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Abstract 

Radiation-induced free radical stability was evaluated using Electron Spin Resonance (ESR) for 
two medical-grade Ultra High Molecular Weight Polyethylene (UHMWPE) resins, GUR 4150 and 
1900H, after 20 years of aging in air and vacuum at 23 °C, 37 °C, and 75 °C. Spectral analysis 
revealed oxygen-induced radicals in samples aged in air at 23 °C and 37 °C, with higher 
concentrations at 23 °C, whereas vacuum-aged samples retained primary radiation-induced 
radicals that decreased progressively with increasing temperature; no radicals were detected in air-
aged samples at 75 °C.  Overall, radical concentration decreased by about two orders of magnitude 
over 20 years. At 23 °C, 1900H exhibited lower FRC than GUR 4150 by about two-thirds, 
indicating improved oxidative stability. After air aging at 23 °C, 1900H also showed reduced 
carbon-centered polyenyl radicals (R1, 0.6×) and oxygen-induced polyenyl radicals (R2, 0.5×) 
compared to GUR 4150. X-ray diffraction (XRD) confirmed the crystalline structure of both 
materials through the characteristic orthorhombic peaks at Bragg angles 2θ = 22° (110) and 24° 
(200). The average crystallite sizes for GUR 4150 were 21.76, 20.24, and 21.84 nm, while for 
1900H they were 17.14, 20.22, and 21.56 nm at 23 °C, 37 °C, and 75 °C, respectively. Fourier 
Transform Infrared Radiation measurements revealed oxidation index values of 11.3%, 17.7%, 
and 38.2% for GUR 4150, compared with significantly lower values of 5.2%, 7.4%, and 10.5% 
for 1900H, indicating enhanced oxidation resistance of 1900H after 20 years of aging.  
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1. Introduction 

Hip and knee joint replacements are common surgical interventions for managing joint 
degeneration due to aging, trauma, or disease. Ultra-high molecular weight polyethylene 
(UHMWPE), a commonly used material that serves as an articulating surface in joint replacement 
surgeries and acts as a cartilage substitute in components such as the socket of a ball-and-socket 
hip joint, has become a top choice for these implants due to its exceptional mechanical, 
tribological, and biocompatible properties [1,2]. However, the wear debris formed in the 
articulating surfaces are known to have negative effect on the performance of the liners. One of 
the causes of the formation of such wear debris and the associated oxidative degradation of the 
articulating surfaces is known to arise from free radical reactions. When UHMWPE (a semi-
crystalline polymer) is subject to high-energy radiation, which is often used to sterilize the implants 
(e.g., 30kGy gamma radiation is a common dosage) or to crosslink its molecular chains for added 
strength (for which 100kGy is a common dose), free radicals (molecules with unpaired electrons) 
are formed due to breakage of molecular bonds. The broken molecules with free radicals in the 
amorphous regions are able to get cross-linked through recombination processes, both 
immediately, as well as over time [5]. However, the free radicals which are generated in the 
crystalline regions stay trapped and gradually induce oxidative cascade reactions, resulting the 
oxidative embrittlement of the irradiated UHMWPE in the long term [4-10]. These trapped 
radicals, often referred as “residual radicals” may react more or less with oxygen depending on the 
types of UHMWPE, thereby more or less oxidation, thereby more or less wear, and thereby more 
or less success/life of the implant, before it fails due to oxidation-induced osteolysis [3, 4].  

GUR Resin (Two types: GUR 4150 and GUR 4120) and 1900 Resin (designated as Himont 1900) 
are two major types of medical grade UHMWPE (although Himont 1900 is not as common today), 
have been historically used to consolidate components in joint replacements. These two types of 
UHMWPE resin (GUR Resin and 1900 Resin) are different in chemical composition depending 
on the trace level of residuals and ash contents during polymerization [17, 25]. Due to the 
difference in chemical contents, two types of resins possess different morphological properties 
(average molecular weight, mean particle size, and crystalline properties) and play a critical role 
in generation, mobility and persistence of free radicals formed during irradiation, crosslinking, free 
radical mediated oxidation and wear resistance during storage and use [17-19]. For instance, 
variations in crystallinity may influence the diffusion of oxygen and mobility of free radicals, while 
differences in molecular weight distribution can alter the rate of radical recombination or 
oxidation.  

GUR 4150 UHMWPE is typically characterized by a more ordered lamellar crystalline structure 
with a relatively higher degree of crystallinity, which has been reported to restrict molecular 
mobility and promote the retention of irradiation-induced residual free radicals. Over long-term 
aging, such trapped radicals may contribute to oxidative degradation. In contrast, Himont 1900H 
UHMWPE, whose production was discontinued in the early 2000s, exhibits a less ordered, 



predominantly spherulitic crystalline morphology [17], which is associated with increased chain 
mobility and may facilitate faster radical diffusion and recombination.  

Radiation sterilized UHMWPE products are often shelf stored prior to use as implant component 
[11]. If the products are stored in air permeable packaging, material degradation can occur rapidly 
due to oxidative reaction of the free radicals [12]. Vacuum or inert-gas packaging is, therefore, an 
alternative approach to minimize the oxidation during the storage period [13], still the radicals are 
there to react with oxygen later when exposed to, such as when implanted [14, 15]. However, Post-
irradiation thermal treatments—annealing (below melting point) and remelting (above melting 
point)—reduce residual radicals and improve oxidation resistance but compromise toughness and 
fatigue strength [16]. Such research was initiated in 1998 under the auspices of the NSF-
Industry/University Center for Biosurfaces (IUCB), a partnership program between the State 
University of New York at Buffalo (SUNY Buffalo) and the University of Memphis. The primary 
objective was to estimate the long-term oxidative reaction due to free radicals and the annealing 
effect in quenching the free radicals in gamma irradiated (30 kGy) UHMWPE resins: GUR 4150 
(GUR resin) and 1900H (Himont 1900) in open air and vacuum conditions at room temperature 
(23°C), body temperature (37°C), and elevated temperatures (75°C). Since the root cause of wear 
is free radical, it is important to know how different types of UHMWPE may be correlated to the 
top reasons for implant failure in the long-term, such as the amount of real years that today’s 
implants are expected to last (~20 years), and in real-time aging conditions, whose data are 
preferred to artificially accelerated aging (e.g., oxygen-pressure chambers). To our knowledge, no 
studies have been performed to compare the free-radical induced oxidation processes in different 
types of UHMWPE for 20 years or longer.  

So, even if a type of UHMWPE is no longer commercially used in current implement 
manufacturing, such as 1900H in this study, the information may be used to learn how to make 
better UHMWPE types in the future, which may be less susceptible to oxidation, similar to the 
effect of an antioxidant but without requiring the antioxidant (which may have additional 
advantages, as the antioxidant may interfere with crosslinking, for example).  

2. Chemical Background of UHMWPE 

UHMWPE is a high-density polyethylene, made up of more than 200,000 ethylene monomeric 
units. The molecular weight of UHMWPE is measured around (2-6) × 106 g/mol and has a density 
of 0.94-0.97 g/ml [17, 20]. The crystallinity of UHMWPE is around 30–40%, and crystalline 
regions are randomly oriented with respect to each other [17,20]. Overlaps can exist between the 
long molecular chains, which allow transfer of large shear forces from molecule to molecule [17]. 
Gamma irradiation, used for crosslinking and sterilization, breaks polymeric chains, some of which 
recombine to form crosslinks, and there are others that remain as radicals. The well-studied radicals 
in UHMWPE are Alkyl: [—CH2 —•CH —CH2—], Allyl: [—CH2—CH = CH— •CH—CH2—] 
and Polyenyl: [—CH2—HC• — (CH = CH)n— CH2—] [20]. These primary radicals can 
recombine over time in the UHMWPE aging in air, or in nitrogen. However, some trapped radicals 



in the crystalline region convert to short-lived secondary or tertiary radicals, which are precursors 
to the oxidation process in UHMWPE. The secondary or tertiary radicals are: Peroxy: [—CHO2 
•—], Alkoxy: [—CHO•—] and Vinyl: [>CH=•CH2—]. In the presence of oxygen, two additional 
types of radicals, R1: — •CH— [CH = CH—]m— , polyenyl with m > 3 and R2: —•OCH— [CH 
= CH—]m—, called oxygen induced radicals (OIR) with m =2 or 3 (dienyle or trienyle), can 
remain trapped in the irradiated UHMWPE for a very long time [11].  

3. Materials and Methods 

3.1. Selected samples 

Solid UHMWPE made from the aforementioned resin types (GUR 4150 and 1900H) of 10 mm 
length and 2 mm diameter, machined from ram extruded rod, were provided by Industry/University 
Center for Biosurfaces (IUCB) for free radical measurements using Electron Spin Resonance 
(ESR) technique. The samples were categorized into two groups and stored in open air or vacuum-
sealed ESR sample tubes evacuated to1 mTorr or better.  Prior to storage, all samples received 30 
kGy gamma irradiation at room temperature. In 1998, the ESR spectrum of each sample was 
recorded and labeled as initial (time t=0) spectrum, which provided information about the initial 
or the primary radicals. Following the initial measurements, samples were stored at room 
temperature (23°C), body temperature (37°C) and at elevated temperature (75°C).  

3.2. Experimental Characterization   

3.2.1. X-ray diffraction (XRD)  

The crystalline properties of GUR 4150 and 1900H types of UHMWPE aging in air at three 
different temperatures (23°C, 37°C, and 75°C) for 20 years, were analyzed using a Bruker D8 
Advance X-ray diffractometer (Bruker, Germany) equipped with Cu Kα radiation (λ = 1.5406 Å). 
XRD data were collected with a tube voltage of 40 kV and a current of 40 mA over a 2θ range of 
20° to 70°, using a step size of 0.0484° and a counting time of 2 s per step. A solid-state VÅNTEC 
detector was used for data acquisition.  

3.2.2. Fourier Transform Infrared Radiation (FTIR) 

Fourier Transform Infrared Spectroscopy (FTIR) was employed to analyze the chemical 
composition of GUR 4150 and 1900H UHMWPE samples aged in air at 23 °C, 37 °C, and 75 °C 
for 20 years, with absorbance spectra recorded over the wavenumber range of 400–4000 cm⁻¹ 
using a Nicolet iS10 spectrometer (Thermo Fisher Scientific).  

3.2.3. Electron Spin Resonance (ESR)  

The free radical test of GUR 4150 and 1900H types UHMWPE aging in air at three different 
temperatures (23°C, 37°C, and 75°C) for 20 years, was performed by analyzing ESR spectra which 
were recorded using an X-band Bruker EMX 300 spectrometer operating at 9.8 GHz microwave 
frequency and 100 kHz magnetic field modulation frequency. The samples were tested over 200 



Gauss sweep width, centered at 3510 Gauss. Each category of sample contained at least three 
specimens. Free radical concentrations (spins/g) were determined by double integrating the ESR 
absorption spectra and comparing the results to calibration standards of known spin concentration. 
Microwave power was varied to detect the types of radicals (carbon-centered polyenyl, R1) and 
(oxygen-centered dienyl or trienyl, R2) by studying the power saturation behavior of radicals. 
Modulation amplitude were varied to optimize signal to noise ratio. The relative composition of 
radical species was determined by spectral simulation and deconvolution using a multi-component 
fitting approach. Experimental ESR spectra were fitted by linear combination of reference spectra 
corresponding to individual radical species. The weighting factors of each component were 
iteratively adjusted using least-squares minimization until the simulated spectrum reproduced the 
experimental line shape and hyperfine features with minimal residual error. The optimized 
weighting coefficients were used to estimate the fractional contribution of each radical type.  

4. Result and Discussion 

4.1. X-ray Diffraction (XRD) Measurements  

The X-ray Diffraction (XRD) patterns shown in Figure 1 (a, b) represents strong signals from two 
orthorhombic peaks at the Bragg angle of 2θ = 22° (110) and 24° (200) for both GUR 4150 and 
1900H UHMWPE aging at 23°C, 37°C and 75°C for 20 years [24]. Some small peak signals were 
also observed close to 2θ = 37° (020), 41° (310) and 44° (220) respectively for both types of the 
UHMWPE samples. No significant peak shifts were observed in the XRD patterns of the samples 
after heat treatment at 37°C and 75°C compared to the room temperature (23°C) condition. The 
sharp and intense diffraction peaks in the XRD pattern confirmed the dominance of crystalline 
regions within the UHMWPE samples, while the absence of peak broadening indicated a minimal 
contribution from the amorphous phase. The average crystallite sizes of GUR 4150 and 1900H 
were determined using the Debye Scherrer approximation as described below.  

Crystallite Size, D = 
𝐾𝜆ఉ஼௢௦ఏ                                                                                       … Equ. (1)  

Where, K ~ 0.9 is the shape factor, λ represents the wavelength (CuKα), β = Field-Width-Half-
Maximum (FWHM).  

 

The crystallite sizes of GUR 4150 samples stored at 23°C, 37°C and 75°C were calculated as 21.76 
nm, 20.24 nm, 21.84 nm respectively. In comparison, the crystallite sizes of 1900H samples stored 
at the same temperatures were determined as 17.14 nm, 20.22 nm, and 21.56 nm, respectively. At 
room temperature (23°C), GUR 4150 exhibited a larger crystallite size compared to 1900H, 
reflecting its higher degree of crystallinity and denser molecular packing. However, at an elevated 
temperature of 75°C, 1900H showed a significant increase in crystallite size, from 17.14 nm to 
21.56 nm, suggesting thermal reorganization driven by increased molecular mobility in its more 
amorphous matrix.  



On the other hand, GUR 4150, being more crystalline compared to 1900H at the beginning, 
undergone less pronounced crystallite growth, and even a slight dip at 37°C. This could be due to 
partial chain scission and the competing effects of oxidative degradation and recrystallization 
before further increase at 75°C, as a result of thermal annealing. These negligible variations of the 
crystallite sizes can be demonstrated from the reduction of scatterings at grain boundaries that 
existed inside the UHMWPE samples. Also, enhanced phonon generated from the lattice 
vibrations may transport into amorphous regions sandwiched between crystallites. After heat 
stretching, the boundary roughness got decreased that allows more phonon scattering replacing 
diffuse scattering, which potentially reduced the differences of the crystallite sizes between GUR 
4150 and 1900H stored at 23°C, 37°C, 75°C temperatures [25]. The overall trend confirmed that 
thermal aging promoted crystallite growth in both types of UHMWPE, especially in more 
spherulitic 1900H.   

 

Figure 1: X-ray diffraction (XRD) patterns of (a) GUR 4150 and (b) 1900H UHMWPE samples after 20 
years of aging in air at 23°C, 37°C, and 75°C. 

4.2. FTIR Spectrums  

The Fourier Transform Infrared Radiation (FTIR) measurements were performed to study the 
vibrations of the chemical bonds activated in GUR 4150 and 1900H after 20 years of aging in air 
at three different temperatures (23°C, 37°C and 75°C). The FTIR spectrums as shown in Figure 2 

(a, b) represent the identical absorbance peaks for both types of UHMWPE samples stored at 23°C, 
37°C and 75°C. The sharp peak signals that appeared at 717 cm-1 are due to the bending such as 
rocking vibrations of C-C bonds from -(CH2)n- chain. The peaks at 1458 cm-1 can be attributed to 
the C-H deformation such as scissoring vibration from the methylene group -(CH2)n-. Stretching 



vibration modes were observed from each UHMWPE sample at 1593 cm-1 and 1730 cm-1 from the 
C=C alkene and C=O carbonyl functional groups [26]. Moreover, the two absorption peaks found 
about 2908 cm-1 and 2835 cm-1 respectively are due to the C–H asymmetric and symmetric 
stretching vibrations in the –CH2– group. In addition, small signals were also observed near 3785 
cm-1 for both GUR 4150 and 1900H, can be attributed to the stretching vibration of O-H functional 
groups. In this study, oxidation index of both GUR 4150 and 1900H were further calculated from 
the ratio of peak area (1730 cm-1, carbonyl group as C=O) to the referenced peak area (2908 cm-1, 
as C-H can be assumed to remain relatively stable during oxidation process) to investigate the 
degradation of these UHMWPE samples stored at 23 °C, 37 °C and 75°C over 20 years period of 
time [27].  

The calculated oxidation index (OI) values were obtained as 34%, 40%, 54% for GUR 4150 and 
as 5%, 12%, 14% for 1900H over 20 years of aging in air at 23°C, 37°C and 75°C respectively. 
From the calculated OI of two different types of UHMWPE, it has been observed that GUR 4150 
oxidized significantly more at all temperatures compared to 1900H. This can be a possible effect 
of the higher lamellar crystalline morphology of GUR 4150 indicating higher crystallinity, where 
the residual radicals (which were not recombined through gamma induced crosslinking) remain 
trapped within crystalline lamellae and slowly react with diffusing oxygen over the years. In 
contrast, the lower oxidation of 1900H compared to GUR 4150 might be due to the presence of 
less ordered spherulitic crystalline morphology (lower crystallinity and higher amorphous content) 
that allows faster radical recombination, limiting the availability of radicals to sustain prolonged 
oxidation [17]. However, the OI of GUR 4150 stored at room temperature (23°C) exhibited a 
greater percentage with rising temperatures (37°C and 75°C) compared to 1900H, which could be 
attributed to the formation of microvoids or interfacial defects under thermal stress, promoting 
increased oxygen permeability and deeper oxidation [28]. The OI increased significantly with 
storage temperature for both GUR 4150 and 1900H samples, which might be the effect of higher 
molecular kinetic energy accelerating the oxidation reactions, along with the thermally enhanced 
diffusion of oxygen into the material.   

 
 



 

Figure 2: FTIR spectra of (a) GUR 4150 and (b) 1900H UHMWPE samples after 20 years of aging in air 
at 23°C, 37°C, and 75°C. 

4.3. ESR spectra of GUR 4150 and 1900H types UHMWPE 

ESR spectra of GUR 4150 and 1900H samples after 20 years of aging in open air and vacuum-
sealed conditions at 23°C, 37°C, and 75°C are shown in Figure 3 (a-f). In both types, the open-air 
samples aged at 23°C and 37°C indicated the conversion of primary gamma-induced radicals into 
oxygen-induced polyenyl radicals. The absence of radicals in both GUR 4150 and 1900H at 75°C 
suggests that, irrespective of the difference in mean particle size, molecular weight distribution 
and crystalline properties, both types of UHMWPE respond in a similar manner to the moderate 
thermal annealing. At 75°C, both types of UHMWPE samples could have increased mobility of 
molecular chains and subsequent stabilization of free radicals through further recombination [16]. 
All vacuum-sealed samples at all three different temperatures contained primary alkyl type 
radicals, suggesting no oxidation had occurred.  



 

Figure 3: ESR spectra of GUR 4150 (a-c) and 1900H (d-f) followed by 20 years of aging at 23°C, 37°C 
and 75°C temperature in air and vacuum-sealed conditions. 

4.4. Detection and extraction of free radicals 

The types of free radicals associated with primary (gamma-induced) radicals in a particular sample 
were identified and their relative percent compositions were estimated, as shown in Table 1.   

Table 1: Percent (%) composition of radical types detected in GUR 4150 and 1900H after 20 

years of aging in vacuum-sealed condition at different temperatures 

Radical Type 23°C 37°C 75°C 

GUR 4150 1900H GUR 4150 1900H GUR 4150 1900H 

Alkyl 
14 ± 3 16 ± 4.5 14 ± 2.03 12 ± 1.2 14 ± 0.6 18 ± 3.2 

Allyl 
39 ± 6 42 ± 8 47 ± 3.33  51 ± 1.76  34 ± 10.3 19 ± 5.5 

Polyenyl 
47 ± 3 22 ± 11.5 27 ± 10.03  18 ± 4.4  0 0 

Dienyl 0 21 ± 1 20 ± 5.5  19 ± 4.7  52 ± 10.5 63 ± 2.4 
Trienyl 0 0 0 0  0 0 



For alkyl and allyl radicals, no significant difference was found between GUR 4150 and 1900H at 
23°C, but 1900H at 23°C showed lower concentration of polyenyl (22/47) and the presence of 
dienyl (21/0) and no trinyl (0/0). At 37°C, 1900H showed an approximately equal concentration 
of alkyl (12/14), allyl (51/47), and less polyenyl (18/27), and a similar concentration of dienyl 
(19/20) and no trinyl (0/0). 1900H at 75°C showed an approximately equal amount of alkyl 
(18/14), less allyl (19/34), no polyenyl and a higher concentration of dienyl (63/52). The 
conversion of primary radicals into dienyl (oxygen centered polyenyl) components in 1900H 
sealed in 23°C might occur due to the difference in size and molecular weight of 1900H at room 
temperature, as compared to GUR 4150. In addition, the conversion of primary radicals into dienyl 
components might increase with the increase in temperature, due to the thermal motion of the 
polyethylene molecules. 

4.5. Detection and Quantification of R1 and R2 radical 

The ESR spectral features due to two additional types of radicals exist in UHMWPE; R1:  — 
•CH— [CH = CH—]m— , polyenyl with m > 3  (carbon centered polyenyl) and R2: —·OCH— 
[CH = CH—]m— , Oxygen induced radicals (OIR) with m =2 or 3 (Oxygen centered polyenyl) 
were observed for GUR 4150 and 1900H samples after 20 years of aging in open air at room 
temperature (23ºC), as shown in Figure 4. The spectral features, recorded as a function of 
microwave power (ESR test parameter), were similar for both types of samples. For each type, the 
ESR spectrum due to carbon centered polyenyl radical (R1) was observed as a symmetric isolated 
signal that was detected at very low microwave power (0.01 mW). As the microwave power 
increased, the ESR signal indicated the presence of another type of radical with a different 
resonance factor, which is known as the R2 oxygen-induced radical. At 160 mW microwave 
power, the resonance ESR spectra consisted of two different radical species: R1 and R2. Similar 
detection of R1 and R2 radical had also been observed earlier for GUR 4150 aged in open air [21].  
 
 



 
  
Figure 4: ESR spectra recorded for (a) GUR 4150 and (b) 1900H with varying power (mW) and constant 
modulation amplitude (1 Gauss) to detect R1 and R2 radicals after 20 years of aging in vacuum at room 
temperature.  
 
The relative concentrations of R1 and R2 were studied between GUR 4150 and 1900H and 
presented in Figure 5. Analyses of the ESR data revealed that 1900H (compared to GUR 4150) 
contained lower concentrations of R1 (0.6x) and R2 (0.5x). This result indicates a possible 
increased oxidation protection in 1900H samples, as fewer oxygen-induced radicals were 
generated. The spherulitic crystalline morphology of 1900H, typically associated with slightly 
lower molecular weight polyethylene compared to GUR 4150 (having lamellar crystalline 
morphology) might have increased mobility of molecular chains and subsequent recombination of 
free radicals [17, 22].   
   



 

Figure 5: Relative Free Radical Concentration (FRC) of R1 and R2 radicals of GUR 4150 and 
1900H after 20 years of aging in air at room temperature.   

4.6. Quantification of Free radical concentration   

The Free Radical Concentrations (FRC) (spins/g) were quantified and are shown in Figure 6. The 
bar chart of FRC (spins/g) clearly presented that, at 23°C, the open air 1900H sample contains less 
FRC (spins/g) compared to GUR 4150, by a factor of 2/3, which might be an effect of free radical 
conversion to the non-radical species. In vacuum environments, both GUR 4150 and 1900H 
showed slightly higher concentration at 23°C than at 37°C. 1900H might have less recombination 
of free radicals in vacuum condition at 37°C which causes slightly more radical concentration 
compared to GUR 4150 under the same condition. In addition, the ratios of free radical 
concentration between these two types of UHMWPE shown in the inset graph of Figure 6 
demonstrated that, compared to GUR 4150, 1900H contains 0.6, 0.9, 1.0, 1.1 and 1.3 times more 
radicals at 23°C (air), 37°C (air), 23°C (vacuum), 37°C (vacuum) and 75°C (vacuum), 
respectively. However, all the samples except those stored in air at 75°C, had quantifiable radical 
contents remaining after 20 years.  The difference in rate of recombination of gamma induced 
primary types of free radicals between two types of UHMWPE might be caused by the difference 



in mean particle size, molecular weight distribution and crystalline morphology between two major 
types of UHMWPE resin [17].    

 

 

Figure 6: Relative free radical concentration (FRC) between GUR 4150 and 1900H followed by 20 years 
of aging in air and vacuum environment at 23°C, 37°C and 75°C temperature.   

 

In addition, the free radical concentrations (FRC) (spins/g) of both types of UHMWPE: GUR 4150 
and 1900H samples followed by 20 years of aging in air and vacuum environment at room 
temperature (23°C), were quantified and compared to the initial radical concentrations measured 
immediately after gamma irradiation at time t=0 (20 years ago), which is presented in Figure 7.  
From the FRC (spins/g) bar chart of Figure 7, it was found that the total concentration of radicals 
in all samples decreased by two orders of magnitude over 20 years. The reduction of FRC (spins/g) 
in both GUR 4150 and 1900H samples, aging in air and vacuum at room temperature (23°C), may 
be caused by prolonged exposure of samples to the low level of ultraviolet (UV) radiation, 



potentially emitted by the fluorescent or LED light used in the laboratory [23]. The ratio of FRC 
of GUR 4150 and 1900H samples aging in air at room temperature (23°C) for 20 years (t=20) to 
that of initial condition (t=0) were shown in the inset graph of Figure 6. It was found that after 20 
years GUR 4150 showed 0.28 times more FRC, whereas 1900H showed 0.18 times more FRC, as 
compared to their initial states. The higher stabilization rate of free radicals in 1900H can be an 
effect of the difference in crystalline morphologies between two types of resins. It has been 
reported that GUR resin (GUR 4150) possesses more ordered and compact lamellar crystalline 
structure, whereas 1900 resin (1900H) resin possesses less-organized spherulitic crystalline 
structures [17]. The prolonged exposure to the fluorescent light of 1900H samples may promote 
enhanced molecular mobility in the amorphous region of less organized spherulitic crystalline 
structure, inducing the higher recombination of primary gamma induced radicals.     

 

 

Figure 7: Change in Free radical concentration (FRC) in UHMWPE (GUR-4150 and 1900H) followed by 
20 years of aging in air and vacuum sealed condition compared to initial condition.   

 



Conclusion   

Although 1900H types of polyethylene are now less common (more typical in current use are 
GUR1020 and GUR1050, for example), these results can give insights as to possible oxidation-
preventative measures to implement in future manufacturing, beyond simply adding antioxidants 
or adjusting heat treatments.  

GUR 4150 and 1900H (and their associated makeup due to their manufacturing) in open air at all 
temperatures indicated a conversion of primary radicals to oxygen-induced radicals, whereas 
vacuum-sealed all indicated a presence of primary radicals (initially produced upon original 
gamma-irradiation treatment 20 years ago), demonstrating that even 75°C heat is not sufficient to 
completely eliminate radicals generated from 30kGy gamma irradiation. It is therefore assumed 
that additional dose such as 100 kGy would yield more radicals which would remain in inert 
environments unless undergoing additional heat or other treatment (e.g., antioxidants). The 
detection and extraction analyses of radicals in both types of UHMWPE showed a percent 
conversion of primary radicals into dienyl (oxygen-centered polyenyl) components in 1900H over 
20 years of aging in vacuum at 23°C, whereas, no such conversion was detected for GUR 4150 
samples aged in similar conditions. This conversion of less stable primary radicals into the dienyl 
radicals (containing conjugated double bond which helps to delocalize the unpaired electron 
making the radical more stable) in 1900H samples indicates the presence of higher recombination 
of radicals and possible improved wear resistance, compared to GUR 4150. In addition, the lower 
amount of carbon-centered polyenyl (R1) and oxygen-centered polyenyl (R2) radicals in 1900H, 
compared to GUR 4150, after 20 years of aging in air at room temperature (23°C) suggests possible 
increased oxidation protection in the 1900H samples, as fewer oxygen-induced radicals were 
generated. This observation was further supported by the calculated oxidation index (OI), where 
1900H consistently demonstrated lower OI values, indicating a reduced extent of oxidative 
degradation. The relatively lower formation of carbonyl species in 1900H suggests enhanced 
oxidation resistance compared to GUR 4150. XRD analysis provided further structural insights, 
revealing higher crystallinity and denser packing of GUR 4150 compared to1900H. The SEM 
images also revealed a more pronounced ordered arrangement of crystalline lamellae in GUR 4150 
samples aged in air at room temperature for 20 years, compared to 1900H  samples aged in same 
temperature and condition.  

The FRC analyses as a function of temperature and condition also indicated that both types (GUR 
4150 and 1900H) in all conditions (air and vacuum sealed at 23°C, 37°C and 75°C), showed 
descending FRC (spins/g) with increase in temperature, as would be expected with the assumption 
that temperature decreases radical quantities in general. This result indicates the possible 
recombination of radicals due to the increase in mobility of molecular chain with increase in 
temperature. It was also observed that, 1900H contains a smaller number of FRC (spins/g) by a 
factor of 2/3 compared to GUR 4150 over 20 years. Although, compared to initial (at t=0, 
immediate after gamma irradiation) measurements, the present FRC (spins/g) of all samples (GUR 
4150 and 1900H of all conditions) were found to decrease by two orders of magnitude, and there 



are still quantifiable radicals remaining in all the samples except those stored in air at 75°C. The 
semi-crystalline lamellar structure of GUR 4150, stored at higher temperatures have undergone 
more oxidation due to their long-term radical stability and reactive interfacial amorphous zones 
Whereas 1900H spherulites semi-crystalline nature exhibited less degradation due to the 
characteristics of lower radical retention. The integrated analyses from ESR, FTIR, XRD, and 
SEM consistently indicated that 1900H exhibits greater oxidative stability and structural retention 
over long-term aging compared to GUR 4150. This behavior is associated with 1900H’s intrinsic 
molecular structure and manufacturing processes, which govern its radical recombination 
pathways and mitigate oxidative degradation.   

Acknowledgments 

This work was supported in part by NSF-Industry/University Center for Biosurfaces (IUCB), and 
by the ESR service of Biomaterials Laboratory, University of Memphis. 

Author’s contributions  

Afsana Sharmin contributed to the experimental design, performed ESR experiment, data analysis 
and article writing. Farhan Azim performed XRD and FTIR measurements, data analysis and 
writing. Benjamin M. Walters provided analytical guidance and contributed to the review and 
editing of the manuscript. Muhammad S. Jahan developed the research concept, supervised the 
project, contributed to data interpretation and discussion, and critically revised the manuscript 
prior to submission.  
 
Conflict of Interest 

There is no conflict of interest in this work.  
  
References 

1. Kurtz SM (2009) Ultra high molecular weight polyethylene in total joint replacement and 
medical devices. In: Kurtz SM (ed) UHMWPE Biomaterials Handbook, 2nd edn. Elsevier 
Academic Press.  

2. Sharma V, Chowdhury S, Keshavan N, Basu B (2022) Six decades of UHMWPE in 
reconstructive surgery. Int Mater Rev 68:46. 
https://doi.org/10.1080/09506608.2022.2047419 

3. Wang H, Xu L, Li R, Hu J, Wang M, Wu G (2016) Improving the creep resistance and 
tensile property of UHMWPE sheet by radiation crosslinking and annealing. Radiat Phys 

Chem 125:41. https://doi.org/10.1016/j.radphyschem.2016.03.009  
4. Lambert B, Neut D, Van Der Veen HC, Bulstra SK (2018) Effects of vitamin E 

incorporation in polyethylene on oxidative degradation, wear rates, immune response, 
and infections in total joint arthroplasty: a review of the current literature. Int Orthop 
43:1549. https://doi.org/10.1007/s00264-018-4237-8  

https://doi.org/10.1080/09506608.2022.2047419
https://doi.org/10.1016/j.radphyschem.2016.03.009
https://doi.org/10.1007/s00264-018-4237-8


5. Oral E, Rowell SL, Muratoglu OK (2006) The effect of α-tocopherol on the oxidation 
and free radical decay in irradiated UHMWPE. Biomaterials 27:5580.  
https://doi.org/10.1016/j.biomaterials.2006.07.017  

6. Sobieraj MC, Rimnac CM (2009) Ultra high molecular weight polyethylene: mechanics, 
morphology, and clinical behavior. J Mech Behav Biomed Mater 2:433. 
https://doi.org/10.1016/j.jmbbm.2008.12.006  

7. Costa L, Bracco P (2004) Mechanisms of crosslinking and oxidative degradation of 
UHMWPE. In: Kurtz SM (ed) UHMWPE Biomaterials Handbook. Elsevier Academic 
Press, pp 245. https://doi.org/10.1016/B978-0-12-374721-1.00021-3  

8. Mehmood MS, Jahan MS, Yasin T, Tariq M, Choudhry MA, Ikram M (2015) On the 
structural analysis of γ-ray induced primary free radicals in UHMWPE and vitamin E 
stabilized UHMWPE by ESR spectroscopy. J Spectrosc 2015:1. 
https://doi.org/10.1155/2015/653853  

9. Edidin AA, Jewett CW, Kalinowski A, Kwarteng K, Kurtz SM (2000) Degradation of 
mechanical behavior in UHMWPE after natural and accelerated aging. Biomaterials 
21:1451. https://doi.org/10.1016/s0142-9612(00)00021-1  

10. Costa L, Luda MP, Trossarelli L, Del Prever EMB, Crova M, Gallinaro P (1998) 
Oxidation in orthopaedic UHMWPE sterilized by gamma-radiation and ethylene oxide. 
Biomaterials 19:659. https://doi.org/10.1016/s0142-9612(97)00160-9  

11. Jahan MS (2009) ESR insights into macroradicals in UHMWPE. In: Kurtz SM (ed) 
UHMWPE Biomaterials Handbook. Elsevier. https://doi.org/10.1016/b978-0-323-35401-
1.00035-1  

12. Saikko V (2014) Effect of shelf versus accelerated aging of UHMWPE on delamination 
in knee wear simulation. Tribol Int 73:10. https://doi.org/10.1016/j.triboint.2014.01.001  

13. Kurtz SM, Zagorski M (2016) Ultra-high molecular weight polyethylene in total joint 
replacement and medical devices. Elsevier eBooks, pp 21. https://doi.org/10.1016/C2013-
0-16083-7  

14. Kurtz SM, Zagorski M, Austin MS, Azzam K, Sharkey PF, MacDonald DW, Medel FJ, 
Hozack WJ (2009) Mechanical properties, oxidation, and clinical performance of 
retrieved highly cross-linked Crossfire liners after intermediate-term implantation. J 

Arthroplasty 25:614. https://doi.org/10.1016/j.arth.2009.04.022  
15. MacDonald D, Hanzlik J, Sharkey P, Parvizi J, Kurtz SM (2012) In vivo oxidation and 

surface damage in retrieved ethylene oxide sterilized total knee arthroplasties. Clin 

Orthop Relat Res 470:1826. https://doi.org/10.1007/s11999-011-2184-4  
16. Oral E, Ghali BW, Muratoglu OK (2011) The elimination of free radicals in irradiated 

UHMWPEs with and without vitamin E stabilization by annealing under pressure. J 

Biomed Mater Res B Appl Biomater 97B:167. https://doi.org/10.1002/jbm.b.31799  
17. Kurtz SM (2004) The UHMWPE Handbook: Ultra-High Molecular Weight Polyethylene 

in Total Joint Replacement. Elsevier.  

https://doi.org/10.1016/j.biomaterials.2006.07.017
https://doi.org/10.1016/j.jmbbm.2008.12.006
https://doi.org/10.1016/B978-0-12-374721-1.00021-3
https://doi.org/10.1155/2015/653853
https://doi.org/10.1016/s0142-9612(00)00021-1
https://doi.org/10.1016/s0142-9612(97)00160-9
https://doi.org/10.1016/b978-0-323-35401-1.00035-1
https://doi.org/10.1016/b978-0-323-35401-1.00035-1
https://doi.org/10.1016/j.triboint.2014.01.001
https://doi.org/10.1016/C2013-0-16083-7
https://doi.org/10.1016/C2013-0-16083-7
https://doi.org/10.1016/j.arth.2009.04.022
https://doi.org/10.1007/s11999-011-2184-4
https://doi.org/10.1002/jbm.b.31799


18. Eberhardt AW, Cole JC, Lemons JE (2002) Fatigue crack behavior and fracture 
toughness of gamma irradiated 1900H and GUR 1050 UHMWPE. Adv Bioeng 419. 
https://doi.org/10.1115/IMECE2002-32613  

19. Edidin AA, Herr MP, Villarraga ML, Muth J, Yau SS, Kurtz SM (2002) Accelerated 
aging studies of UHMWPE I: effect of resin, processing, and radiation environment on 
resistance to mechanical degradation. J Biomed Mater Res 61:312. 
https://doi.org/10.1002/jbm.10135   

20. Jahan MS, Walters B, Sharmin A, Gomrok S (2020) Free radical processes in medical 
grade UHMWPE. In: Comput Sci Appl. Chapman and Hall/CRC eBooks, chap 5, pp 61.  

21. Jahan MS, Fuzail M (2007) Examination of the long-lived, oxygen-induced radicals in 
irradiated ultra-high molecular weight polyethylene. Nucl Instrum Methods Phys Res B 
265:67–71. https://doi.org/10.1016/j.nimb.2007.08.027  

22. Voigt-Martin IG, Fischer EW, Mandelkern L (1980) Morphology of melt-crystallized 
linear polyethylene fractions and its dependence on molecular weight and crystallization 
temperature. J Polym Sci Polym Phys Ed 18:2347. 
https://doi.org/10.1002/pol.1980.180181204  

23. Chen M, Zhong M, Johnson JA (2016) Light-controlled radical polymerization: 
mechanisms, methods, and applications. Chem Rev 116:10167. 
https://pubs.acs.org/doi/10.1021/acs.chemrev.5b00671   

24. Zhu B, Liu J, Wang T, Han M, Valloppilly S, Xu S (2017) Novel polyethylene fibers of 
very high thermal conductivity enabled by amorphous restructuring. ACS Omega 2:3931–
3944. https://doi.org/10.1021/acsomega.7b00577   

25. Khan AH (1961) Electrons and phonons: the theory of transport phenomena in solids 
(J.M. Ziman). Science 133:187–188. https://doi.org/10.1126/science.133.3447.187.b  

26. De Geyter N, Morent R, Leys C (2007) Surface characterization of plasma-modified 
polyethylene by contact angle experiments and ATR-FTIR spectroscopy. Surf Interface 

Anal 40:608–611. https://doi.org/10.1002/sia.2611  
27. Torrisi A, Torrisi L, Cutroneo M, Michalcova A, D’Angelo M, Silipigni L (2023) Ultra-

high molecular weight polyethylene modifications produced by carbon nanotubes and 
Fe₂O₃ nanoparticles. Polymers 15:1169. https://doi.org/10.3390/polym15051169  

28. Pawlak A, Galeski A, Rozanski A (2014) Cavitation during deformation of 
semicrystalline polymers. Prog Polym Sci 39:921–958. 
https://doi.org/10.1016/j.progpolymsci.2013.10.007  

  
  

  
 

https://doi.org/10.1115/IMECE2002-32613
https://doi.org/10.1002/jbm.10135
https://doi.org/10.1016/j.nimb.2007.08.027
https://doi.org/10.1002/pol.1980.180181204
https://pubs.acs.org/doi/10.1021/acs.chemrev.5b00671
https://doi.org/10.1021/acsomega.7b00577
https://doi.org/10.1126/science.133.3447.187.b
https://doi.org/10.1002/sia.2611
https://doi.org/10.3390/polym15051169
https://doi.org/10.1016/j.progpolymsci.2013.10.007

