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ABSTRACT. Cross-linking is a process in which polymer chains are associated through chemical
bonds. The cross-linking level can be adjusted by the irradiation dosage and often by means of a
cross-linking booster. The polymer additional cross-linking influences the surface nano and micro layers
in the way comparable to metals during the thermal and chemical-thermal treatments. Polybutylene
terephthalate (PBT) can be found in a group of structural polymers, which are often used in industry,
especially in automotive. Applying the technology of electron radiation induces a creation of 3D network
structure, which improves the local mechanical properties. These were later measured by a depth sensing
indentation (DSI) test. This state of the art method is based on immediate detection of indentation
depth in relation to applied force. The creation of 3D network caused an increase in nano-mechanical
properties values, such as indentation hardness and indentation modulus, in comparison to the virgin
material. The indentation hardness rose by 80%, while the indentation modulus elevated by 62%. The
selected structural materials, e.g. PBT, were modified by the electron irradiation in a positive way and
as such could be moved to a group of high performance materials.
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1. INTRODUCTION

Polybutylene terephthalate (PBT) is a semicrystalline
polymer. Some of the remarkable properties of PBT
are as follows [TH3]:

e Good chemical resistance

e High dielectric strength, excellent electrical proper-
ties

e High heat resistance and temperature performance

e Good strength and modulus at elevated tempera-
tures

e Very good processability

¢ Flame resistance and ease of automated soldering.

The major application of PBT is in the automotive
sector. It is used for the manufacturing of electronic
components, parts of instrument panels, and hous-
ings of automotives. Exterior components, namely
bumper fascias, mudguards, door handles, mirror hous-
ings, and wiper arms are also produced from PBT.
Its electrical applications include connectors, smart
network interface devices, power plugs and electrical
components, switches and controls, circuit breaker en-
closures, and outdoor telecommunication enclosures.
It has also found application in fiber-optic tubing and
electrical appliances where the components require a
high surface gloss [4HT].

E-beam crosslinking is a powerful tool used to im-
prove the properties of a wide range of polymers in
the creation of value-added specialty products. The
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crosslinking of polymers through electron-beam pro-
cessing changes a thermoplastic material into a ther-
moset. When polymers are crosslinked, the molecular
movement is severely impeded, making the polymer
stable against heat. Crosslinking is the interconnec-
tion of adjacent long molecules with networks of bonds
induced by chemical treatment or electron-beam treat-
ment [SHIT].

This study is concerned with the effect of ionizing
radiation upon the local nano-mechanical properties
of filled PBT. The main goal was to evaluate the in-
fluence of cross-linking (creation of the 3D network)
on the local nano-mechanical properties of structural
materials, which are commonly used in technical prac-
tice.

2. METHODS

2.1. MATERIAL

A structural material PBT filled with 35% of glass
fibres (PBT + 35%GF) was chosen as a test subject
for this experiment. It is used in numerous technical
applications within the automotive industry. The
material is labelled PBT V-PTSCREATEC-B3HZC
* M800/25 and was obtained from company PTS. It
was shipped in the shape of granules that were later
enriched by 4 % of cross-linking agent labeled TAIC
(triallyl isocyanurate). Exposure of the cross-linking
agent to radiation causes a creation of 3D network
within the polyamide structure, which is faster than
the degradation of the polymer caused by the ionizing
radiation.
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Parameters Unit PBT + 35%GF
Injection Pressure MPa 80

Cooling Time S 35

Mould Temperature °C 85

Zone 1 °C 210

Zone 2 °C 220

Zone 3 °C 235

Zone 4 °C 250

TABLE 1. Injection Molding Parameters.

2.2. SAMPLE PREPARATION

Test samples were manufactured by injection molding
technology on injection machine Arburg Allrounder
470H (LoBburg, Germany). The sample were manu-
factured according to the standard CSN EN ISO 179,
the dimensions were (80 x 10 x 4) mm. The injection
molding process parameters were set in agreement
with the material sheet of the tested polyamide. Ta-
ble |1} displays these parameters.

The crosslinking causes the connection of polymeric
chains to each other, most often using covalent bonds
to form the spatial network. Test bodies were irradi-
ated under industrial conditions on a commercially
available irradiation device in a broader range of ra-
diation doses (0, 66, 132 and 198 kGy) compared to
the doses corresponding to the experience in the prac-
tice. The irradiation process of the specimens was
performed under general conditions (air atmosphere,
ambient temperature of 23 °C) just as it is done in
engineering practice. One pass in the accelerator ex-
posed the material to 33 kGy of radiation.

All samples were irradiated with electron (beta)
rays (accelerated electrons - A Rhodotron R E-beam
accelerator, electron energy 10 MeV) in the firm BGS
Beta Gamma Service GmbH & Co, Saal am Danau -
Germany.

2.3. NANO-INDENTATION TEST

Nano indentation test was done on most modern inden-
tation device; nano indentation tester (NHT3) made
by company ANTON PAAR (Graz, Austria). Mea-
surements were done by method of instrumented test
(DSI - Depth Sensing Indentation) according to stan-
dard CSN EN ISO 14577. Method used for calculation
of mechanical characteristics was OLIVER PHARR.
BERKOVICH pyramid was used as measuring tip.
The Poisson ratio was set to 0.47. It was subtracted
from the material sheet for the test material PBT
including the 35% glass fibers. Device parameters are
shown in Table 21

The indentation hardness (Hyr) was calculated as
maximum load (Fy.x) to the projected area of the
hardness impression (A,) and the indentation modulus
(Err) is calculated from the Plane Strain modulus (E*)
using an estimated sample Poisson’s ratio according

Parameters Unit Value
Maximum Load mN 50
Load/Unload Speed mN/min 100
Holding Time S 90

TABLE 2. Instrumented test parameters.

to [12HI5]:
Fma.’t
Hip = 1
m= (1)
Err=FEx(1-10?%) (2)

The indentation creep (Cyr) was calculated:

where h; is the indentation depth at time t; of reach-
ing the test force (which is kept constant), hy is the
indentation depth at time to of holding the constant
test force [I12HID].

Measurement of all above mentioned properties was
performed 10 times to ensure statistical correctness.

3. RESULTS AND DISCUSSION

Measurement done by the instrumented hardness test
is based on the principle of immediate detection of in-
dentation in dependence on the applied load (Figure|L)).
The dependence provides the basic information about
the behaviour of the tested material, which is subse-
quently used to calculate the mechanical properties,
e. g. indentation hardness and modulus.
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FIGURE 1. Indentation characteristic of tested PBT
35%GF.

Figure[2]describes the dependence of the indentation
depth on time that is used for the calculation of the
indentation creep.

Table [3] shows the average values of the measured
parameters.

Indentation hardness is a basic parameter, which is
used to describe the local mechanical properties of the
filled PBT surface layer. It is calculated by the Oliver
and Pharr method. The unaltered material displayed
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Parameters Unit 0 kGy 66kGy 132kGy 198kGy
Indentation Hardness MPa 65,04 79,35 110,57 116,83
Indentation Modulus GPa 1,26 1,35 1,83 2,04
Indentation Creep % 9,80 11,58 9,20 9,83
TABLE 3. Indentation parameters.
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FIGURE 2. Indentation characteristic (creep) of tested
PBT 35%GF.
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FIGURE 3. Indentation hardness of tested PBT 35%GF.

65 MPa indentation hardness. Due to the exposure
to the electron radiation, a 3D network was created
within the tested PBT, thus significantly increasing
the indentation hardness. The indentation hardness
measured in test samples irradiated by 66 kGy was
79 MPa, while the test samples irradiated by 198
kGy showed that the indentation hardness rose to
117 MPa. The difference in hardness between the
unaltered material and the test sample irradiated by
the highest amounts of radiation was 80%. From
these measurements, it can be said that due to the
filled PBT irradiation, its properties were nearing the
properties of the more expensive polymers.

Furthermore, similar tendencies were measured in
the case of indentation modulus. It was 1.3 GPa for
the unaltered material and with the exposure of in-
creasing dosages of radiation, the indentation modulus
rose up to 2.1 GPa in the material irradiated by 198
kGy. So the improvement was a solid 62%.
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FIGURE 4. Indentation modulus of tested PBT 35%GF.
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FIGURE 5. Indentation creep of tested PBT 35%GF.

Indentation creep belongs among important local
mechanical properties, which are commonly used to
describe the behaviour of a specific material exposed
to long term stress. As can be seen in Figure [5] the
irradiation of the samples did not cause any significant
changes in the creep behaviour of the filled PBT.
The difference between the virgin material and the
irradiated PBT was approximately 6%.

4. CONCLUSIONS

This article describes the local nano-mechanical prop-
erties of the filled PBT. Due to the irradiation by the
electron beam the macromolecules were joined within
the structure, thus creating a 3D network. This led to
a significant improvement of the material properties.

The local mechanical properties were increased even
after the exposure to the lowest radiation dosage. Fur-
thermore, with higher intensity the samples’ inden-
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tation hardness and modulus rose by 80% and 62%.
The results indicate, that the irradiation of the PBT
has a positive effect on its local mechanical properties,
thus moving the polymer in question into the group of
special polymers that are significantly more expensive.
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