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The contact of the coolant with the fuel pin during irradiation produces a gradient of temperature in the
fuel pellet that segregates the radionuclides (RN) depending on its volatility and reactivity. This segregation determines the Instant Release Fraction (IRF), an important source of radiological risk in the
performance assessment (PA) of a Deep Geologic Repository (DGR).
RN segregation was studied radially in previous papers. In the present work, it was studied axially,
taking into special consideration the cutting position of the solid sample to be studied.
Iodine and caesium were the RN with the highest release, while the contribution of rubidium,
strontium, molybdenum and technetium to the IRF depended on their chemical state.
The interpellet presence (known also as dishing) effect was clearly observed for caesium, increasing its
release by one order of magnitude. According to these results, one of the major contributions to the IRF
comes from the RN trapped in the dishing and has to be considered in the sampling and data interpretation that will be performed for the PA of the DGR.
© 2017 The Authors. Published by Elsevier B.V. This is an open access article under the CC BY license
(http://creativecommons.org/licenses/by/4.0/).

1. Introduction
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Nowadays, the solution accepted by the scientiﬁc community
regarding the long-term handling and control of Spent Nuclear Fuel
(SNF) is the Deep Geologic Repository (DGR). Some countries like
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Finland have already started its construction [1]. To model and
design a safe repository, the behaviour of the SNF under repository
conditions needs to be studied and fully understood.
The characteristics of the fuel and its irradiation history can
determine the behaviour and characteristics of the Spent Fuel,
especially important are the duration of the irradiation, the Burnup (BU), the temperature during irradiation and the Linear Power
Density (LPD). The burn-up is an important parameter because it
gives information about the intensity of the irradiation and the
duration, and thus about the amount of ﬁssion products generated
[2]. The burn-up is also a measure of the damage produced by the
irradiation in the fuel pellet, especially regarding the formation of
the high burn-up structure (HBS) that appears at burn-ups higher
than 40 GWD(tHM)1 and its thickness grows with the burn-up [3].
It was observed in previous works [4], that the presence of the HBS
diminishes the release of radionuclides. The IRF is formed by the
fraction of radionuclides that are segregated from the SNF matrix
during the irradiation and compared to the matrix have a faster
dissolution. It constitutes one of the main sources of radiological
risk for geological disposal [4]. The temperature of the pellet is a
relevant parameter because it determines the physicochemical
state of the chemical elements present in the spent fuel and
therefore its mobility [5,6]. For example the mobility of Cs at 700  C
is higher than at 600  C because at 700  C Cs is in gas phase. Finally,
the LPD is a parameter deﬁned as the heat generation rate per unit
length of rod [5,7]. From the results in the collaborative project
FIRST Nuclides [8] the LPD is directly proportional to the release of
elements belonging to the IRF beyond 200 W cm1. The LPD and the
thermal conductivity will deﬁne the temperature of the SNF during
the irradiation. Looking at the literature [8e13] it seems that
Boiling Water Reactor (BWR) fuels have lower LPD than the Pressurised Water Reactor (PWR) fuels and, therefore, the temperature
of irradiation, characteristics and behaviour are expected to be
different. For example in the works of Lemmens et al., 2016 [8],
Roudil et al., 2007 [9], Johnson et al., 2012 [10], Wilson et al., 1990
[11,12] and Fors and Carbol 2009 [13], there is information about 17
BWR SNF with an average LPD of 187 Wcm1 and a maximum LPD
of 230Wcm1 and 29 PWR SNF with an average LPD of 248 W cm1
and a maximum LPD of 327 Wcm1.
The temperature in the fuel pellets during irradiation is not
homogenous being higher in the centre than in the periphery. This
gradient of temperature causes the segregation of certain radionuclides that due to its characteristics are more mobile and migrate
to the lateral and basal faces of the pellet. Due to the radionuclide
segregation, its distribution in a spent fuel pellet is not homogenous and varies both radially and axially. The radial heterogeneity
of the radionuclide distribution was studied in former works
[4,14,15]. In this work, the axial heterogeneity will be studied using
cladded segments cut at different positions. The presence and position of the interpellet space in a cladded segment can produce an
effect in the results of corrosion experiments, especially for IRF
studies, but unfortunately, this information is rarely mentioned in
the works found in the literature. In order to quantify this effect and
highlight the importance of this information, in this work corrosion
experiments were done in cladded segments cut at different
selected rod positions.
2. Experimental
2.1. Preparation of cladded segment fuel samples
In order to study the effect of the interpellet space of SNF, also
known as dishing, where some of the radionuclides are accumulated during the irradiation, three different kinds of segments were
selected:

a) A cladded segment without the space between pellets (hereafter
referred to as FULL);
b) A cladded segment with the basal face of the pellet on the top of
the segment (TOP);
c) A cladded segment with the dishing in the middle of the
segment (MID).
It needs to be mentioned that in the case of the TOP sample, the
top and the bottom of the segment are only a matter of perspective.
Also in the MID segment, the position of the space between pellets
was located between the faces of the segment but not in the middle
exact point. A FULL segment was studied in previous works and its
IRF data was determined [8,15]. In the present work, both TOP and
MID segments were used in the corrosion experiments and their
results were treated together with the previously determined FULL
data. Pictures of the TOP and MID segments before the experiment
can be observed in Fig. 1. It is possible to observe the basal face of
the pellet in the TOP segment, deformed due to the temperature
stress during the irradiation. The MID segment has big fractures
that can be very important paths for the water to reach the space
between pellets. All these morphological observations must be
taken into account when examining the release data.
The Spent Nuclear Fuel used in this work, a BWR with an average
burn-up of 42 GWd(tHM)1, is the same already used in former
experiments [8,15].
The characteristics of the fuel and the cladded segments are
presented in Table 1. The surface area of the 42MID segment takes
into account the lateral area of the fractures observed in Fig. 1b
(100 ± 25 mm2).
The position of the dishing was determined using gamma
scanning measurements and an initial longitudinal cut of the pin
(Fig. 2) [15].
2.2. Methodology
The leaching solution used in the corrosion experiments was a
simulated groundwater solution used in previous works
[4,8,14,15,17]: 19 mmol dm3 NaCl þ 1 mmol dm3 NaHCO3.
50 ± 1 mL of this solution were used in the corrosion experiments
under oxidizing conditions and at a Hot Cell temperature of
25 ± 5  C.
Both ﬁltered and unﬁltered samples taken at each sampling
time were diluted in two different media, as explained below. The
ﬁlter used was a 0.2 mm pore size PVDF (hydrophilic, polyvinylidene
ﬂuoride) membrane. The media used in the dilutions was either
nitric acid 1M or Tetramethylammonium Hydroxide (TMAH) 2%.
TMAH was used in order to keep iodine in solution. Iodine is a very
important radionuclide due to its radiotoxicity and mobility. In an
acid solution, iodine is in a very volatile form and quickly escapes
from the solution. Hence, a different method using TMAH was
developed to analyse the samples. It was proved experimentally
that when stored in TMAH, iodine remains in solution and can be
successfully analysed.
Nitric acid and TMAH media samples were analysed separately
by Inductively Coupled Plasma - Mass Spectrometry (ICP-MS) using
a Thermo ELEMENT 2 instrument (Thermo Electron Corporation,
Germany). In the case of the nitric acid media samples, they were
measured with the addition of In, Ho, Co and Th as internal standards and calibration curves were produced using a series of dilutions of certiﬁed multi-element standard solutions in the
concentration range of the major elements in solution. In the case
of TMAH media samples, the calibration curves were prepared
using CsI with a purity of 99.9%. The concentrations of the elements
were calculated from the isotopic data. Whenever possible, isobaric
interferences were corrected based on isotopic ratios previously
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Fig. 1. Cladded segments used in the experiments. (a) 42BWR TOP; (b) 42BWR MID.

Table 1
SNF cladded segment samples selected for the experiments.
Sample

42BWR FULLa

42BWR TOP

42BWR MID

Length (mm)
Diameter without cladding (mm)
Weight with cladding (g)
Weight without cladding (g)b
Surface area (mm2)c
Ssegment/Vleachant (m1)
Reactor type
Av. Length cycle days
235
U enrichment (weight%)
Number of irradiation cycles
End of irradiation
Average grain size
Fission Gas Release (FGR) (%)
Burn-up (GWd (tHM)1)d
Av. Linear Power Density (W/cm)

2.8 ± 0.1
9.4 ± 0.1
2.3614 ± 0.0001
1.79 ± 0.05
500 ± 10
10 ± 1
BWR
295
3.67
5
June 1998
15.0 ± 0.1
2.3
45
215

5.6 ± 0.1
9.4 ± 0.1
4.5339 ± 0.0001
3.45 ± 0.05
500 ± 10
10 ± 1
BWR
295
3.67
5
June 1998
15.0 ± 0.1
2.3
45
215

7.1 ± 0.1
9.4 ± 0.1
6.1124 ± 0.0001
4.65 ± 0.05
600 ± 160
12 ± 1
BWR
295
3.67
5
June 1998
15.0 ± 0.1
2.3
45
215

a
b
c
d

Data from the 42FULL segment was already published [8,15].
The weight of the pellet without cladding was estimated from the ratio pellet to cladding obtained after complete dissolution of a pellet for inventory determination.
The surface area exposed was calculated taking into account the surface in contact with solution (both faces of the slice) and a roughness factor of 3.5 [16].
Estimated from gamma scanning and cutting plan positions.

Fig. 2. Longitudinal cut section [15].

calculated with the ORIGEN code as reference.
Unfortunately, by the time the methodology to analyse iodine

was developed, the 42FULL corrosion experiments were already
ﬁnished and there is no data of iodine for this speciﬁc sample.
Cladded segments were put in contact with solution using a
Peek sample holder designed to perform leaching experiments
using cladded segments (Fig. 3).
Once the bottle was closed, the solution was stirred continuously using an orbital stirrer to keep the homogeneity of the solution. The cladded segments were not washed previously to avoid
losing important information, especially regarding the IRF. Blanks
solutions were also prepared, following the same method as for
cladded segment solutions.
At each sampling time, ﬁltered and non-ﬁltered samples, to be
diluted in nitric acid and TMAH were taken. The rest of the solution
was transferred to an empty plastic bottle for future analysis. The
cap with the peek sample holder containing the pellet was changed
to another bottle containing fresh simulated groundwater solution,
to continue with the experiment. The empty bottle was ﬁlled with
nitric acid 2M and stirred during one week to remove any elements
that can be sorbed in the walls of the bottle. After one week, a
sample from this solution was also taken and analysed by ICP-MS.
The contribution of the fraction sorbed in the walls to the total
concentration of the elements analysed in this work was always
very low.
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Fig. 3. Peek sample holder used in the cladded segment leaching experiments.

2.3. Data treatment
Total replenishments were used after each sampling to avoid
precipitation of secondary phases. Since the solution was changed
at each sampling time, the total moles released from the SNF
cladded segment at each sampling time should be the moles in
solution plus the moles released in the previous solutions, in other
words the cumulative moles, as calculated in equation (1):

CmolesðiÞ ¼

n
X

molessample ðn; iÞ

(1)

0

where Cmoles(i) correspond to the cumulative moles and molessample (n,i) to the moles in solution of radionuclide (RN) i before each
complete replenishment n.
The Cmoles(i) gives information about the absolute release of an
element but it is not suitable to compare the release between elements since the cladded segment inventory of each element will be
different, affecting the Cmoles(i). To compare the release between
elements of the same cladded segment the Cumulative Fraction of
Inventory in the Aqueous Phase can be calculated (CFIAP):

CFIAPi ¼

mi;aq
CmolesðiÞi Mi
 100 ¼
 100
mi;SNF
mSNF Hi

(2)

where mi,aq is the mass of element i in the aqueous phase in g;
mi,SNF the mass of element i in the SNF sample in g; mSNF the mass of
SNF used in the experiment in g; Hi corresponds to the fraction of
inventory for the nuclide i in g/g; Cmoles (i) is the cumulative moles
of element i in solution in moles and Mi is the molar mass of
element i in g mole1. The CFIAP is given as a percentage.
The elements that present a CFIAP higher than the CFIAP of
uranium can be considered part of the IRF, since the dissolution of
uranium, in the absence of secondary precipitation reactions, is
considered to correspond to the dissolution of the matrix. Another
way to determine if an element belongs to the IRF is normalising
the CFIAP of this element by the CFIAP of uranium (CFNUi):

trapped in the matrix. The fraction trapped in the matrix will be
released as the matrix is dissolved and releases the elements
trapped within. Therefore, the CFIAP is the sum of the CFIAPIRF and
the CFIAPmatrix. The CFIAPmatrix would have the same values as the
CFIAP of uranium (CFIAPU) taking uranium, as said above, as a
reference for the matrix. Then the CFIAPIRF or simply the IRF of an
element can be calculated as:

IRFi ¼ CFIAPi  CFIAPU

(4)

The IRF of a determined element can be compared among the
results of different cladded segment experiments if the water
accessibility between samples is known. Since this is a difﬁcult
parameter to be determined, the normalization to the speciﬁc
surface of different samples is considered a possible approach, as
discussed in Martínez et al., 2017 [15]:

IRFSi ¼

IRFi
SS

(5)

where IRFSi is the IRF normalised by the speciﬁc surface, and SS is
the speciﬁc surface (m2g1). The IRF is presented in percentage and
the IRFS in percentage per g m2.
2.4. Uncertainties calculation
The uncertainties of each value were obtained using the standard deviation of the dilutions, experimental error and ICP-MS
measurements, and propagating the experimental error through
all the calculations made, using the following equation:

sﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃﬃ
 2
 2
 2
vF
vF
vF
eF ¼
e2x þ
e2y þ
e2z þ …
vx
vy
vz

(6)

where F is the equation used to ﬁnd the value for which an uncertainty is required; x,y,z, …are the parameters of this equation
and ei is the uncertainty of each parameter [18,19].
2.5. Calculated and experimental inventory for fuel 42BWR

CFIAPi
CFNUi ¼
CFIAPU

(3)

where CFIAPi and CFIAPU are the cumulative FIAP of element i and
uranium, respectively.
If the CFNU of an element is higher than 1, then this RN belongs
to the IRF.
The CFIAP of an element contains the fraction of this element
belonging to the IRF but also the fraction of this element that was

The inventory was experimentally determined using a FULL
cladded segment (1.157 g of fuel). The segment was dissolved in
250 ml of 8 mol dm3 HNO3 at 110e135  C for a period of 5 h. After
the heating the solution was ﬁltered in order to remove the cladding and insoluble materials. Dilutions 1/10000 and 1/100000
were analysed using ICP-MS. The last dilution was analysed by gspectrometry as well. The theoretical inventory was calculated
using the ORIGEN code (ORIGEN-ARP, 2000).
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Most relevant inventory elemental results are summarized in
Table 2.
The experimental inventory was used to calculate the elemental
release fractions. Due to experimental constraints, iodine was not
possible to be chemically determined and calculated inventory
values were used instead.
The absence of the dishing in the sample selected for the
chemical inventory might lead to an overestimation of the release
of segregated volatile elements in the other samples but it is
considered to be lower than the experimental uncertainty.
3. Results
3.1. Cumulative moles in solution
The results of corrosion tests of the 42TOP and 42MID cladded
segments are presented together with the 42FULL cladded segment
results reported in previous documents [8,15]. Based on the experience of previous works [4,8,14,15,17], this study has focused its
attention in some of the most representative elements of the IRF:
Rb, Sr, Mo, Tc, Cs, I as well as U as matrix dissolution indicator.
Uranium saturation calculations were performed to ensure that the
formation of uranium secondary phases was successfully prevented
during the experiments. The cumulative moles leached from the
42TOP, 42MID and 42FULL cladded segments are presented against
cumulative time in Figs. 4e6. The procedure to measure iodine, as
said above, was still not developed in the 42FULL corrosion experiments and therefore there are no data of iodine for this speciﬁc
sample. Ii is worth to notice that the caesium measured from the
nitric acid (“Cs”) and TMAH (“Cs (TMAH)”) dilutions gave the same
value within the experimental error, as seen in Figs. 3 and 4.

Fig. 4. Elemental cumulative moles vs time. From the 42TOP cladded segment
corrosion experiment. The uncertainty given in the error bars is two times the standard deviation of all measures and calculations used.

4. Discussion
4.1. Fraction of inventory in the aqueous phase (%), fraction release
normalised to uranium and IRF
The cumulative FIAPs calculated for the 42TOP, 42MID and
42FULL cladded segments are presented in Figs. 7e9.
As can be seen in Figs. 4e9, Uranium concentration and CFIAP
are one order of magnitude higher in sample FULL than in samples
TOP and MID. This is probably caused by a higher pre-oxidation of
the sample, somehow supported by the higher release of redox
sensitive elements such as Tc and Mo in sample FULL, see Table 6.
However, and considering losses during sample preparation nonsigniﬁcant, the effect on other non-redox sensitive IRF elements
should be negligible as no washing of the sample was made and all
released contributions, both from the matrix and from the IRF, were
taken into account in the calculations. Apart from that, the larger
errors for U in the 42FULL experiment come from the ICP-MS
analysis. The apparatus had some minor electromechanical

Fig. 5. Elemental cumulative moles vs time. From the 42MID cladded segment
corrosion experiment. The uncertainty given in the error bars is two times the standard deviation of all measures and calculations used.

Table 2
Radionuclide inventory for 42BWR fuel. The uncertainty given is two times the
standard deviation of all measures and calculations used.
Element

Segment
(mg/g fuel)

Calculated
(mg/g fuel)

Rb
Sr
Mo
Tc
I
Cs
U

400 ± 50
800 ± 80
3600 ± 500
800 ± 100
e
2600 ± 300
823800 ± 24000

400
800
3800
900
200
2700
833500

Fig. 6. Elemental cumulative moles vs time. From the 42FULL cladded segment
corrosion experiment. Data from the 42FULL segment was already published [8,15].
The uncertainty given in the error bars is two times the standard deviation of all
measures and calculations used.
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Fig. 7. Cumulative FIAP (%) vs time. From the 42TOP cladded segment corrosion
experiment. The uncertainty given in the error bars is two times the standard deviation
of all measures and calculations used.

Fig. 8. Cumulative FIAP (%) vs time. From the 42MID cladded segment corrosion
experiment. The uncertainty given in the error bars is two times the standard deviation
of all measures and calculations used.

Fig. 9. Cumulative FIAP (%) vs time. From the 42FULL cladded segment corrosion
experiment. Data from the 42FULL segment was already published [8,15]. The uncertainty given in the error bars is two times the standard deviation of all measures and
calculations used.

problems that reduced the accuracy of the measurements when
using medium resolution (the one used for uranium). Therefore, the

values obtained were perfectly reliable but the standard deviation
obtained was higher than expected. The problematic was already
solved for the measurements of the 42TOP and 42MID experiments.
In Figs. 7e9 it is possible to observe again the different trends at
the beginning and during the rest of the experiment. In the case of
uranium and the elements with similar or lower CFIAPS, the initial
fast release might be due to the presence of preoxidised layers and
ﬁnes. On the other hand, in the case of the elements belonging to
the IRF, the initial release can be due to the release coming from
different contributions: the fraction released from the matrix, from
the gap, from fractures and from cracks. The slower release
observed at longer experimental times is assumed to come, on one
side, again from the matrix and, on the other side, from parts of the
fuel not readily accessible to water, as for instance the grain
boundaries, releasing the elements segregated there.
Looking at Figs. 7 and 8, it is possible to observe that after 130
days iodine is the element with the highest release followed by the
release of caesium. To more clearly identify the elements belonging
to the IRF, CFNU values were calculated for all the experimentally
determined elements, and the results are presented in Tables 3e5.
From these tables it is possible to identify different trends
depending on both the RN and the sample.
Caesium and iodine have the highest CFNUs and follow the same
trend, very high CFNUS at the beginning and a levelling off with
time. It is also possible to observe a difference between the results
of 42TOP and 42MID and the results of 42FULL. The CFNU of
caesium calculated from the 42TOP and 42MID experimental results are approximately two orders of magnitude higher than the
CFNU value obtained from the 42FULL sample. The Cumulative FNU
of the rest of the elements is similar in all the experiments and
quite low compared to the CFNU of Cs and I in the 42TOP and
42MID experiments. This can be explained because caesium and
iodine are very mobile radionuclides and a relatively large fraction
of them is normally found accumulated in the gap, cracks, grain
boundaries and the space between pellets. The rest of the elements
are not so mobile and therefore their segregated fractions are
majorly found in the grain boundaries. These areas are not so easily
reached by water, so the release of the fraction of RN's located there
will depend on the time that takes water to penetrate though the
segment and reach the internal grain boundaries. Their evolution
with time is variable due to its location in the pellet but also due to
its speciation. For example, Mo and Tc can be present not only in
oxide phases but also in metallic phases (ε-particles). In Tables 3e5
it can be seen that the contribution of rubidium, strontium, molybdenum and technetium to the IRF is much lower than in the case
of caesium and iodine, being less mobile radionuclides. For these
elements, their contribution to the IRF is in some cases even difﬁcult to ascertain, with values in some cases very close to one
(congruent dissolution). Samplings at longer experimental times
would be required to better clarify the contribution to the IRF of
these RN's.
Similar conclusions can be extracted by comparing the results of
the calculated IRF values after 130 days of experimental time
(Table 6).
FIAP and IRF equations do not consider differences in the speciﬁc surface of the samples. However, differences in the total mass
of the sample and in the available surface for dissolution have an
impact on the results. In this case, the total mass of the three
studied samples is signiﬁcantly different. The total masses of the
fuels of samples 42TOP and 42MID are two to three times higher
than the mass of sample 42FULL. On the contrary, due to the similar
shape of the studied samples, we consider no signiﬁcant differences on the available surface for dissolution. However, in order to
compare these results among them as well as with the literature
data, the surface area needs to be taken into account because of the
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Table 3
Cumulative FNU of the 42TOP cladded segment corrosion experiment. The uncertainty given is two times the standard deviation of all measures and calculations used.
Time (d)

0.1

0.2

1.2

2.2

5.2

7.2

9.1

12.2

55.1

132.0

Rb
Sr
Mo
Tc
I
Cs

0 ± 40
13 ± 4
6±1
5±1
652 ± 163
1804 ± 261

0 ± 35
19 ± 5
10 ± 1
6±1
1244 ± 233
2091 ± 301

0 ± 14
22 ± 4
6±1
3±1
1197 ± 198
1019 ± 148

3±9
17 ± 3
4±1
3±0
799 ± 130
650 ± 93

5±5
13 ± 2
3±0
2±0
484 ± 78
383 ± 55

5±4
11 ± 2
2±0
2±0
380 ± 61
300 ± 43

5±3
10 ± 2
2±0
2±0
322 ± 51
253 ± 36

5±3
9±1
2±0
2±0
280 ± 45
214 ± 30

11 ± 3
13 ± 2
4±1
3±0
269 ± 43
214 ± 30

21 ± 4
17 ± 3
7±1
e
259 ± 41
201 ± 29

Table 4
Cumulative FNU of the 42MID cladded segment corrosion experiment. The uncertainty given is two times the standard deviation of all measures and calculations used.
Time (d)

0.1

0.2

1.2

2.2

5.2

7.2

9.1

12.2

55.1

132.0

Rb
Sr
Mo
Tc
I
Cs

0 ± 20
9±2
3±1
3±0
524 ± 111
907 ± 132

0 ± 19
17 ± 3
4±1
3±1
1020 ± 189
1173 ± 169

0 ± 11
21 ± 3
4±1
3±0
931 ± 157
788 ± 113

1±8
18 ± 3
3±0
2±0
747 ± 123
588 ± 84

3±4
12 ± 2
2±0
2±0
420 ± 68
324 ± 46

3±3
10 ± 2
2±0
1±0
323 ± 52
247 ± 35

3±3
9±1
2±0
1±0
274 ± 44
208 ± 30

3±2
8±1
2±0
1±0
234 ± 37
175 ± 25

4±2
8±1
2±0
4±1
209 ± 33
158 ± 22

12 ± 3
11 ± 2
4±1
e
191 ± 30
142 ± 20

Table 5
Cumulative FNU of the 42FULL cladded segment corrosion experiment. Data from the 42FULL segment was already published [8,15]. The uncertainty given in the error bars is
two times the standard deviation of all measures and calculations used.
Time (d)

0.1

0.3

1.3

4.3

8.3

21.3

49.3

83.3

162.3

190.3

Rb
Sr
Mo
Tc
I
Cs

2±7
2±3
5±7
5±7
e
24 ± 33

3±5
2±2
4±4
4±4
e
18 ± 18

3±4
2±1
4±3
3±3
e
13 ± 12

2±3
2±1
4±3
3±2
e
11 ± 9

2±2
2±1
4±3
3±2
e
11 ± 8

3±
2±
4±
3±
e
9±

3±
2±
3±
3±
e
7±

3±
2±
3±
3±
e
7±

4±
2±
4±
3±
e
8±

5±
3±
5±
4±
e
8±

Table 6
IRF(%) after 130 days of corrosion of the 42TOP, 42MID and 42FULL cladded segments. The uncertainty given is two times the standard deviation of all measures
and calculations used.
Element

42TOP

Rb
Sr
Mo
Tc
I
Cs

0.08
0.07
0.03
0.01
1.02
0.80

a

±
±
±
±
±
±

42FULLa

42MID
0.01
0.01
0.00
0.00
0.16
0.08

0.05
0.05
0.01
0.01
0.83
0.62

±
±
±
±
±
±

0.01
0.01
0.00
0.00
0.13
0.06

0.12
0.05
0.12
0.09
e
0.24

±
±
±
±

0.04
0.02
0.03
0.02

± 0.05

Data from the 42FULL segment was already published [8,15].

different morphology of the published data. We are well aware that
the surface area determination of the fractures, cracks, gap and
grain boundaries is very complex and when dissolution starts,
produces alterations in the surface area that are very difﬁcult to
calculate [20]. Estimate or measure the surface area carries always
difﬁculties and controversy. Nevertheless, in this study both the
fuel mass and the surface area are considered when comparing the
release from different cladded segments.
4.2. IRF normalised to the speciﬁc surface
Normalising the IRF to the speciﬁc surface area (IRFS) makes
possible to do a better comparison of the results obtained for the
different cladded segments. The IRFS calculated values are presented in Table 7.
From Table 7 it can be seen that the release of caesium from the
42TOP and 42MID cladded segments is one order of magnitude
higher than the release of caesium in the 42FULL cladded segment.
Since the inventory was determined using a FULL cladded

2
1
3
2
7

2
1
2
2
5

2
1
2
2
4

2
1
3
2
5

3
1
3
2
5

Table 7
IRFS (%gm2) after 130 days of corrosion of the 42TOP, 42MID and 42FULL cladded
segments. The uncertainty given is two times the standard deviation of all measures
and calculations used.
Element

42TOP

42MID

42FULLa

Rb
Sr
Mo
Tc
I
Cs

530 ± 94
444 ± 50
168 ± 20
39 ± 7
7005 ± 1099
5447 ± 550

365 ± 73
344 ± 41
108 ± 15
92 ± 13
6361 ± 1006
4735 ± 479

417
179
430
319
e
849

a

±
±
±
±

144
82
119
83

± 189

Data from the 42FULL segment was already published [8,15].

segment it is possible that the release of caesium for the 42TOP and
42MID segments was slightly overestimated. Something similar but
to a lesser extend may have occurred for the iodine release due to
the use of the calculated inventory. Nevertheless, the differences
observed between segments, much higher than the differences in
the inventories due to the presence of the dishing, cannot be
attributed to this overestimation. The contribution of caesium and
iodine segregated in the dishing is high in terms of IRF, but it is still
a small percentage of their total inventory.
The Cs and I release was supposed to be faster in the 42TOP than
in the 42MID due to the immediate exposure of the dishing to water
in the 42TOP. This means that the water reached the dishing in the
42MID in less than an hour. It is assumed that water easily reached
the space between pellets, totally or partially, thanks to the large
fractures that can be seen in Fig. 1b. Also, the dishing was not in the
centre of the segment but it was close to one of the faces. In
addition, considering the local burn-up of the segment, it is
possible that the gap was open, being an extra path for the water to
reach the dishing.
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In these results is clear that caesium and iodine reached the
empty space surrounding the pellet during the irradiation, due to
its high volatility, and when the temperature decreased they
condensed on the surface of the pellet in the space between the
pellet and the cladding and to a greater extend in the space between pellets.
No signiﬁcant axial mobility and accumulation in the dishing
was observed for the rest of radionuclides studied in this work.
They did not show a signiﬁcantly higher release in the segments
with dishing.
Therefore, it is considered fundamental, in order to feasibly
compare results from different labs, to specify the cutting position
in any leaching study performed using cladded segments.
In Figs. 10 and 11 the release of caesium and iodine presented in
this study is compared with data found in the literature for cladded
segment experiments [4,8e10,14,15,17]. In Fig. 10 the release of the
BWR fuels studied in the past by our group (53BWR and 54BWR)
[8,15,17] is marked differently than the rest of the bibliographic
data, in order to facilitate the subsequent discussion. It also has to
be noted that the 54BWR is a FULL cladded segment like the
42FULL, while the 53BWR is a MID cladded segment, like the
42MID. From Fig. 10, it is clear that the data coming from the 42TOP
and 42MID experiments are more coherent with the bibliographic
data than the data coming from the 42FULL experiment. This is
because most of the bibliographic data is obtained using cladded
segments with the space between pellet basal faces.
In both Figs. 10 and 11, and despite the data scattering, it can be
concluded that the higher the LPD, the higher the IRFS. The data
scattering is produced because the LPD it is not the only factor that
affects the IRFS. The burn-up, as can be seen in Ref. [9], also produces an effect in the IRFS and it is well known that other parameters such as fuel temperature during irradiation, irradiation time,
grain size or the pellet diameter also affect the IRFS. Moreover, the
use of additional parameters like the chemical inventory or the
speciﬁc surface, in the data treatment, is also responsible of part of

Fig. 11. IRFS (%gm2) of iodine vs Linear Power Density (W/cm). Data from Johnson2012 [10] and Lemmens2017 [8] were found in the literature. The uncertainty given
in the error bars is two times the standard deviation of all measures and calculations
used.

the data scattering. It has to be taken into account that most of the
experiments from the bibliography used 20 mm cladded segments,
containing at least two pellets and therefore more than one space
between pellets, that as it has been shown in the present work, is
responsible for the major part of the IRF radionuclides release. In
Fig. 10 it is also possible to observe that the IRFS for the 54BWR
cladded segment experiment is lower than the rest of the data.
After the results of this work it is possible to postulate the hypothesis that if the leaching of the same 54BWR fuel had been made
using a cladded segment with the space between pellets (TOP, MID)
instead of a “FULL” cladded segment, the results would have been
higher and therefore more consistent with the rest of data found in
the bibliography.

5. Conclusions

Fig. 10. IRFS (%gm2) of caesium vs Linear Power Density (W/cm). Data from Roudil2007 [9], Gonzalez-Robles [17,21], Johnson2012 [10], Lemmens2017 [8], 53MID
[17,21], 54FULL [8,15] and 42FULL [8,15] were found in the literature. The uncertainty
given in the error bars is two times the standard deviation of all measures and calculations used.

Corrosion experiments on two different cladded segments of
the same BWR fuel were performed. The cladded segments were
cut taken into account the position of the space between pellets.
The results were compared with previously published data obtained in identical experiments performed with another cladded
segment of the same BWR fuel. The comparison was possible for all
the elements studied except for iodine, which was not measured in
the published work. The results after 130 days of experimentation
were successfully reported in this paper.
The release of caesium and iodine was between one or two orders of magnitude higher than the release of rubidium, strontium,
molybdenum and technetium for the two segments studied in the
present work. Caesium and iodine clearly belong to the IRF. On the
other hand, the contribution of rubidium, strontium, molybdenum
and technetium to the IRF is much lower and it will also depend on
the chemical state of the element.
An initial fast release was observed on the dissolution of the
elements studied in this work, followed by a slower release. In the
case of the matrix, the initial fast release was attributed to

A. Martínez-Torrents et al. / Journal of Nuclear Materials 499 (2018) 9e17

preoxidised phases and ﬁnes. For the IRF, the release of the fraction
of radionuclides trapped in the space between pellets, but also in
the gap, fractures and cracks, was the responsible for the initial fast
release. Samples with the dishing yield a higher IRF of Cs than the
sample without dishing.
The IRF normalised by the speciﬁc surface was calculated in all
cases. The comparison of the results showed that the IRFS of
caesium and iodine for the 42TOP and 42MID experiments was one
order of magnitude higher than the results for the 42FULL experiment. This signiﬁcant difference points to the space between pellets as one of the major contributors to the IRF of Cs and I,
something to be taken into account in the sampling and data
interpretation that will be used to perform the safety assessments.
The IRFS of 42TOP and 42MID cladded segment experiments are
more coherent with the bibliography than the IRFS of the 42FULL
experiment, due to the common use of long cladded segments
(10e25 mm) with more than one pellet inside and therefore one or
more spaces between pellets.
Disclaimer
This presentation only expresses the opinion of the authors and
 nor the European Union is responsible of the use of
neither ACCIO
the given information.
Acknowledgements
The research leading to these results has received funding from
ENRESA Under ENRESA/ITU/CTM 31698 Agreement; the program
People (Marie Curie Actions), from the 7th Framework Programme
from the European Union (FP7/2007-2013) under the agreement n
600388 from REA; from the Agency for Business Competitiveness
 and ﬁnally from the European Union's European Atomic
(ACCIO)
Energy Community's (Euratom) Seventh Framework Programme
FP7/2007-2011 under grant agreement n 295722 (FIRST-Nuclides
project). The authors would also like to thank the work performed
in this project by the technical staff of JRC Karlsruhe.
References
[1] O.Y. POSIVA, Safety Case Plan for the Operating License Application, POSIVA,
2017-02.
 gico profundo de los residuos radiactivos
[2] J. Astudillo, El almacenamiento geolo
sicos y tecnología. ENRESA, 2001.
de alta actividad, Principios ba
[3] V.V. Rondinella, T. Wiss, The high burn-up structure in nuclear fuel. REVIEW,
Mater. today 13 (2010) 12.
[4] D. Serrano-Purroy, F. Clarens, E. Gonz
alez-Robles, J.P. Glatz, D.H. Wegen, J. de
nez, A. Martínez-Esparza, Instant release fraction and
Pablo, I. Casas, J. Gime
matrix release of high burn-up UO2 spent nuclear fuel: effect of high burn-up
structure and leaching solution composition, J. Nucl. Mater 427 (2012)
249e258. https://doi.org/10.1016/j.jnucmat.2012.04.036.

17

[5] A.A. Harms, An Introduction to the CANDU Nuclear Energy Conversion System, Chapter 8. Nuclear Reactor Materials, 1975.
[6] R. Othman, Steady State and Transient Analysis of Heat Conduction in Nuclear
Fuel Elements, Master’s Degree Project, Royal Institute of Technology, Sweden, 2004.
[7] K. Almenas, R. Lee, Nuclear Engineering. An Introduction, Springer-Verlag,
1992.
[8] K. Lemmens, E. Gonz
alez-Robles, B. Kienzler, E. Curti, D. Serrano-Purroy,
R. Sureda, A. Martínez-Torrents, O. Roth, E. Slonszki, T. Mennecart, I. Günther zer, Instant release of ﬁssion products in leaching experiments
Leopold, Z. Ho
with high-burnup nuclear fuels in the framework of the Euratom project ﬁrstnuclides, J. Nucl. Mater 484 (2017) 307e323. https://doi.org/10.1016/j.
jnucmat.2016.10.048.
gou, V. Broudic, B. Muzeau, S. Peuget, X. Deschanels, Gap and
[9] D. Roudil, C. Je
grain boundaries inventories from pressurized water reactor spent fuels,
J. Nucl. Mater 362 (2007) 411e415. https://doi.org/10.1016/j.jnucmat.2007.01.
086.
[10] L. Johnson, I. Günther-Leopold, J. Kobler Waldis, H.P. Linder, J. Low, D. Cui,
E. Ekeroth, K. Spahiu, L.Z. Evins, Rapid aqueous release of ﬁssion products
from high burn-up LWR fuel: experimental results and correlations with
ﬁssion gas release, J. Nucl. Mater 420 (2012) 54e62. https://doi.org/10.1016/j.
jnucmat.2011.09.007.
[11] C.N. Wilson, Results from NNWSI Series 2 Bare Fuel Dissolution Tests, Richland, Washington, USA: Paciﬁc Northwest Laboratory Report, PNL-7169, 1990.
[12] C.N. Wilson, Results from NNWSI Series 3 Spent Fuel Dissolution Tests,
Richland, Washington, USA, Paciﬁc Northwest Laboratory Report PNL-7170,
1990.
[13] P. Fors, P. Carbol, S. Van Winckel, K. Spahiu, Corrosion of high burn-up
structured UO2 fuel in presence of dissolved H2, J. Nucl. Mater. 394 (2009)
1e8.
[14] D. Serrano-Purroy, I. Casas, E. Gonz
alez-Robles, J.P. Glatz, D.H. Wegen,
nez, J. de Pablo, A. Martínez-Esparza, Dynamic leaching
F. Clarens, J. Gime
studies of 48 MWd/kgU UO2 commercial spent nuclear fuel under oxic conditions, J. Nucl. Mater 434 (2013) 451e460. https://doi.org/10.1016/j.jnucmat.
2011.03.020.
[15] A. Martínez-Torrents, D. Serrano-Purroy, R. Sureda, I. Casas, J. de Pablo, Instant
release fraction corrosion studies of commercial UO2 BWR spent nuclear fuel,
J. Nucl. Mater 488 (2017) 302e313. https://doi.org/10.1016/j.jnucmat.2017.
03.022.
~ ones, Analogous materials for studying spent nuclear fuel:
[16] E. Iglesias, J. Quin
the inﬂuence of particle size distribution on the speciﬁc surface area of irradiated nuclear fuel, App. Surf. Sci. 254 (2008) 6890e6896. https://doi.org/10.
1016/j.apsusc.2008.04.091.
[17] E. Gonzalez-Robles, D. Serrano-Purroy, R. Sureda, I. Casas, J. de Pablo, Dissolution experiments of commercial PWR (52 MWd/kgU) and BWR (53 MWd/
kgU) spent nuclear fuel cladded segments in bicarbonate water under
oxidizing conditions. Experimental determination of matrix and instant
release fraction, J. Nucl. Mater 465 (2015) 63e70. https://doi.org/10.1016/j.
jnucmat.2015.05.012.
nez, I. Casas, J. de Pablo,
[18] S. Meca, A. Martínez-Torrents, V. Martí, J. Gime
Determination of the equilibrium formation constants of two U(VI)-peroxide
complexes at alkaline pH, Dalton Trans. 40 (2011) 7976. https://doi.org/10.
1039/c0dt01672a.
[19] S.L.R. Ellison, A. Williams (Eds.), Eurachem/CITAC Guide: Quantifying Uncertainty in Analytical Measurement, third ed., 2012, ISBN 978-0-948926-30-3.
Available from: www.eurachem.org.
[20] B.D. Hanson, R.B. Stout, Re-examining the dissolution of spent fuel: a comparison of different methods for calculating rates, Mater. Res. Soc. Symp. Proc.
824 (2004) 89e94, in: https://doi.org/10.1557/PROC-824-CC2.4.
[21] Ernesto Gonzalez-Robles Corrales, Study of Radionuclide Release in Commercials UO2 Spent Nuclear Fuels. Effect of Burn-up and High Burn-up
cnica de Catalunya, 2011.
Structure, PhD Thesis, Universitat Polite

