence of the melt flow rate of both virgin and recycled polyethylene terephthalate

on the time and temperature of the solid-state polycondensation process were developed.

A correlation between the melt flow rate and the average molecular weight of polyethylene

terephthalate was demonstrated. Experimental studies showed that conducting solid-

state polycondensation of recycled polyethylene terephthalate at temperatures ranging

from 1300C to 1600C for 3 hours produces polymeric materials with higher molecular

weight and, consequently, improved performance properties.
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Introduction
The solid-state polycondensation (SSP) process

for both virgin and recycled polyethylene terephthalate
(PET) is well established and essential for increasing
its molecular weight.

An increase in the molecular weight of recycled
PET allows it to be reprocessed into finished products
by reducing the number of unwanted products that
can be formed during hydrolytic (HD), thermo-
oxidative (TOD) and thermomechanical destruction
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[1–5] in the recycling process.
SSP begins immediately after the transition of

the polymer from a glassy to a highly elastic state and
lasts until PET enters the viscous state [6]. It is widely
known that during SSP, transesterification and
esterification of polymeric and/or oligomeric PET
derivatives with hydroxyl and carboxyl groups by the
following mechanisms [7–10]:

– transesterification:



145

The influence of solid-state polycondensation of polyethylene terephthalate on its rheological properties

ISSN 0321-4095, Voprosy khimii i khimicheskoi tekhnologii, 2024, No. 6, pp. 144-149

– esterification:

It is widely known that the melt flow index
(MFI) is a characteristic that not only qualitatively
indicates the ability of polymers to flow under load,
but can also characterize their average molecular mass.
Generally, the higher the MFI the lower the molecular
weight. For SSP, from an economic point of view, in
contrast to previous studies [5], PET drying was carried
out in a conventional thermal chamber without
vacuum rather than in a vacuum chamber.

MFI for PET-V was determined under standard
conditions (temperature of 2500C and load of
2.16 kg). Change of MFI over time at different
temperatures of the SSP process for PET-V is shown
in Fig. 1.

Analyzing the results of the above studies, it can
be concluded that the change of MFI for primary
PET-V occurs more efficiently in the temperature
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It should be noted that transesterification reactions
occur at a higher rate than esterification.

It has been noted that the efficiency of SSP
process is influenced by a number of factors: the size
of PET particles, the presence of chain extender,
temperature, time, environment of SSP, etc. [7–10].

However, the parameters of carrying out the
solid-state polycondensation of polyethylene
terephthalate for it processing by reactive extrusion
are almost not studied, and the authors approached
their study empirically [11–14].

Experimental

The following materials were used in this study:
– virgin PET brand BC 210 (PET-V, Sabic,

Saudi Arabia) with the intrinsic viscosity (IV) of
0.80 l/g;

– recycled PET of natural color, washed and
prepared according to bottle to bottle technology
(PET-BTB, General Plastic, Slovenia) with
IV=0.71 l/g;

– granules from secondary crystalline
PET (PET-C, InterPET, Ukraine) with IV=0.63 l/g.

Sample preparation: drying of the examined PET
samples was carried out in a thermal chamber in the
temperature range of 110–1600C.

The determination of the melt flow index was
carried out in accordance with the current ISO 1133
standards.

Results and discussion

According to literature sources [2–4] and our
previous studies [5], it has been determined that SSP
occurs more intensely in the crystalline state of PET
[2–5]. We have previously established that SSP will be
the most effective temperatures of 110 to 1600C (beginning
and end of cold crystallization, respectively) [5].

Fig. 1. Change in flow index of MFI primary melt of

polyethylene terephthalate (PET-V) depending on the

conditions of solid state polycondensation
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range of 130–1600C, which corresponds to the
temperature range of the beginning of PET «hot
crystallization» [5].

After 3 hours of the SSP process in the above
temperature range, the MFI index is almost unchanged
and achieves a conditional «plateau».

Based on analysis of the obtained results on
solid-state polycondensation of virgin PET (PET-V),
the following conclusions can be drawn:

– the change of MFI during the SSP without
the use of vacuum is not extreme;

– effective SSP temperatures are 130–1600C;
– the duration of the SSP process should be at

least 3 hours.
The MFI change over time at various

temperatures for SSP of PET-BTB is presented in
Fig. 2.

Based on the above studies, it can be concluded
that for PET-C, the change in MFI occurs similarly
to virgin PET and PET-BTB. However, it should be
noted that the MFI of PET-C without drying is
significantly larger than for virgin PET and
PET-BTB, which is probably due to the significant
flow of HD, TOD and the much larger thermal
prehistory of the re-granulated material. The effective
temperatures for conducting SSP are 150–1600C when
drying for more than 1 hour.

Based on the experiments and empirically
obtained data, we propose the following mathematical
model for determining MFI depending on SSP
conditions (time and temperature). Experimental data
analysis was performed by regression analysis [6] using
the following type regression equation:

0 1 1 2 2y b +b x +b x .= (1)

In equation (1), we assumed the following: 
x1=ln(exp(τ)); x2=ln(t); y=ln(MFI); τ is the time of 
SSP (hours); and t is the temperature of SSP (0C).

The parameters are given in logarithmic mode
for next transforming the regression equitation with
exponentiation operation. Statistical model takes the
following form:

B CMFI e t .τ
α

⋅
= ⋅ ⋅ (2)

Considering on transformation, the b0, b1, b2

values are given in Table 1 according to the following
operation: À=eb0, B=b1, and C=b2.

The model parameters were obtained according 
to each material and temperature ranges 150–1600C 
and 110–1400C. The adequacy of the models was 
assessed by Fisher’s test (F>Ft).

Fig. 2. Variation of the melt flow index of recycled

polyethylene terephthalate (PET-BTB) depending on the

conditions of solid-state polycondensation

Analysis of the results shown in Fig. 2 shows
that the temperature range of effective SSP process
for PET-BTB is 150–1600C.

It should be noted that the MFI for PET-BTB
is slightly higher than for primary PET-V. This
difference is probably due to the different ways of
HD, TOD and thermal prehistory of recycled material
processing.

The change in MFI for PET-BTB samples
during the SSP, as well as for PET-V, is not extreme.
Effective temperatures for SSP are 150–1600C with
drying process over 2 hours.

Similar to virgin PET and PET-BTB, we
investigated the change of MFI depending on
temperature and time of SSP for re-granulated PET.
Determination of MFI for PET-BTB was carried out
under standard conditions (temperature of 2500C and
weight of 2.16 kg).

The PET-C MFI changes are shown in Fig. 3
depending on the SSP conditions.

Fig. 3. Variation of the melt flow index of secondary

polyethylene terephthalate (PET-C) depending on the

conditions of solid-state polycondensation
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As can be seen from Table 1, the model coefficients
for the given temperature intervals for each material
are adequately described by equation (2).

The model calculations (Table) were evaluated
by comparison with experimental data. The results
are shown in Fig. 4. The maximum deviation was
15% at this stage of research. It can be accepted as
satisfactory.

determination are shown in Fig. 5.
As can be seen, IV is 0.79 l/g, 0.73 l/g and

0.37 l/g for PET-V, PET-BTB and PET-C,
respectively. The molecular weight (MW) for the
experimental PET samples was calculated according
to the equation (3); it is equal to 22922, 20817 and
9088 for PET-V, PET-BTB and PET-C, respectively.

For these samples, the MFI was determined to
be 28.5 g/10 min (for PET-V with MW=22922);
35.4 g/10 min (for PET-BTB with MW=20817);
68.4 g/10 (for PET-C with MW=9088). A correlation
was found between MW and MFI indices. Thus, the
correlation for the MW is as follows:
22922:20817:9088=1.0:1.1:2.5, and the correlation for
the MFI is as follows: 1.0:1.2:2.4, which is very close.

Conclusions

As a result of this research, the optimal conditions
(temperature and process duration) for conducting
solid-state polycondensation of virgin and recycled
polyethylene terephthalate were found to be 130–
1600C for more than 1–3 hours. SSP conditions
were selected depending on the history of PET
production or processing. The necessity of SSP for
PET is dictated by the need to obtain polymeric
materials based on PET with a higher molecular weight
and, accordingly, with an enhanced performance
properties.

Parameters of statistical model (2) (A, B, and C are the model coefficients; F is the calculated Fisher’s criterion;

and Ft is the tabulated value of Fisher’s criterion)

Material Temperature, 
0
C A B C F>Ft 

PET-V 110–140 3.5⋅10
8
 –0.323 –3.379 58.46>4.35 

PET-V 150–160 445.516 –0.454 –0.57 61.04>4.96 

PET-BTB 110–140 1383.89 –0.201 –0.734 21.63>4.35 

PET-BTB 150–160 10391.5 –0.336 –1.187 16.93>4.96 

PET-C 110–140 13046.2 –0.314 –1.077 79.76>4.35 

PET-C 150–160 2.8⋅10
8
 –0.347 –3.116 7.42>4.96 

Fig. 4. Comparison of experimental and calculated data

As mentioned above, melt flow index is a
characteristic that not only qualitatively indicates the
ability of polymers to flow under loads, but can also
characterize materials by their average molecular mass
distribution. In turn, using the IV, the molecular
weight can be determined using the classical Mark-
Kuhn-Houwink equation [7–14].

In determining the intrinsic viscosity of the PET
in a solution of phenol and 1,2-dichlorobenzene
(50:50), the following interpretation of the Mark-
Kuhn-Houwink equation is used [15]:

(3)

We carried out study to determine the intrinsic 
viscosity and calculated the molecular weight of 
PET-V, PET-BTB, and PET-C samples.

The intrinsic viscosity was determined according
to ISO 1628-1. The results of the intrinsic viscosity

Fig. 5. Intrinsic viscosity of PET in phenol solution and

1,2-dichlorobenzene (50:50) determined at 250C
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The SSP conditions for both virgin PET-V and
recycled PET-BTB and PET-C polymers are very
similar. Mathematical models of MFI change as a
function of drying time and temperature (PET of
different prehistory) for each of the cases have been
developed. These models are effective in the range of
SSP temperatures (130–1600C) and have a standard
error of no more than 15%.
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ÂÏËÈÂ ÒÂÅÐÄÎÔÀÇÍÎ¯ ÏÎË²ÊÎÍÄÅÍÑÀÖ²¯
ÏÎË²ÅÒÈËÅÍÒÅÐÅÔÒÀËÀÒÓ ÍÀ ÉÎÃÎ
ÐÅÎËÎÃ²×Í² ÂËÀÑÒÈÂÎÑÒ²

Ä.Î. ×åðâàêîâ, Â.Â. Âåäü, Â.Â. Ôåäàí, Ê.Ì. Ñóõèé, 
Î.Â. ×åðâàêîâ

Âñòàíîâëåíî âïëèâ óìîâ ïåðåá³ãó ïðîöåñ³â òâåðäî-
ôàçíî¿ ïîë³êîíäåíñàö³¿ ïîë³åòèëåíòåðåôòàëàòó íà éîãî 
ðåîëîã³÷í³ âëàñòèâîñò³. Ðîçðîáëåíî ìàòåìàòè÷í³ ìîäåë³ çà-
ëåæíîñòåé ïîêàçíèêà òåêó÷îñò³ ðîçïëàâó ïåðâèííîãî òà âòî-
ðèííîãî ïîë³åòèëåíòåðåôòàëàòó â³ä ÷àñó òà òåìïåðàòóðè 
ïðîâåäåííÿ éîãî òâåðäîôàçíî¿ ïîë³êîíäåíñàö³¿. Ïîêàçàíà 
êîðåëÿö³ÿ ì³æ ïîêàçíèêîì òåêó÷îñò³ ðîçïëàâó òà ïîêàçíè-
êîì ñåðåäíüî¿ ìîëåêóëÿðíî¿ ìàñè ïîë³åòèëåíòåðåôòàëàòó. 
Íà ï³äñòàâ³ çä³éñíåíèõ åêñïåðèìåíòàëüíèõ äîñë³äæåíü 
âñòàíîâëåíî, ùî ïðîâåäåííÿ òâåðäîôàçíî¿ ïîë³êîíäåíñàö³¿ 
âòîðèííîãî ïîë³åòèëåíòåðåôòàëàòó (ïðè òåìïåðàòóð³ 
130–1600Ñ ïðîòÿãîì 3 ãîäèí) äîçâîëÿº îäåðæóâàòè ïî-
ë³ìåðí³ ìàòåð³àëè ç á³ëüø âèñîêîþ ìîëåêóëÿðíîþ ìàñîþ, 
³, â³äïîâ³äíî, ç ï³äâèùåíèì ð³âíåì åêñïëóàòàö³éíèõ 
âëàñòèâîñòåé.

Êëþ÷îâ³ ñëîâà: ïîë³åòèëåíòåðåôòàëàò, òâåðäîôàçíà
ïîë³êîíäåíñàö³ÿ, ã³äðîë³òè÷íà äåñòðóêö³ÿ, ïîêàçíèê
òåêó÷îñò³ ðîçïëàâó, õàðàêòåðèñòè÷íà â’ÿçê³ñòü.
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The influence of solid-state polycondensation conditions
on the rheological properties of polyethylene terephthalate was
determined. Mathematical models describing the dependence of
the melt flow rate of both virgin and recycled polyethylene
terephthalate on the time and temperature of the solid-state
polycondensation process were developed. A correlation between
the melt flow rate and the average molecular weight of polyethylene
terephthalate was demonstrated. Experimental studies showed
that conducting solid-state polycondensation of recycled
polyethylene terephthalate at temperatures ranging from 1300C
to 1600C for 3 hours produces polymeric materials with higher
molecular weight and, consequently, improved performance
properties.
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