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Abstract

U-series disequilibria measured in waters and rocks from a chalk aquifer in France have been used as an analog for long-term radio-
nuclide migration. Drill core samples from a range of depths in the vadose zone and in the saturated zone, as well as groundwater sam-
ples were analyzed for 22%U, 2**U, 2*’Th and ?*Th to determine transport mechanisms at the water/rock interface and to quantify
parameters controlling the migration of radionuclides. Isotope measurements in rocks were done by TIMS, whereas (>**U/***U) and
(#°Th/?**Th) activity ratios in water samples were measured by multi-collector-ICP-MS. Both depletion and enrichment in **U relative
to 238U were observed in carbonate rock samples resulting from chemical weathering in the unsaturated zone and calcite precipitation in
the zone of water-table oscillation, respectively. The correlation between (***Th/***Th) activity ratios and ¥’Sr/®¢Sr ratios found in the
chalk samples indicates that thorium is mainly contained in a minor silicate phase whose abundance is variable in chalk samples. Water
samples are all characterized by (***U/**3U) > 1 resulting from a-recoil effect of 2**Th. Groundwaters are characterized by a more radio-
genic signature in 8Sr/%Sr than the rocks. Moreover, (***Th/>*?Th) activity ratios in the waters are lower than in the rocks, and increase
with distance from the water divide, which suggests that Th transport is controlled by colloids formed during water infiltration in the soil.
A 1-D transport model has been developed in order to constrain the U-series nuclide transport considering a transient behavior of radio-
nuclides in the aquifer and a time-dependent composition for the solid phase. This model permits a prediction of the time scale of equil-
ibration of the system, and an estimation of parameters such as weathering rate, distribution coefficients and a-recoil fractions.
Retardation factors of 10-35 and from 1 x 10* to 2 x 10° were predicted for U and Th, respectively, and can be used to predict the migra-
tion of radionuclides released as contaminants in the environment. At the scale of our watershed (~32 km?), a characteristic migration
time from recharge to riverine discharge of 200-600 yr for U and 0.2-3.7 Myr for Th was obtained.
© 2006 Elsevier Inc. All rights reserved.

1. Introduction

The short-term fate of radionuclides in aquifers has been
studied in considerable detail either through laboratory
experiments or through numerical models calibrated and
validated based on field data extending up to 50 years
(e.g., Zielinski and Rosholt, 1978; Buddemeier, 1988; Ker-
sting et al., 1999). In contrast, studies of long-term migra-
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tion (>50 years) are scarce and usually rely on chemical
analogs (e.g., Liu et al., 1996). U-series nuclides are espe-
cially powerful in investigating these issues as they repre-
sent natural analogs that have been migrating in aquifer
systems over long time scales (e.g., Krishnaswami et al.,
1982; Ku et al., 1992). Thus, they should enable investiga-
tion of the processes involved in long-term radionuclide
transport over large spatial scales. The U-series decay
chains include elements with a wide range of chemical
properties as well as isotopes with differing half-lives.
Among them, we have studied the longer-lived isotopes
of uranium (U) and thorium (Th). In a closed system, all
the nuclides in the decay chain reach secular equilibrium,


mailto:amelie.hubert@cea.fr

5438 A. Hubert et al. 70 (2006) 54375454

i.e., the activities of the radionuclides are equal. As water
flows through an aquifer, disequilibria (i.e., fractionation)
between U-series nuclides are produced by chemical and
physical processes such as weathering, adsorption, desorp-
tion or a-recoil. This allows the assessment of both the tem-
poral and spatial scales of these processes (Ku et al., 1992;
Osmond and Cowart, 1992; Osmond and Ivanovich, 1992;
Bourdon et al., 2003; Porcelli and Swarzenski, 2003).

U-series disequilibria have been used in several studies
of radionuclide behavior in groundwater (Krishnaswami
et al., 1982; Copenhaver et al., 1993; Luo et al., 2000).
These studies describe the transport processes (adsorption,
desorption, a-recoil, dissolution, and precipitation) that
produce U-series disequilibria measured in water and use
a mass-balance approach to estimate some of these param-
eters, where the o-recoil inputs are derived from *?’Rn
measurements. More recently, Tricca et al. (2000) devel-
oped a transport model including an advective term to
the processes of retardation described above. This model
has been applied to the studies of sandy aquifers (Tricca
et al., 2001; Reynolds et al., 2003) by considering that the
system is at steady state in order to solve the transport
equations.

Previous studies were based on measurements of U- and
Th-series nuclides in groundwaters and assumption of a
solid phase with uniform U, Th concentrations and at sec-
ular equilibrium. In contrast to these previous studies, we,
in addition to water sampling, have done a comprehensive
sampling of the solid phase from boreholes within a chalk
aquifer in the Paris Basin (France), and analyzed them for
U and Th isotopes. The sampling of both the solid and
fluid phases of the aquifer should provide a better under-
standing of the behavior of radionuclides at the water/rock
interface, which is the key for the development of a robust
mass-balance model. Unlike the model of Tricca et al.
(2000), which assumes steady state with a solid of constant
chemical composition, our model allows transient behavior
and includes a proper mass balance for both solid and flu-
id. This model was then used to evaluate key parameters
influencing the transport of radionuclides in an unconfined
calcareous aquifer.

2. Geological setting and sampling of the chalk aquifer

The Upper Cretaceous chalk aquifer extends over an
area of 70,000 km? in the Paris Basin. The chalk aquifer
has been extensively studied in England (Cuttell et al.,
1986; Edmunds et al., 1987; Feast et al., 1997; Elliot
et al., 1999; Schiirch et al., 2004) but there are only a few
isotopic studies on the continental part of this aquifer
(Kloppmann et al., 1996, 1998). Chalk is characterized by
having double porosity (matrix and fractures) providing
pathways for both slow and rapid migration of water.
The rock has its own matrix porosity (first type of porosity)
and this rock is fractured, which is the second type of
porosity. The total porosity of the chalk is about 40%
(Crampon et al., 1993a), whereas the fracture porosity is

about 1%. Price et al. (1993) indicate that 15% of the re-
charge to the chalk aquifer takes place through fractures.
In the saturated zone, both matrix and fractures are filled
with water. In the unsaturated zone, fractures are empty
and matrix porosity is saturated due to high pressure in
the capillary fringe that extends up to 40 m (Vachier
et al., 1987). Above the capillary fringe, the matrix is only
partly saturated.

The study area corresponds to a watershed located in
the Champagne region (NE of France). In this region,
the aquifer is monolithological (Campanian chalk, mostly
calcium carbonate), which makes it ideally suited for study-
ing water/rock interaction. This aquifer is unconfined and
is an important groundwater resource in France (Crampon
et al., 1993b). The studied watershed extends 8 km N-S
and about 4 km E-W (Fig. 1a). The recharge area is locat-
ed mainly on mounts forming the southern boundary of the
catchment divide (Fig. 1a). Water flows in a SW-NE direc-
tion and the aquifer is bounded on the north by the Suippe
river. The boreholes used for sampling are located at the
southern end of the watershed, near the catchment divide,
mainly in a north-south trending dry valley.

The water flow velocity has been determined based on
the hydraulic conductivity and the effective porosity of
the chalk. Pumping tests were done in the area and the
chalk presents a hydraulic conductivity ranging between
1.5%x107% and 1.5x 10> m s~ !, with an effective porosity
of 0.5-2% (Little et al., 1996). The effective flow velocity
ranges between 30 and 1200 m yr~'. Dry valleys are known
to be major drains of the aquifer as the permeability is
higher than in the surroundings (Crampon et al., 1993a).
An average flow velocity of 450 m yr~' was used in this
work.

In order to analyze rocks at different depths, samples
were taken from 80 mm diameter cores obtained from both
new and older boreholes. Five bores, located along an
approximate flow line (SSW to N, Figs. la and b), were
drilled down to 45-80 m depth, depending on the topogra-
phy and the piezometric level. Rock samples were taken
from the center of these cores to avoid contamination by
the drilling fluid (water from a nearby well). The chalk
material has a mean grain radius of 0.38 um and a density
of 2700 kg m > (Vachier et al., 1979).

Water samples were collected only from newly drilled
boreholes. These boreholes were carefully lined with PVC
slotted lining from the base of the hole up to 10 m above
the higher water level (measured on site) and with full lin-
ing up to 1 m above the topographic surface. The gap be-
tween the wall-rock and the PVC lining was filled with
silica sand to prevent the hole from collapsing and to allow
good water circulation from the base up to 1 m above the
limit between slotted and full lining. Granules of bentonite
were added in the last meter to avoid water infiltration
from the surface. Cement was added to fill in the hole up
to the top and stabilize the well. Upon completion, these
wells were flushed using an air lift for over 1h to clean
them. After 5 months, the wells were pumped to purge
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Fig. 1. (a) Map showing the studied area with the sampling locations. The piezometric level, shown in the figure, was determined during the dry season,
and modified from BRGM (1966). (b) Cross-section along a flow line showing the water table and the piezometers used in this study.

them and minimize aging and adsorption of elements dur-
ing water storage. Sampling was done 24-48 h after the
purging, which allow the water level in the well to come
back to its original level. Sampling was performed 10 m be-
low the water table or 1 m above the bottom of the well
when the water was low. During groundwater sampling,
pH and conductivity were measured to ensure that con-
stant conditions were reached. Just after sampling, pH,
conductivity, temperature and redox potential were mea-
sured in situ, using a probe installed in the well at the depth
of sampling.

Surface waters (springs S1, S2 and rivers Suippe, Pros-
nes and Vesle) as well as groundwaters (G1, G2, G3 and

G4) were sampled in October 2002, October 2003 (periods
of low water flow regime) and/or March 2003 (period of
high water flow regime). The Prosnes sampling point
(Fig. 1) was a river resurgence (Prosnes-I) in October and
a spring (S2-1I) in March. Twenty liters of water was sam-
pled and then filtered with 0.45 pm filters by frontal filtra-
tion within 2 h of sampling in our field laboratory and
stored in acid-washed polypropylene bottles. Two aliquots
were acidified to pH < 2 with high-purity HNO; for major
cation and isotope measurements. Un-acidified aliquots
were used for alkalinity determination by Gran titration
in our field laboratory and for major anion analyses. For
U and Th isotope analysis, they were preconcentrated from



Table 1
Chemical compositions of water samples
Sample name  Sampling Water  Alkalinity pH Eh (mV)  Specific Temperature F~ ClI- NO; S0, Nat K7 Mg*™  Ca®™  Balance (%)  Qearciee

date type® (mmol/L) conductivity  (°C)

(mScm™)

S1-1 9/23/02 S 4.45 7.09 5173 0.438 11.4 36.6 495 414 165 188 42.0 468 2255 -84 —0.26
S1-11 3/18/03 S 3.55 721  461.6 0.557 10.2 19.1 481 548 154 207 39.7 487 2342 1.2 —0.22
Prosnes-1 10/8/02 R 3.87 7.13  491.6 0.064 9.3 433 639 463 123 198 374 351 2292 3.6 -0.27
S2-11 3/18/03 S 3.92 7.06  445.6 0.695 10.1 155 947 726 142 353 145 349 2816 1.5 —0.26
SuippeAM-I 9/23/02 R 3.89 8.04 5558 0.424 11.9 144 587 422 100 230 320 33.0 2184 43 0.63
SuippeAM-IT ~ 3/18/03 R 4.48 7.78 4835 0.574 8.3 133 607 557 113 236 347 376 2410 6.5 0.45
SuippeAV-I 9/23/02 R 3.57 7.74  557.5 0.445 12.0 19.5 605 432 122 280 555 432 2264 0.8 0.31
SuippeAV-II  3/18/03 R 3.56 7.83  526.1 0.579 9.1 134 608 542 115 247 392 426 2405 2.3 0.41
VesleAM-1 10/8/02 R 3.91 770 — 0.075 8.3 16.6 685 482 121 213 30.0 339 2302 —4.1 0.30
VesleAV-1 10/8/02 R 441 769 — 0.497 9.2 273 726 445 185 335 57.5 497 2626 -2 0.39
GI-11 3/20/03 GW 2.85 — — — — 228 124 188 77 129 114 484 1693 4.1 -5.1¢
G2-11 3/18/03 GW 3.68 7.02 4804 0.538 11.3 14.1 181 328 34 170 109 576 2108 2.7 —0.43
G2-111 10/29/03  GW 3.8 742  499.1 0.414 11.4 53 237 290 19 165 103 494 2161 2.5 0.00
G3-111 10/30/03 GW 4.59 7.27  456.0 0.522 11.1 10.5 922 289 42 122 128  41.1 1664 —6.2 —0.18
G4-111 10/30/03 GW 3.54 7.50 5173 0.400 11.0 263 302 576 48 174 744 494 2136 0.9 0.04

All concentrations are in umol/L.
&S, spring; R, river; GW, groundwater.

® Cation/anion balance = (3" cations — 3 anions)/(3 cations + 5" anions) in mEq L™,

¢ Qearcite = log(ac,2+ X aco,? /Ks) with a2+ and aco,? the activities of the ions and Kg the solubility constant of calcite.
pH and temperature has been taken at 7.3 and 11.2, respectively (mean of groundwater values), for saturation index calculations.
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10 to 15 L of filtered water with Fe hydroxide in our field
laboratory; for this, 1 ml of a Fe(NOj3); solution containing
40 mg/ml of high-purity Fe was added and distilled
NH4OH to adjust the pH to 9-9.5 for Fe hydroxide co-
precipitation.

In order to characterize the composition of waters per-
colating from the surface, 20 g of soil material was mixed
with about 0.1 L of rain water collected during the previous
day. This mixture was then stirred and left for 2 h. The
water was filtered with 0.45 um filter and acidified to
pH < 2 with high-purity HNOj;. Analytical procedures
are described in Appendix A.

3. Results

Major element compositions of groundwater, river- and
spring-water samples are given in Table 1. The cation/an-
ion balance for the waters is better than 9% (Table 1), indi-
cating a consistent data set. All the waters were oxidizing
(Eh above 400 mV) and pH values range from 7 to 8.
Water temperatures range between 8 and 12 °C, with no
measurable variation between low and high flow regimes.
The U, Th contents and the U-series activity ratios for
water and rock samples are reported in Tables 2 and 3,
respectively. The results of bulk rock analysis integrate
both the carbonate and the residue after acetic acid disso-
lution (see Appendix A for details). In what follows, we re-
fer to the bulk solid phase as chalk or rock samples.
(P*U/**U) ratios (where parentheses denote activity ra-
tios) range from 0.878 to 1.109 in rock samples and from
0.981 to 1.541 in water samples. (3*U/***U) ratios were
measured along a depth profile (Fig. 2). In order to com-
pare rock samples, the depth of the chalk was calculated
relative to the mean water-table level for each well. Three
zones can be identified in the aquifer: (i) a vadose zone,
from 50 to 12 m above the mean water-table level, with

chalk samples depleted in >*U relative to 2**U, (ii) a satu-
rated zone, from 9 m below the mean water-table down to
the deepest sample (32 m), with chalk samples that have
(3*U/*8U) above 1 or near secular equilibrium, and (iii)
a zone of water-table fluctuation, between the upper part
and the saturated zone, where chalk U activity ratios are
both enriched and depleted in ***U relative to >*U. Water
samples all show (2*U/**U) > 1 (except for G1-II) with
the highest values in river waters and the lowest value in
the deepest groundwater sample. Such enrichments in
24U in the dissolved phase have commonly been found
in most groundwaters (Andrews and Kay, 1982; Plater
et al., 1992; Bonotto and Andrews, 1993; Riotte and Cha-
baux, 1999). The soil leachate has a deficit in **U (as indi-
cated above the aquifer in Fig. 2).

The chalk has a wide range in (***U/**?Th) from 1.42 to
7.39 (Table 3), but (>**Th/***U) ranging from just 1 to 2
(Fig. 3). A depth profile of (***Th/**?Th) for both rock
and water samples shows that water and rock samples do
not have the same Th isotope signature (Fig. 4). Ground-
waters have substantially lower (***Th/?*’Th) than the
chalk, but similar (**°Th/*?Th) to the soil leachate and
the fracture wall material. The only exception is a spring
(S2-II) that was sampled 6.5 km from the water divide,
quite far from the other sample locations.

4. Uranium/thorium behavior in the aquifer

In this section, we investigate qualitatively the geochem-
ical behavior and fractionation pattern of U-series nuclides
(P¥U-2*U-*Th) in the aquifer system. Variable
(#*U/**U) in the chalk indicate U mobility in the matrix
over the past 1 Myr. Signatures of U mobility prior to
1 Myr cannot be detected as ***U would have attained
equilibrium with ***U because of the short half-life of
234U (~2245 kyr). Preferential leaching of 2**U in the vadose

Table 2

U-series and Sr isotope data in water samples

Sample name Depth of Distance from (BHu/Pru) (3°Th/*>Th) Th (pg L") U (gL 87Sr/8Sr
sampling (m) catchment divide (m)®

SI-1* 0 3500 1.211 £ 0.002 3.87+0.18 594409 466.2 £0.3 —

S1-1T* 0 3500 1.209 £ 0.003 270 £0.17 90.5+2.2 464.6 £0.4 —

Suippe AM-I 0 — 1.537 +0.003 2.82+0.32 614.8 +12.2 259.4+0.3 —

SuippeAM-I1 0 — 1.472 £ 0.003 2.41 £0.03 847+ 1.8 2922402 0.707672 £ 21

SuippeAV-I 0 — 1.541 +0.003 2.87 £0.47 145.1+2.0 30424+ 0.4 —

SuippeAV-II 0 — 1.498 + 0.005 2.30+0.14 11.8+28 331.1+£0.4 0.707684 + 17

Prosnes-I* 0 — 1.521 + 0.003 2.66 +0.10 139.8 + 8.4 4348 +£0.3

S2-11* 0 6500 1.413 £ 0.002 11.00 £ 0.21 125.1+2.8 308.54+0.2 0.707658 £ 25

VesleAM-T* 0 — 1.461 + 0.003 2.80 +£0.17 177.7+7.9 253.5+0.2 —

VesleAV-I* 0 — 1.439 £+ 0.003 3.20 +0.07 167.4 £10.0 390.5+0.3 —

Gl1-II 70 1100 0.981 + 0.002 3.05+0.12 2629+ 3.8 823.8 +0.05 0.707556 + 23

G2-11 45 2000 1.278 £ 0.002 1.85+0.07 483 £12.2 932.0+1.0 0.707821 £+ 18

G2-111 50 2000 1.339 4+ 0.002 2.73+£0.10 127.6 +2.6 643.34+04 0.707815 + 23

G3-111 46 2500 1.400 + 0.004 2.09 £0.11 66.2+1.3 782.6 +0.4 0.707807 £ 26

G4-111* 44 1000 1.164 + 0.004 1.86 +0.07 1074.0 + 16.1 454.1+£0.3 0.707679 + 23

Soil leachate 0 0 0.986 + 0.005 1.87 £ 0.08 32527 + 1395 177.1 £0.1 —

& Samples not located on the main flow direction.

® Calculated along a flow line from the catchment divide.



Table 3
U-series and Sr isotope data for the solid samples
Sample Sample Sample  Mean Residue®  (P*U/%U) *°Th/?2Th)  **U/A?Th) *°Th/*U) U (ngg™) Th (ngg™ ) 87Sr/86Sr
elevation depth water-table (Wt%)
(m) (m) depth (m)
Outcrop chalk 140 0 45 2.39 0.878 £+ 0.004 3.80 +0.07
R1_10_1 192 10 44 3.36 0.987 £ 0.002 2.854+0.01 2.524+0.03 492.34+0.3 0.707511 &= 11
R1_40_2 162 40 44 6.14 1.005 £ 0.004 6.05+0.05 3.03 +0.01 1.99 +0.02 882.5+0.4 8833+17 0.707488 + 13
R1.49 2 153 49 44 9.54 1.002 £ 0.005 34240.13 2.51 £0.06 1.35 4+ 0.05 399 £0.2 4819 £ 5.8 0.707502 & 16
R2 24 120 24 42 0.982 +0.012 3.51+0.07 3.13+0.01 1.14 £ 0.03 4975+07 4817+03 0.707483 + 14
R2 34 110 34 42 1.059 £ 0.006 6.03 +£0.08 5.06 4 0.02 1.12 4+ 0.02 451.240.3 270.34+05 0.707518 = 15
R2 44 100 44 42 1.019 £ 0.006 5.50 +0.03 5.11 £0.01 1.06 £ 0.01 519.8+0.4 308.5+01 0.707437 + 16
R2 53 91 53 42 2.03 1.109 £ 0.102 8.03+£0.04 537+£0.13 1.35+0.13 4573453 25844+01 0.707451 &+ 14
R2_64 80 64 42 0.84 1.010 £ 0.013 4.88 +£0.05 4.81 £0.12 1.00 £ 0.02 560.9 +0.7 3538+02 0.707487 + 13
R2_ 74 69 74 42 0.84 1.039 £ 0.003 10.77 £0.15 7.39+£0.42 1.40 £ 0.08 5399404 104.2 +0.8 0.707416 & 13
R3_152 218 15 36 3.50 0.982 £ 0.003 2.97 +£0.01 0.707526 + 11
R3 36 1 197 36 36 1.037 £0.017 3.66 +0.13 3.09 +0.06 1.14 £+ 0.05 568.6 +1.3 5575+ 5.6
R3.362 197 36 36 4.26 1.029 + 0.027 3.55+0.11 3.10 £ 0.05 1.11 £+ 0.05 570.6 +2 558.5+4.2 0.707482 4+ 12
R3_36_3 197 36 36 1.037 £ 0.004 3.71+£0.12 324 +0.04 1.10 £ 0.04 595.74+£0.2 557.5+38
R3 451 188 45 36 6.43 0.960 £+ 0.010 2.00 £+ 0.06 1.42 £0.01 1.47 £+ 0.05 428.9 +£0.5 917.6 £3.3 0.707525 + 13
R3_45 2 188 45 36 8.84 1.013 £ 0.007 1.97 4+ 0.06 1.46 +0.01 1.31 +£0.04 405.7+0.3 843.7 +3.1
R4 151 218 15 29 1.006 + 0.005 3.240.12 2.69 £+ 0.01 1.19 £ 0.04 473.74+0.3 5349+1.2 0.707536 4 12
R4 153 218 15 29 4.97 1.012 £ 0.004
R4 251 208 25 29 11.98 0.970 £ 0.004 4.02 £ 0.06 3.88 +£0.01 1.07 £+ 0.02 721 £0.3 564.3+0.6 0.70752 + 21
R4 41_1 192 41 29 2.89 1.013 £0.010 5.68 +0.18 5.04 +0.07 1.11 £ 0.04 8214+ 1.1 494.8 + 3.9 0.707519 + 10
R4 412 192 41 29 1.064 £+ 0.016 5.03+0.16 4.21 +£0.07 1.12 £ 0.04 6558+ 1.3 472.1 +£3.8
R5 24 172 24 25 11.48 0.915 £ 0.008 5.334+0.04 2.75+0.01 2.12 +0.02 520 £ 0.6 573.0+0.4 0.707524 + 11
R5_34 162 34 25 3.65 0.896 + 0.003 491 £+ 0.05 4.66 +0.01 1.14 £+ 0.01 546.7 +0.1 3445+23 0.707467 + 14
R5 44 152 44 25 4.82 1.015+0.010 567 +£0.7 0.707527 + 11
R5_53 143 53 25 0.993 £+ 0.007 6.90 +0.04 6.47 +£0.01 1.07 +£0.01 673.5+0.6 315.6 £0.1 0.707462 4+ 13
Fracture wall R4 183 13 29 22.73 1.000 + 0.002 1.89 +0.01 1.79 +0.01 0.97 +0.01 1148 +0.7 1987.0 + 12

* Residue after acetic acid dissolution.
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Fig. 2. Plot of (3**U/**8U) activity ratios measured in solid and aqueous
phases versus depth of sampling calculated relative to the mean water-
table level in each well. The dark vertical line represents secular
equilibrium. The solid circles represent rock samples from drilling cores,
the triangle represent fracture material, and the open, crossed and solid
squares represent groundwater, spring-water and river-water samples,
respectively. The open circle represents the soil leachate that is indicated
above the aquifer, with no relation to the height above the water table.
Water samples show enrichment in 2**U whereas rock samples show
contrasted values with 2**U depletion mainly in the upper part of the
aquifer and enrichment in the water-table fluctuation zone and in the
saturated zone of the aquifer.

zone results in (**U/**U) > 1 in the water samples and
234U depletion in the chalk. Remarkably, (***U/**®*U) > 1
are found in rock samples from the zone of water-table
fluctuation (Fig. 2). The simplest explanation for
(3*U/*8U) > 1 is that »*U-rich material has been deposit-
ed in these layers. We consider a priori two possible mech-
anisms for U deposition: (1) a redox front due to seasonal
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Fig. 3. (3°Th/*Th) versus (238U/232Th) activity ratios in core samples
for the different boreholes. The equiline is the line of secular equilibrium.
The triangle and circles represent the fracture material and the rock
samples, respectively. All samples plot above the line of secular equilib-
rium and show a wide range of (***U/?*?Th) activity ratios. They all show
preferential U leaching from rock.
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Fig. 4. Plot of (¥*°Th/?*2Th) versus depth of sampling for rocks (solid
circles), fracture material (triangles), soil leachate (open circle), ground-
water (open squares), spring (crossed squares) and river (solid square)
samples. Groundwaters are characterized by (***Th/>**Th) activity ratios
lower than rock samples. The arrows represent a possible evolution line
for (**°Th/**>Th) during water circulation.

changes in the aquifer or (2) precipitation of calcite due to
variation in its saturation index. No significant difference
has been observed in the water oxidation state (Table 2)
measured in situ during high flow (March) and low flow
(September—October) regimes. In contrast, there seems to
be difference in calcite saturation index (Qcacite, Table 1),
between the two periods. In high water flow regime,
groundwater samples have Qg between —5.1 and
—0.43, indicating undersaturation with respect to calcite,
compared to values of —0.26 and 0.04 in the low water flow
regime, indicating a slight undersaturation or saturation.
This can promote precipitation of calcite during the low
water flow regime, which can result in (***U/**®U) > 1 in
the chalk samples located in the water-table oscillation
zone. As water oxidation state has not been measured for
the entire annual cycle, more data about redox state would
be useful to be fully conclusive.

In contrast with the 2**U->*U system, 2*°Th->**U sys-
tematics in rocks shows that U is depleted relative to more
immobile Th. From the (**°Th/*?Th)/(***U/?**Th) ratios,
it is clear that all the rock samples are characterized by
(¥*°Th/**%U) greater than 1 (Fig. 3). The trend in Fig. 3
could result from a heterogeneous aquifer matrix with var-
iable initial compositions (Fig. 5a) that evolves away from
the equiline (line of secular equilibrium in Fig. 3) as U is
being leached. The digestion of the rock samples reveals
that the matrix is not composed of pure calcium carbonate.
There is a residual phase after digestion with acetic acid
amounting between 0.8 and 12 wt% of the total sample
(Table 3). Therefore, the chalk is not a completely homoge-
neous lithology and the trend in Figs. 3 and 5a is inferred
to result from variable composition in (***U/**?Th). Sr iso-
tope ratios are correlated with (***Th/**?Th) (Fig. 6), which
can be interpreted in terms of a mixing line between a
carbonate endmember (high U/Th, low *’Sr/*®Sr) and a



5444 A. Hubert et al. 70 (2006) 5437-5454
a 12 T T T T T
A Fracture material
10l-|® Rock samples ° /“ ]
* Initial rock composition
E 8 |- ¢ «——x -
g Uranium leaching /
NE 6 ¢ <«——g—x Variable -
[ U .- initial U/Th
§ 4 - o in rocks i
~ )
/
2 |- D% -
0 1 1 1 1 1
0 2 4 6 8 10 12
(238U/232Th)
b 20 T T C 18 T T
18 - ,f/‘ 16 |
16 - 14 L
= 14 L[ —_
S S
S 12 &
= or -
3 8 8
L 8 - R
o L WU:2x10'Gyr‘_ 6 L
—  — W, =3x106yr!
4 — — = Wy=4x106yr ‘r
o L W& e W =5x106yr' | 2 L
Th u
0 1 1 k7=k’=0 0 | |
0 5 10 15 0 5 10
(238U/232Th) (238U/232Th)

Fig. 5. Different scenarios for U leaching in rock samples. (a) Initial rock composition with a wide range evolving as uranium is being leached, (b) plot
with model curves showing the evolution of (3**Th/?**Th) versus (***U/?*?Th) in the bulk solid phase without adsorption (k™ = kY = 0) for various initial
rock compositions and U weathering rate, and (c) plot with model curves showing the evolution of (B°Th/**Th) versus (3**U/?**Th) in the bulk solid
phase (solid and surface layer) for Wy =3 x 10" yr~!, kY = 750 and initial rock composition of (***U/?**Th) = 13.4 and k™" of 0, 10°, 10° and 10’.

silicate endmember (low U/Th, high ¥’Sr/*Sr). The Sr iso-
tope ratios vary positively with the mass fraction of acid-in-
soluble residue (Table 3). However, there is no relationship
between the bulk Th concentration and the residue frac-
tion. The residual phase has been characterized by X-ray
diffraction at LGIT (Laboratoire de Géophysique Interne
et Tectonophysique, Grenoble) and it is predominantly sil-
icates (mainly quartz and kaolinite). Thorium is mainly
contained in this silicate phase and is obviously less mobi-
lized than U during weathering.

Groundwaters have (2*°Th/?**Th) ratios lower than the
chalk samples but similar to the soil leachate and the frac-
ture material (Fig. 4). As shown in Fig. 7 (***Th/***Th) in
water samples tends to increase with the distance from the
catchment divide. The water collected near the recharge
mostly results from vertical infiltration through the soil
and the vadose zone and has not flowed over a long dis-
tance within the saturated part of the aquifer and has there-
fore not interacted for a long time with the chalk matrix. It
can be inferred that increasing water/rock interaction tends
to increase (**°Th/?*’Th). All the water samples show a
more radiogenic signature in 8’Sr/*°Sr (Fig. 6) than the
rock samples. The surface layers, where rainwaters infil-
trate, are richer in silicates (with a low 2*°Th/**?Th) than
the deeper part of aquifer matrix (chalk with a high
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Fig. 6. Plot of (***Th/?**Th) activity ratios versus ¥’Sr/®¢Sr for rock and
water samples. The solid circles represent rock samples from drill cores,
the open, crossed and solid squares represent groundwater, spring and
river samples, respectively. The relationship between Th and Sr isotope
systems in rocks shows that (**°Th/>*>Th) ratios are linked to lithological
variations. The deep rock samples are richer in carbonate phase than
shallow samples which show also more radiogenic %’Sr/%°Sr. Water
samples show more radiogenic *’Sr/*®Sr ratios than rocks, indicating that
they have circulated in a medium richer in silicates (probably clays from
soil) than the aquifer rocks.
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Fig. 7. (3*°Th/***Th) activity ratios versus distance from the catchment
divide in groundwater (open square) and spring (crossed square) samples.
Activity ratio for soil leachate (open circle) is set at a distance of zero. The
data show that (**°Th/**2Th) activity ratios in water increase with distance
from the watershed divide. Starting from an initial (***Th/>**Th) activity
ratio in infiltrating water (as given by the soil leachate), the curves
represent the predicted behavior of (***Th/>*?Th) in water versus distance
from the catchment divide for an age of 1 Myr. Curves are labeled with
water flow velocities (v). This range of water flow velocity is consistent
with hydrogeological modeling for this aquifer (F. Renard, pers. comm.).

239Th/?32Th). Thus, it is likely that the Th isotope signature
of water is inherited from the upper part of the vadose
zone. The possible source of radiogenic Sr and radionuc-
lides in groundwater may also be the soil. As listed in Table
2, soil leachate has a (230Th/232Th) ratio of 1.87, which is
similar to the lowest groundwater values. The coating of
the fracture sample could reflect the same Th isotope signa-
ture as the soil and further suggests that fractures represent
a rapid pathway of water infiltration from the recharge
area. Moreover, the Th concentration measured in ground-
water samples largely exceeds its solubility based on the
major ion composition of the water, using the geochemical
code CHESS (van der Lee and De Windt, 2002). A logical
inference is that Th is bound to colloids when infiltrating
from the soils to the aquifer, which increases the apparent
solubility of Th (Langmuir and Herman, 1980). Studies
have shown that organic colloids promote the transport
of radionuclides in river waters (Porcelli et al., 1997,
2001; Viers et al., 1997), and that Th is strongly complexed
by humic acid and products resulting from humic acid
decomposition (Cacheris and Choppin, 1987; Viers et al.,
1997). The analyses of dissolved organic carbon (DOC)
show no detectable trace of organic carbon in the samples
(<1 mg L™"). Although we have not identified the carrier of
Th in the chalk aquifer waters, colloids seem to be a very
likely candidate for explaining the enhanced Th transport.

5. Quantifying U-series transport processes within the
aquifer

An important aim of this study is to quantify the pro-
cesses that control radionuclide migration at the water/
rock interface. Previous studies based primarily on mea-

surements in the water phase have highlighted the applica-
tion of U-series disequilibria to quantify parameters
influencing radionuclide mobility (Krishnaswami et al.,
1982; Luo et al., 2000; Tricca et al., 2000, 2001; Reynolds
et al., 2003). Many of these studies consider that the U-se-
ries decay chain is in secular equilibrium in the solid phase.
U-series disequilibria in the bulk solid phase result from
protracted periods of weathering and the precise determi-
nation of the U-series isotope distribution in the solid
phase provides constraints on weathering rates. Our data
set includes analyses of both the solid and water phases
of the aquifer that enables us to construct a complete
mass-balance calculation that has not been possible in
other studies of U-series in aquifer systems. Furthermore,
it enables us to compare sorption coefficients measured in
the laboratory with our field determinations which inte-
grate a much larger scale.

5.1. Basic concept of the model

The model described below is a one-dimensional time-
dependent model for the migration of U-series nuclides in
a porous medium. Similar to previous modeling attempts
(Tricca et al., 2000, 2001; Keum and Hahn, 2003; Reynolds
et al., 2003), it takes into account three phases: (1) a solid
phase that does not directly exchange with the water phase,
(2) a surface layer that represents the part of the solid phase
accessible to liquid phase (where physico-chemical reac-
tions, such as adsorption/desorption, take place), and (3)
a liquid phase.

The processes that affect the distribution of nuclides in
the different phases are: (a) in situ production by decay
of the parent nuclide, (b) in situ decay of the nuclide,
(¢) a-recoil which ejects a fraction of the daughter nu-
clide produced from solid to liquid phase, (d) dissolu-
tion/precipitation of the solid phase with a first-order
rate specific to each element, (e) adsorption of nuclides
from the liquid phase onto the surface layer, (f) desorp-
tion of nuclides from the surface layer to the liquid
phase. U oxidation state is usually an important param-
eter to assess its mobility but, as shown in Sections 3
and 4, this parameter is not crucial in the chalk aquifer
due to oxidizing conditions.

Several models have been developed to quantify the
behavior of radionuclides in groundwater (Krishnaswami
et al., 1982; Luo et al., 2000; Tricca et al., 2001) and
have all used a similar approach: they all considered
aquifer phases to be at steady state and neglected the
possible time-evolution of the solid phase. Our data
clearly show that the solid is not in secular equilibrium
with respect to U-series nuclides: this indicates that U-se-
ries fractionation is recent (less than 300 kyr). As a con-
sequence, we have considered the time dependence of
radionuclides both in the liquid and solid phases. How-
ever, similarly to other studies, the surface layer is con-
sidered to be in quasi-steady state (Tricca et al., 2000,
2001). In fact, as the exchange between the water and
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the surface layer is fast, the surface layer always remains
in quasi-equilibrium with the water.

We consider an elementary volume of aquifer and the
mass conservation equation for a given radionuclide i in
the solid phase is:

aps(l_@%gl _fsl)cis p.(1—®)(1 —fsl)(l—gl) CP

)ﬂIS ;Lp
—ps(l—@)(1—ﬁ1><zi+wi>cis, (1)

where C is the nuclide concentration in mol per kg, s
and sl subscript refer to solid phase and surface layer,
respectively, 1 and p superscripts denote the nuclide
and its parent, respectively, A is the decay constant
(yr 1), @ is the porosity of the aquifer, f; is the volume
of surface layer per volume of solid phase, ¢; is the frac-
tion of nuclide i ejected into the liquid phase from the
solid, & is the fraction of nuclide i ejected into either
the solid or the liquid phase from the surface layer, p
is the density of a given phase (kgm™>) and W, is the
weathering rate of element i (yr'). The values of the
parameters that are typical for the chalk aquifer are list-
ed in Table 4.

The sources of nuclides in the rock are in situ decay
of the parent nuclide (first term in the right-hand side
(RHS) of Eq. (1)) and recoil from the surface layer (sec-
ond term in the RHS of Eq. (1)). We consider that half
of the fraction recoiling from the surface layer goes to
the solid phase and the other half goes to the liquid
phase. Nuclides are released from the solid phase to
the water phase through recoil and weathering (third

1
+2psl(

term in RHS of Eq. (1)) and they decay in situ to their
daughter nuclide (third term in RHS of Eq. (1)). The
conservation equation of nuclide i in the liquid phase
can be written as follows:

0p,®C,,  dp,dC\,

+ps(1 = @)(1 - fa)eidy CY
i i 1

+psl(1_¢)k—1SC +2psl(

+ 0y, P4, Ch
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where w subscript refers to water phase, v is the
water velocity (myr '), k‘] and kﬂl represent the
adsorption and desorption rates, respectively (myr')
and S is the area of surface layer per volume of rock
(m*m3).

In Eq. (2), the nuclide concentration in water evolves as
a function of both time and distance from the water divide.
The advective term is controlled by the water velocity (first
term in RHS of Eq. (2)). Nuclides are produced in the li-
quid phase by in situ decay of parent isotopes (sixth term
in RHS of Eq. (2)). They are released from the solid to
the water phase by weathering (second term in RHS of
Eq. (2)) and a-recoil (third term of RHS in Eq. (2)), from
the surface layer by a-recoil (fifth term in RHS of Eq.
(2)) and desorption (fourth term in RHS of Eq. (2)). The
sink term for nuclides in the liquid phase are in situ decay
(seventh term in RHS of Eq. (2)) and adsorption onto the
surface layer (eighth term in RHS of Eq. (2)). The conser-
vation equation for nuclide i in the surface layer is as
follows:

Table 4
Model parameters
Symbol Parameters Value Unit
s Rock density 2700 kg m~? of rock
st Surface layer density 2700 kg m~>of surface layer
O’ Water density 1000 kgm~3 of water
@° Porosity 0.4
r Chalk grain radius 0.38x10°° m
v Water flow velocity 450 myr~!
T° Thickness of surface layer 1-1.5 nm
s Surface of surface layer per volume of solid 8 x 10° m™!
fa Volume of surface layer per volume of solid 8-12x107°
wy" Uranium weathering rate 2-5x107° yr!
Wy Thorium weathering rate 1x107° yr!
enary Fraction of recoil 2**Th from the rock phase 0.05
e Fraction of recoil »*°Th from the rock phase 0.06
. Fraction of recoil nuclide i from the surface layer 1
kY Uranium distribution coefficient 500-1000
£ Thorium distribution coefficient 1-10x 10°
Cf, Concentration of nuclide i in the phase n mol kg~! of phase

# Vachier et al. (1979).

b Crampon et al. (1993a).
¢ Doyle et al. (2004).

* Calculated in this study.
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Both adsorption and desorption affect the surface layer
composition. We consider that nearly all the nuclides pro-
duced by a-decay recoil from this layer are lost, with half
being ejected into the solid and the other half into the water
phase. This surface layer is assumed to be in steady state
such that:

kS o fak(1— €
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The surface layer thickness (7), the surface area (S) and the
volume of this layer (f;) are not independent parameters.
The surface S (Eq. (5)) is defined as the surface area of
the surface layer divided by the volume of the grain:

42 32
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i

(4)

with r the average grain radius. 7T ranges from 1 to
1.5 nm according to Doyle et al. (2004), and represents
0.25-0.4% of the grain radius (380 nm according to
Vachier et al. (1979)). Thus, T has little influence on
the estimate of S and can be neglected in Eq. (5). The
fraction of solid volume occupied by the surface layer
is defined as follows:

Azu(rT)zg. (6)

r r

Eq. (1) was solved by standard methods for first-order or-
dinary differential equation while an analytical solution
was obtained for Eq. (2) by Laplace transform methods.
Decay constants were taken from Bourdon et al. (2003)
with  Josy = 1.551 x 107" yr!,  Jaseqy, = 10.505 yr ',
Joay = 2.823 x 107 yr~!, Asor, = 9.158 x 10 ° yr'  and
Jongy, = 4.916 x 107" yr~!. For the initial conditions at
t =0, the rock was taken to be in secular equilibrium,
and for the boundary conditions at x = 0, the composition
of the water at the recharge was similar to the composition
of the soil leachate (see Table 2). Solution of the equations
for each radionuclides, in groundwater and rock, is too
long to be written in this paper and is given in Hubert
(2005).

5.2. Transport mechanisms of U and Th

5.2.1. The role of adsorptionldesorption and dissolution on
UITh fractionation

We have considered a priori that the water flow in the
chalk aquifer has lasted between 10 ka and a few Ma.
The U-series data for rock samples reported in Table 3 rep-
resent bulk rock analysis where the surface layer has not
been isolated. As a consequence, in order to compare the

modeling results with our observations, we calculated the
bulk solid composition which integrates the solid phase
(s) and the surface layer (sl) as calculated in the model.
In what follows, we used the model results to estimate
the rate parameters characterizing dissolution ( W), adsorp-
tion and desorption (k’s).

Dissolution affects the bulk solid composition while
adsorption and desorption affect the surface layer. For
example, the evolution of ***U in the solid phase depends
onzx;the weathering rate and the initial U concentration
(Cy,") and can be expressed as:

238 238 _
Cs V= CstOUe WU[' (7)
In contrast, the evolution of ***U in the surface layer de-
pends on surface phenomena:
C238U _ pkaS szsu' (8)
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In Eq. (8), fulssy can be neglected, so it follows that:
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where k" is a dimensionless U distribution coefficient de-
fined as the ratio of the adsorption/desorption rate con-
stants. Ciij, the concentration of **®U in the water
phase, is given by the following equation:

C238U _ CZ}SU
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PP
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After algebraic manipulation of Eq. (9), the adsorption
terms (fourth and eighth term in the RHS of Eq. (2)) disap-
pear. The *®U concentration in the water increases only
due to weathering. The U adsorption onto the surface layer
is assumed to be in steady state (see above) and the varia-
tion of **U concentration in the water through time is not
influenced by this process.

The equations describing the evolution of ***Th concen-
tration in the solid and surface layer are similar to Egs. (7)-
(10), with parameters Axy,, Wy, and k™.

We first attempt to determine the values of Wy and Wqy,
by assuming that adsorption is negligible (kY = k™ = 0).
In this context, the **°Th->*®U fractionation shown in
Fig. 3 requires that Wy > Wy, which implicitly means that
dissolution is not congruent. The combined Th and Sr
clearly demonstrate that the initial U/Th ratios in the solids
are not constant. In order to model the data shown in
Fig. 3, we have assumed a variation in initial >**U/***Th ra-
tios. Model parameters were adjusted by trial and error in
order to fit the collected data for both water and rock sam-
ples. (**®*U/**Th) is changing through time, and for
Wy = 7TWry the time evolution is independent of the value
of Wry. The data shown in Fig. 5b can be explained for
Wy ranging between 2 x 107¢ and 5 x 107¢ yr~!. Previous
studies of U-series disequilibria in continental environ-
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ments have derived a similar parameter, which was denom-
inated as a leaching coefficient, weathering rate or dissolu-
tion rate constant (Tricca et al., 2001; Vigier et al., 2001,
2005; Mabher et al., 2004; Dosseto et al., 2006). This param-
eter was assumed to be a first-order rate constant, with val-
ues ranging from 10~° to 10> yr~! for U and from 10"
to 107 yr~! for Th weathering from a variety of lithologies
(mainly sedimentary or basaltic lithologies but not chalk).

We then test whether adsorption/desorption on the
surface layer could play a role in the data shown in
Fig. 3, which means the surface layer is not negligible.
As shown in Fig. 5c, for k™ ranging between 10° and
10%, a slight effect can be seen, but for k™" ranging be-
tween 0 and 10° there is hardly any effect of the surface
layer on the Th budget of the bulk solid. This is due to
the small volume of the surface layer relative to the
grain. Values of k™ <10° yield incoherent value for
(*°Th/?**Th) in water (<0), and k™ > 10°® cannot explain
the solid phase data. Thus, k™™ has been estimated to
range between 10° and 10°.

For the determination of kY values, we used the var-
jation of (***U/**U) in water versus the distance from
the catchment divide for various water flow velocities
(Fig. 8). Considering a heterogeneous water flow, due
to the hydrologic properties of the chalk (Price et al.,
1993), kY has been estimated to range between 500 and
1000. With this range of values, our calculations could
not detect any effect of k¥ on the U behavior in the solid
phase. This is attributed again to the small volume of the
surface layer relative to the grain. Overall, the adsorption
phenomenon on U and Th cannot be responsible for the
variation of (***Th/**®*U) in the solid phase and can
therefore be neglected in studies of carbonate chemical
weathering.
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Fig. 8. Predicted behavior of (>**U/?*®U) in the aquifer water versus
distance from the catchment divide for various kU and water flow
velocities compared with groundwater (open square) and spring (crossed
square) samples.

5.2.2. Effect of a-recoil on *>*U and ?*°Th mobilization

As U decays in the chalk, a fraction of daughter ***Th
is ejected in the water phase due to a-recoil (Kigoshi, 1971).
This results in substantial mobilization of ***Th and **°Th
in the water. To estimate the magnitude of this effect, how-
ever, the fraction of recoiled nuclide &4, must be estimat-
ed using (>**U/?*®U) in the rock. In fact, the fractionation
observed between ***U and **U must be the result of
Z8U-2*Th fractionation by a-recoil, as both ***Pa and
234U are being produced by B-decay that does not produce
a substantial recoil effect. The parameter &y, also inte-
grates the preferential leaching of ***U due to damage
caused to the crystal lattice by >**Th o-decay. The time evo-
lution of **Th and ***U nuclides concentration in the solid
phase can be written as follows:
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For ¢ > 5Tuty,, with Tasp, being the half-life of 234Th,
e 2’ can be neglected in Eq. (11), and (3**Th/?*U) of
the chalk is given by the following equation:

(234”1“11/238U)S = (1 — 8234Th)- (13)

This activity ratio reaches a constant value almost instanta-
neously. As seen above, Azi; and Wy are of the same order
of magnitude, but Wy < Awy,. The activity ratio of
(***U/**U) in the solid phase can thus be expressed as:

(234U/238U)s = (1 — ey ) (1 — e7240")

234
)\.234 U CS[OU

—A3ayt
7 szsU € v (14)
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If the solid phase is considered to be in secular equilibrium
at t =0, the second term of Eq. (14) can be simplified as
follows:

(234U/238U)s = (1 — ey (1 — efiZMUt) + e Pt (15)

Egs. (13) and (19) illustrate the importance of a-recoil effect
on the behavior of >**Th and ***U in the solid phase. Fig. 9
shows model calculations of (***U/***U) as a function of
time for various o-recoil fractions. As expected, with
increasing ey, there is a marked decrease in (***U/**%U)
in the solid. The measured chalk (***U/***U) show con-
trasting values between the various sections of the aquifer
(saturated zone, water-table oscillation zone or unsaturat-
ed zone; see Section 3). In our model, weathering does
not generate fractionation between ***U and **U. Water
infiltrating at the top of the aquifer is in equilibrium with
the soil Pco,, which means that calcite precipitation is
unlikely in this context. Thus, the observed depletion in
234U relative to >*®U is entirely due to a-recoil process from
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Fig. 9. Predicted behavior of (3*U/?*®U) in chalk versus time scale of the
aquifer age for various 2**Th recoil fractions. Models curves have been
labeled with &xy, values.

its parent **Th, and ez, = 0.05 for the range of measured
(3*U/**U) in the carbonates (where precipitation has not
taken place). It is worth noting that the effect of weathering
from the surface layer is negligible compared with the bulk
solid and it has therefore not been taken into account in the
model. More specifically, the surface layer would have a
contribution from weathering of p (1 — @) fleiCis, while
the contribution from the bulk solid would be
ps(1 — @)(1 — fy)W,C'. Thus, given that f; is approximate-
ly 1072, this contribution is negligible.

In contrast with &y, émop, cannot be calculated
directly from measured (**°Th/?*U) activity ratios as
20Th depends on several other processes such as the
weathering, adsorption or desorption. However, the frac-
tion of *°Th ejected from the solid to the liquid phase
through a-recoil can be estimated from e, and should
be of the same order of magnitude, as >**Th and **°Th
are both produced by o-decay from a U isotope (***U
and 2**U, respectively). A slight difference between exiyy,
and exor, stems from differences in recoil energy (Ivano-
vich and Harmon, 1992). The kinetic energies E' for the
decay of ***Th and **°Th are:

M,

234 234
E Th _ Th 16
¢ Q Moc + M234Th ’ ( )
Ezz.()Th _ QZSOTh M, ’ (17)
My + Mooy

where Q' is the total energy released during the o-decay of
parent nuclide of the radionuclide i (4.184 eV for **U de-
cay and 4.754 eV for >**U decay (Ivanovich and Harmon,
1992)), M, and M; are the masses of the helium atom
and of the nuclide i, respectively. The fraction of nuclide
ejected per unit of time per unit of mass is (Bourdon
et al., 2003):

P —(r— 51)3

a=pll-0)— (18)

where ps is the density of the solid and J; the range of the
daughter nuclide. This displacement is expressed as follows
(e.g., Bourdon et al., 2003):

. 2/3
(M + M) (MLEK) (27 + 22)

0 = (MiZ.Z,p) (19)

with Z; the atomic number of element i, K is a constant
(6.02). Based on Egs. (18) and (19), the fraction of **°Th
ejected by a-recoil can be expressed as (Henderson and Slo-
wey, 2000):

230
Q ThM 234ThH

—ma— &234Th- 20
Q234ThM231)Th ™ ( )

230 =
A factor of 1.16 has been calculated between exor, and
emp,. Based on Eqgs. (16)—(20), the estimated value for
exopy, 18 0.06, which is slightly higher than ey, (Table 4).

5.2.3. Length and time scales of radionuclides’ transport
Some of the processes that have been described above
act as retarding processes for the migration of radionuc-
lides in the aquifer. A retardation factor represents the
velocity of each nuclide relative to the water velocity in
the aquifer. This can be calculated as in Krishnaswami
et al. (1982) and Ku et al. (1992) using the following
equation:
R=S9T%_1, 4 (21)
CW CW
with Ci| being the concentration of adsorbed nuclide i in
mol per volume of fluid and C', the concentration of dis-
solved nuclide i in mol per volume of fluid. In the model
described here, the concentration of adsorbed nuclide is ex-
pressed in mol per mass of surface layer (C}). As the sur-
face layer is considered to be in steady state, the
concentration of adsorbed nuclide i is easily calculated
once the parameters of the model are constrained (Eq.
(4)). Then, the parameter Kid can be estimated for each
nuclide:

, C!
K= _ S = (22)
(1 - f;)cw
On this basis, the retardation factor can be calculated with
the following equation:

The calculated concentration in the adsorbed phase takes
into account adsorption/desorption but also oa-recoil,
which implies that the parameter R: is more realistic than
if it was based on a simple distribution coefficient. The re-
sults of the calculation for each groundwater sample are
given in Table 5. K" and K\ range from 0.2x 10* to
5.1x10*Lkg " and from 2.5 to 7.9 Lkg ™!, respectively.
KY were independently determined from two experimental
studies (Pili et al., 2001). A laboratory batch experiment
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Table 5
Retardation coefficients and characteristic time scales for U and Th
migration

Sample Kg th RtU RtTh Ty TTh
(Lkg™) (x10*Lkg™") (x10%  (yr)  (Myr)

S1-1 4.9 4.3 20.8 17.4 370 3.09
S1-1T 4.9 2.8 20.8 114 370 2.03
S2-11 79 2.0 33 8.2 587 1.47
Gl1-1I 29 1.0 12.7 3.9 226 0.7

G2-11 2.5 5.1 11.1 20.7 197 3.68
G2-11 3.7 2.0 16.0 8.1 284 1.44
G3-I1I1 3 3.9 13.2 15.6 235 2.78
G4-111 5.2 0.2 22.1 1 393 0.17

yielded K}f values from 12 to 27 L kg~'. U concentrations
measured separately on contaminated chalk cores (I m
long) and the interstitial water extracted by a squeezing
technique gave K ranging from 10 to 30 L kg~ !. There-
fore, the three determinations of K are consistent despite
the different length scales involved (from cm to km).

Calculated Ry range from 11 to 33 for U and from
1 x 10* to 21 x 10* for Th. Luo et al. (2000) found retarda-
tion factors ranging from 0.1 x 10* to 3.4 x 10* for U and
from 0.2 x 10° to 18.3 x 10° for Th in a basaltic aquifer.
Both U and Th are thus far more mobile in the chalk aqui-
fer. Our Ry values for long-lived thorium (**°Th and ***Th)
are similar to R for >**Th reported by Krishnaswami et al.
(1982) for various aquifer materials and ranging from
1.4x 10* to 2x 10°. Considering the length scale of the
studied basin (8 km from the catchment divide to the river)
as well as the water velocity in the aquifer (about
450 m yr~"), a characteristic time (t;) for nuclide migration
from the recharge area to the river, for each element (Table
5), can be estimated with the following equation:

xR}

5==1, (24)
where x is the length scale (taken to be 8 km here). For Th
migration, the time scale is 400-19,000 times longer than
for U. The characteristic time scale ranges from 0.2 to
3.7 Myr for Th and from 200 to 600 yr for U, respectively.
These characteristic times could be used for predicting the
effect of a contamination in space and time.

5.3. Discussion

5.3.1. Assessment of the non-steady-state approach

In our modeling, we have not assumed that the system is
at steady state. This modeling approach allows us to follow
the time evolution of the nuclide activities in the liquid and
solid phases of the aquifer. An unknown parameter still
needs to be evaluated in our solution: the age of the system,
i.e., the time elapsed since the aquifer became active.

Fig. 10a represents the evolution of (***Th/**?Th) in the
water as a function of the “age of the system” for different
distances from the catchment divide. All the curves show a
decrease in (**°Th/?**Th) with time. At the beginning of the
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Fig. 10. Model results for the evolution of (a) (***Th/***Th) and (b)
(P*U/**®U) in the groundwater versus time for various distance from the
catchment divide. The gray zones represent the range of measured values
in the water phase. Both (**°Th/?**Th) and (***U/**®U) increase with
distance, but decrease with time. The S2-11 sample is shown by a dashed
line as it is not on the same flow line. Both systems provide information on
the age of the system and indicate that the system in not in steady state.

aquifer “operation”, the first batch of infiltrating water
reacts with a pristine rock that has high quantities of easily
leachable **U and 2*°Th. This results in a large increase of
(3*°Th/*?Th) e Within the first meters and years of water
circulation. Then, (**°Th/?**Th)yaer only decreases with
time as shown by modeled curves in Fig. 10a. The solid
phase controls the evolution of (230Th/232Th)Water until
the water/rock system reaches a steady state where activity
ratio reaches a constant value regardless of the distance for
t > 2.5 Myr which is equal to the initial (3°Th/**Th)water-

The (**°Th/>*Th) activity ratios measured in the
groundwater samples might indicate that the aquifer is
younger than 2.5 Myr, because there is a relationship be-
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tween the activity ratio and distance (Fig. 7). If the S2-11
sample is considered to be an exception, the range in
(**°Th/?**Th) ratios in water indicates that the system is
older than 6 x 10° yr.

The same applies for (234U/238U)Water (Fig. 10b). After
3 Myr of continuous water circulation, the (***U/**U)
ratios reach a steady state controlled by the time scale
of U weathering (Wy=2x10"%yr™'). As shown in
Fig. 10b, regardless of the distance, (***U/**®U) activity
ratios reach asymptotically a common value equal to
the initial (x=0) water composition
(3*U/ABU), o = 0.99 (i.e., the soil leachate). As the data
presented in Section 3 show a range in (***U/**%U) activ-
ity ratios from 1.16 to 1.41 in groundwater, we deduce
an age between 0.75 and 1.5 Myr.

The age of the system is thus estimated between 0.6
and 1.5 Myr. This age represents the time when the aqui-
fer became active. As we do not have any other indepen-
dent determinations, we have estimated an upper limit for
the age of the aquifer. The chalk aquifer becomes active
with the opening of the fractures, which were due to both
decompression of the chalk and freezing-thawing cycles.
These processes only take place near the surface, namely
in the first hundred meters of rock. Erosion rates in
northeastern France have been calculated by Schaller
et al. (2001) and range between 14 and 60 mm kyr ' with
an average value of 31 mm kyr~!. Given that chalk aqui-
fer is about 100-150 m deep; it will take 3-5 Myr to erode
this system. Our estimated age is therefore consistent be-
cause it is of the same order of magnitude as the erosion
time-scale.

An important result of our modeling is that the system is
not at steady state. The main parameter that controls the
time to reach steady state is the inverse of the U weathering
rate (on the order of 10° yr). If we had not analyzed rock
samples, we would have assumed that the system is at stea-
dy state as in previous studies, but our results show that it
is not the case.

Our model is also able to predict the time evolution of
a U contamination in the system. A transient solution is
needed to describe the propagation of the perturbation in
the aquifer. As U is less surface-reactive than Th, a per-
turbation in the system will not be damped by the inter-
action with the solid. The characteristic time scale of
migration and the time scale for reaching steady state
are not similar. The evolution of the natural system is
governed by the weathering of the solid, while in the case
of contamination, the perturbation in the system is
brought by the water and the relevant time scales are
estimated in Section 5.2.3.

5.3.2. Consistency of the model with the observations

The complexity of transport processes in a heteroge-
neous media prevents our model from explaining all
the observed data. In this section, we discuss where
our 1-D single porosity model fails to account for some
important observations, and potential reasons for these

discrepancies. This could help identify where more
sophisticated modeling could be used to fully account
for our observations.

First, as the chalk is heterogeneous, it is highly
likely that permeabilities are locally variable, at the
scale of hundreds of meters (for example in the dry
valleys). This might explain why the trend of
(3*°Th/?*Th) versus distance cannot be explained by a
single value for the flow velocity. The required range
of water velocities (Fig. 7) is well within the variability
of permeability obtained from a complete hydrological
modeling of the chalk aquifer (F. Renard, pers. comm.)
as well as for other areas of the same aquifer (Price
et al., 1993).

The weathering rates of U and Th have been assumed
to be different because these elements are located in dif-
ferent phases (carbonates versus silicates, respectively). In
this case, 2**Th and **’Th must behave differently be-
cause 2*°Th is contained in the carbonate phase whereas
Z2Th is located mainly in the non-carbonate phase.
As carbonates dissolve faster than silicate rocks, one
must have Wayoy, > Wanr,. With this hypothesis,
the (**°Th/?*’Th) in groundwater would increase over
a shorter distance than previously shown in Fig. 7:
for Wi, = Wy, the predicted (**°Th/?**Th) in ground-
water are higher than the observed ratios by up to a
factor of 5.

There is an additional for the preferential release of
29Th relative to >**Th. As discussed in Section 5.2.2,
the recoil of *°Th enhances its mobilization in the
solution (parameter é&sop,). Because of this added com-
plexity in the case of Th, it is difficult to deconvolve
the respective role of incongruent dissolution and recoil
effects.

Our model does not include a complete description of
the major element chemistry of the waters. In order to ex-
plain the (***U/**®U) > 1, the U-series model would need to
be coupled with a model for the water chemistry. This ap-
proach would require repeated sampling of water through-
out a hydrological cycle and is beyond the scope of this
study.

Similar (***Th/**?Th) in the water and surface layer
are not readily explained by a model where the length
scale for Th adsorption is approximately a few meters.
The interpretation we propose is that the fractures in
the chalk represent a hydrological by-pass that permits
the rapid transport of ‘dissolved” Th to deeper layers in
the aquifer. In this case, the length scale of Th transport
in the aquifer is substantially greater. Obviously, a more
complete model would include a double-porosity descrip-
tion of the aquifer.

Admittedly, a 1-D continuum model cannot provide a
full interpretation. Yet, this modeling is a clear step for-
ward in the identification of key processes controlling the
migration of U-series nuclides in high transmittivity aqui-
fers. The relative role of transport through matrix or frac-
tures will be addressed in future studies.
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6. Conclusions

Uranium and thorium isotopes were measured in rock
and water samples of an unconfined chalk aquifer in order
to constrain processes affecting radionuclide transport. We
have developed precise measurements of (**°Th/?**Th) in
low level samples by MC-ICPMS to characterize Th isoto-
pic composition in this aquifer. This study shows the
mobility of U within the aquifer, with preferential leaching
of 2**U in the upper part of the aquifer and reprecipitation
in the zone of water-table fluctuation. Thorium is less
affected by weathering because it is hosted by minor phases
in the chalk that are more resistant to dissolution, and is
mostly transported in the aquifer by colloids derived from
the recharge zone. A systematic enrichment of **°Th over
238U has been observed, due to preferential weathering of
U in the rock. Hence, (**°Th/?*¥U) ratios greater than 1
are principally due to U leaching. Th adsorption plays a
minor role due to the small volume of the surface layer rel-
ative to the grain size. Our results exemplify the importance
of understanding the water recharge process within the
aquifer and the role of fractures in the infiltration of rain-
water to the water table on water chemistry.

We have developed a 1-D model in order to constrain
the parameters controlling the U-series disequilibria mea-
sured in the different phases of the aquifer. Uranium
weathering rate, U and Th distribution coefficients and re-
coil effects have been evaluated. The rock dissolution is
incongruent due to the presence of non-carbonate phases
(Wu # Wrn). We have derived from these parameters the
characteristic time scale of U and Th migration within this
aquifer. The results of the modeling show that U is more
mobile in chalk aquifers than in other groundwater sys-
tems, such as sandy or basaltic aquifers, described by ear-
lier studies. Estimated retardation factors are <33 for U
and between 1 x 10* and 21 x 10* for Th. As this model de-
scribes a transient behavior of the radionuclides, it can be
used for estimating rates of anthropogenic nuclide
migration.
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Appendix A. Sampling and analytical procedures

A.1. Chemical separations

Aliquots of 200 ml acidified water samples were spiked with >*°U and
229Th. U and Th contents were measured by isotopic dilution after sepa-
rating them by anion-exchange chromatography (Manhes, 1981).

For rock analysis, about 200 mg samples were powdered and first
digested in acetic acid to dissolve carbonates. The slurry was centrifuged,
and the supernatant was extracted and dried on a hot plate. The residue
was then dissolved in concentrated HF-HNOj3. U/Th were separated from
solutions and purified using anion-exchange resins. Material coating
fracture wall within the carbonates was also collected by scraping with a
spatula. U/Th isotopes were measured in these samples (200 mg) following
the procedure described above for the chalk samples.

Total procedural blanks for rock and water samples were 25 pg for
B8y, for 2Th it was 14 pg for water and 35 pg for rock samples.
(B4*U/”®U) and (3°Th/**Th) ratios and U and Th concentrations in
rocks and waters were determined by thermal ionization mass spectrom-
etry (TIMS). Th and U isotopic ratios in waters were determined using
multi-collector inductively coupled plasma mass spectrometry (MC-ICP-
MS) (see Table A.1).

Strontium isotope composition of water samples was determined using
the procedure developed by Meynadier et al. (2006). Strontium separation
was performed automatically using high-performance ion chromatogra-
phy (HPIC). Samples were loaded on degassed single W filaments.
87Sr/%%Sr isotope ratios were measured on a VG-354 mass spectrometer.
Measurements of the SRM-987 Sr standard yielded ¥Sr/%¢Sr=
0.710271 4 8 (n = 20, 20,) (certified value 0.710235 4 0.000017). For rock
samples, strontium isotope ratios’ measurements were done by Actlabs
(Canada). Samples were dissolved in a mixture of HF, HNO;3; and HClO,.
Prior to dissolution, all samples were spiked with a 5*Rb-*¥Sr mixed
solution. Rb and Sr were separated using conventional cation-exchange
techniques. The analyses were done on a Finnigan MAT 261 mass spec-
trometer equipped with 8-collector, in a static mode. Over the period of
measurements, the weighted average of 15 SRM-987 Sr-standard runs
yielded 37Sr/%%Sr = 0.710261 + 12 (20).

A.2. Thermal ionization mass spectrometry (TIMS) procedure for
UITh analyses in rock samples

Measurements were performed on a Thermo-Finnigan Triton mass
spectrometer. Uranium samples were loaded on a degassed single Re fil-
ament between two colloidal graphite layers and dried at a temperature of
1720 °C. Thorium samples were loaded on degassed double Re filament
between two layers of H;PO,4. The concentration measurements have an
uncertainty less than 0.35% for U and less than 1% for Th at the 20 level (o
is the standard deviation). Reproducibility for **U/**®U ratios was
determined using NBS-960 standard (now CRM-145, also called NBL-
112a) on 16 aliquots and was 0.4% at the 2o level with a mean value of
5.287 (£0.02) x 107>, Repeated analysis of ThS1 standard gave a repro-
ducibility of 1% on (***Th/*Th) activity ratio with a mean value of
1.023+4 (n="7; 20) which is in good agreement with the value of
1.020 + 0.002 obtained by Claude-Ivanaj et al. (1998).

Table A.1
Cup configurations for uranium and thorium acquisition on a MC-ICP-
MS

Cup # L1 SEM H1 H2 H3
Uranium 234U 235U 236U 238U
Thorium 229Th 20T 232Th

229.7

230.4
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Fig. A.1. Variation of the secondary electron multiplier (SEM) yield over
9h of continuous operation of the plasma. Yield = (3*U/*%U)measured/
U s

A.3. Inductively coupled plasma mass spectrometry (ICP-MS)
procedure for UlITh analyses in water samples

Due to a very low Th concentration (<100 pg L™') in natural water,
analyses were not possible by TIMS, so MC-ICP-MS was utilized for
the precise determination of 2*°Th/?*’Th isotopic ratios in water sam-
ples (Luo et al., 1997; Turner et al., 2001). Measurements were per-
formed on a Thermo-Finnigan Neptune equipped with a double spray
chamber. Both samples and standard solutions were diluted in 2%
HNO;. We first tuned the instrument for U measurements to follow the
evolution of mass bias as well as the yield of the ion counting channel
(relative to Faraday cups) using a 12ppb U solution of NBS-960
standard. The ionization efficiency for U and Th was 0.25% and 0.12%,
respectively. During measurements, the intensity of the signal remained
relatively constant within 1%.

A.3.1. lon counting yield calibration

NBS-960 standard was used before and after each sample in order
to determine a yield calibration for the ion counting channel relative to
Faraday cups. Th measurements were performed once the plasma was
stable and yielded constant U isotopic ratios with standard solutions. It
was noticed that the yield was stable after 4 h of continuous operation
(Fig. A.1).

A.3.2. Correction for *’Th tail contribution

The tail of ?**Th on #*°Th can contribute 3-6% of the 2*°Th signal.
We determined for each sample and standard the tail contribution of
the 2*?Th peak on the ***Th peak. The tail correction was estimated
using only two masses (230.4 and 229.7) and fitted with an exponential
law. This yields the same results as with four masses but is less time
consuming.

A.3.3. Mass bias

Th mass fractionation was corrected using (**°Th/?*?Th) data of a
standard (Th_105, given by C. Innocent (BRGM, Orléans)) before and
after each sample, and by applying an exponential mass-dependent frac-
tionation law.

A.3.4. Reproducibility

The reproducibility of (3**U/?*¥U) activity ratios was determined by
analyzing three different aliquots of the same sample G2 and was found to
be 0.4% at the 20 level. Th isotope measurements of water samples could
only be done once, because of the small sample size (0.6-12 ng). We
determined the reproducibility of (***Th/?*>Th) activity ratio using stan-
dard Th S1 on 11 aliquots with a concentration of 10 ppb in ***Th (with a
consumption of 1.2 ml of solution per analysis), and obtained 0.75% at the
20 level with a mean value of 1.017 £ 0.008.
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