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Abstract

A series of hydrofluoric (HF) acid etching ex-
periments were performed on several 50 to
300 um (nominal sieve opening) quartz and
feldspar samples, and average etching thick-
nesses were subsequently determined from
weight loss estimates, following the approach of
Bell & Zimmerman (1978). Our results are con-
sistent with previous studies and confirm that
both HF experimental conditions (etching time,
HF concentration, agitation) and the nature/o-
rigin of the minerals have a significant effect
on etching rate and magnitude. For the sam-
ples considered in this study, the outer 10 pm
of quartz (i.e., the usual etching target in most
ESR and luminescence dating studies) was re-
moved with 40% HF after 40 min of etch-
ing, in fair agreement with previous studies.
Similar etching results were achieved in just
over 20 min when the quartz samples were con-
stantly agitated during 40% HF treatment. For
K-feldspars, 10% HF etching for between 10
and 40 min was required to remove the same
thickness, although some variability in etching
efficiency was evident between different sam-
ples and experimental conditions.

For a given experimental setup, the overall vari-
ability in etching thickness among quartz sam-
ples was found to be of at least 20% after 40—
60 min with 40% HF, and can be as high as
~35%. A set of 14 K-feldspars from a single site
revealed an inherent variability of 14% in etch-
ing thickness. As a first order approximation,
these data may provide useful insights into the
expected variability among samples of different
origin and from a given area, respectively. How-
ever, we recommend that each laboratory eval-
uates etching thickness losses for their specific
HF experimental setup. Additionally, our re-
sults show that the 10 um etching usually con-
sidered in ESR and luminescence dating studies
may reduce the alpha contribution of the total
dose rate to <5%. Although relatively small,
this contribution is nevertheless non-negligible.
Based on these results, it may be worth con-
sidering an additional alpha dose rate term as
part of the ESR and luminescence age calcula-
tion when etching depths are < 15 um.

Keywords: hydrofluoric acid (HF); etching;
Luminescence dating; ESR dating; Quartz;
Feldspar; weight loss
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1. Introduction

Quantifying the effects of hydrofluoric acid (HF) etch-
ing on quartz and feldspar grains is crucial for both Elec-
tron Spin Resonance (ESR) and luminescence dating appli-
cations. An estimate of the outer thickness removed from
silicate grains by HF etching is needed for accurate evalu-
ation of both the internal and external alpha and beta dose
rate components (see Aitken, 1985). However, obtaining re-
liable etching rates is not straightforward owing to a number
of sources of variability and uncertainty, including the exper-
imental conditions employed and the nature of the sample
considered.

Several aspects of the experimental procedure can signif-
icantly influence the rate and magnitude of the HF etching,
particularly the temperature of the reaction, its duration, and
the concentration of the acid employed (e.g., Leko & Ko-
marova, 1973; Bell & Zimmerman, 1978; Porat et al., 2015).
Moreover, earlier studies have shown that, even for a given
experimental procedure, etching rate may vary by a factor of
> 2 for different quartz samples (Bell & Zimmerman, 1978).
In other words, compositionally similar minerals can respond
differently to HF treatment, depending on their origin, struc-
ture, weathering history or sub-composition. For example,
Porat et al. (2015) showed that the mineralogical maturity of
a sediment sample has a direct impact on HF etching magni-
tude.

The most widely used approach to evaluate grain thick-
ness removal during HF etching at a multi-grain level in-
volves weight losses determination: the sample is weighed
before and after HF etching in order to estimate the bulk
amount of material lost during the etching process (Bell &
Zimmerman, 1978, and references therein). Surprisingly, the
number of quantitative studies of HF etching rates for quartz
and feldspar grains has remained limited since the pioneer-
ing works of Fleming (1969) and Bell & Zimmerman (1978).
Aside from the assessments of Hong (1998) and, more re-
cently, Porat et al. (2015), little attention has been paid to this
question over the last few decades, and the available numer-
ical data in the literature remains scarce or poorly detailed.

In order to provide additional empirical data on this im-
portant question, we have performed a series of HF etch-
ing experiments on several quartz and feldspar samples of
different grain sizes (nominal sieve opening between 50 to
300 wm), using HF at different concentrations (40% and
10%) and durations (10, 20, 40, 60 min). The surface thick-
ness removed by HF etching was calculated through weight
loss estimates in order to obtain comparable results with ear-
lier studies.

2. Material

Four commercial natural sand samples were selected for
the first two HF etching experiments: three silica sand
samples (MS1, MS2 and MS3) and one feldspar-rich sand
(MF5). MSI1 is a normalized sand (ref. CEN-UNE-EN 196-
1) provided by the Instituto de Ciencias de la Construccién

Eduardo Torroja (Madrid, Spain) with an initial grain size
< 2 mm and a certified SiO, content of > 98%. MS-2 is a
white sand with an initial grain size of 180-500 um derived
from the Stampian (Oligocene) Fontainebleau sand forma-
tion (France). This fined-grain, well-sorted and high purity
quartz sand with a SiO, content > 99.5% (French & Wor-
den, 2013) has recently been considered as an appropriate
reference material for luminescence dating studies (Kreutzer
et al., 2017). MS-3 is a siliceous sand (ref. A-S70) from the
Arija Quarry (Spain) and delivered by Sibelco, with a SiO,
content of > 90% and an initial grain size of < 1 mm (tech-
nical specifications provided by Sibelco). Finally, MFS5 is
a potassium feldspar sample from Carrascal del Rio Quarry
(Segovia, Spain), which has been derived from feldspar-rich
sands by flotation techniques. Technical specifications pro-
vided by Incusa (ref. FK-D) indicate an initial grain size
of < 700 pm, a feldspar concentration of ~ 93% (including
~ T70% and 23% of K-feldspars and Na feldspars, respec-
tively) and a quartz concentration of ~ 7%.

Another set of 14 natural sediment samples (DY08-9 to
DYO08-22) was selected for a third HF experiment in order
to evaluate the etching rate variability among feldspar grains
from a given area. These samples come from alluvial and
aeolian deposits preserved on the upper fluvial terrace of the
Lena River near Yakutsk in central Siberia (Russia) (Waters
et al., 1997).

3. Methods

Sample preparation, HF experiments and Static Image
analyses were all carried out at the Centro Nacional de In-
vestigacion sobre la Evolucion Humana (CENIEH, Burgos,
Spain).

3.1. HF experiments #1 and #2

Dry sieving was performed on the raw sediment sam-
ples MS1, MS2, MS3 and MF5) using a column of several
200 mm diameter Retsch test sieves of standard mesh sizes
ranging from 2 mm to 50 um. These sieves were mounted
on a Retsch AS 200 sieve shaker and sieving time was fixed
to 10 min per sample, stopping at intervals of 45 s before
restarting. The sediment was collected for standard nomi-
nal sieve opening ranges of 100—150 um and 150-200 wm,
which are the most widely used grain sizes in ESR dating
of sediment, but also 50-100, 200-250 and 250-300 pm. In
order to eliminate possible contamination by other minerals,
the sieved fractions were subsequently processed using stan-
dard ESR sample preparation techniques: HCI (36%) was
used to dissolve carbonates and H,O, (30%) to remove or-
ganic matter. Several steps of density separation were car-
ried out using sodium polytungstate (SPT) at d=2.72, d=2.62
and d=2.58 g/cm® (Wintle, 1997) in order to make sure that
samples MS-1, MS-2 and MS-3 were only composed of
quartz grains and that sample MF-5 only contained potas-
sium feldspars.

Each sample was then divided into several homogenous
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Figure 1. Pictures illustrating Experiments #1 (left) and #2 (right).

subsamples (aliquots) by using a Quantachrome Rotary Mi-
cro Riffler MRR-11. One aliquot of each sample was kept
natural (unetched) and used as a reference, while the oth-
ers were used for the HF etching experiments. The relative
variability in weight among the aliquots of a given sample
prior to HF etching was < 4%. Depending on the amount of
material available, the initial weight of the subsamples was
between 1.5 and 6.5 g.

Two different experiments were performed. For Exper-
iment #1, aliquots of quartz and feldspars (samples MS1,
MS2, MS3 and MF5) were transferred to Teflon beakers and
covered with 40% or 10% HF for etching times of 10, 20, 40
and 60 min (Figure 1, left). Each beaker was manually agi-
tated and stirred for a few tens of seconds every 5—10 min.
For Experiment #2, aliquots of quartz (samples MS1 and
MS3) were only treated with 40% HF, and the beakers were
placed on a laboratory shaker that agitated the samples along
a horizontal plane (Figure 1, right) to ensure more efficient
sample mixing and more homogenous etching among grains.
An overview of these experimental conditions is provided in
Table 1.

HF was systematically added in excess of the selected
Si0, mass for each sample (between 20 and 60 ml, depend-
ing on the aliquot mass considered). Once the required
etching duration was reached, the sediment was abundantly
rinsed with water (5 times ~ 200 ml). HC1 (30%) was then
added in order to remove any remaining soluble fluorides and
the sediment was rinsed again, dried overnight at 40 °C and
finally weighed. Each set of experiments was carried out
within a week at controlled room temperature (25 °C).

3.2. HF experiment #3

14 sediment samples were prepared under subdued
red light in the CENIEH Luminescence Dating Labora-
tory. Coarse-grain K-feldspar fractions were extracted using
chemical digestion (30% HCl and H, O, treatment), wet siev-
ing and heavy liquid density separation with 2.53 g/cm? and
2.58 g/cm?® SPT solutions. K-feldspar extracts were trans-

ferred to Teflon beakers and etched in 10% HF for 10 min-
utes following the recommendations of Porat et al. (2015)
and treatments adopted in several recent post-IR IRSL K-
feldspar dating studies (e.g., Arnold et al., 2014; Demuro
et al., 2014). Beakers underwent manual agitation and stir-
ring three times during the etching period (Table 1). The
etched K-feldspar fractions were then treated with 30% HCl
for 45 minutes to eliminate any acid-soluble fluoride precip-
itates. The dry weight of each sample was recorded before
and after the HF etching procedure, following the same steps
outlined in HF experiments #1-2.

To assess the efficiency of our density separation pro-
cedures, we measured the bulk K content of two prepared
feldspar samples (DY08-21 and DY08-12) using a Risg GM-
25-5 beta counter (Bgtter-Jensen & Mejdahl, 1988) at the
University of Adelaide’s Prescott Environmental Lumines-
cence Laboratory (Australia). For each sample we measured
three 100 mg aliquots of prepared material, along with a
background standard (MgO) and an aliquot of KCI1 (known K
content = 52.4%; grain size 212-250 pum), following the ap-
proach of Bgtter-Jensen & Mejdahl (1985). The bulk K con-
tents of samples DY08-21 and DY08-12 were 12.5 &+ 0.2%
and 10.4 £ 0.2%, respectively, supporting the general purity
of the K-feldspar extracts used in Experiment #3.

3.3. Weight loss estimates and associated uncertainty

All of the samples considered in the three experiments
were weighed before and after HF etching. A potential
source of uncertainty on the weight loss estimates relates
to inadvertent grain removal during the washing stages, i.e.
when the material is successively rinsed several times with
water in order to remove any traces of HF. This potential
complication has been assessed in Experiments #1-2 by car-
rying out an additional control experiment with unetched
samples under identical conditions, with the exception that
water rather than HF was used during the etching stages.
Each blank subsample was washed 10 times to replicate the
5 rinses received following HF treatment and the 5 rinses
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Experiment | Samples_Grain size (pm)

HF dilution

Duration of the

etching (min) Comment

MS1.100-150,
MS1_150-200,
MS2_100-150,
MS2_150-200,
MS3_100-150,
MS3_150-200,
MF5_100-150,
MF5_150-200

#1

40% and 10%

Manual agitation
and stirring every
5-10 min.

0, 10, 20, 40 and
60

MS1.50-100,

MS1.100-150,
MS1.150-200,
#2 MS3_150-200, 40%
MS1.200-250,
MS1-250-300,
MS1.150-200

0, 10, 20, 40 and 60 | Continuous agitation

DY08-9 KF_212-250,
DY08-10 KF_212-250,
DY08-11 KF_212-250,
DY08-12 KF_212-250,
DY08-13 KF_212-250,
DYO08-14 KF_212-250,
DYO08-15 KF_212-250,
DY08-16 KF_212-250,
DY08-17 KF_212-250,
DY08-18 KF_212-250,
DY08-19 KF_212-250,
DY08-20 KF_212-250,
DY08-21 KF_212-250,
DY08-22 KF_212-250

#3 10%

Manual agitation and
stirring  undertaken
3 times during the
etching period

10

Table 1. Overview of the three HF etching experiments performed in the present study.

received after HCI treatment in Experiments #1-2. Sub-
samples were weighed before and after the rinsing process.
These control tests were performed with several subsamples
of 50-100, 100-150 wm and 150-200 pm fractions of sam-
ples MS1, MS2, MS3 and MF-5. As part of Experiment #3,
an additional control sample (DY08-7) from the same flu-
vial terrace site was included to monitor any potential spuri-
ous weight losses related to agitation, stirring and rinsing of
beakers. Again, this control sample was subjected to exactly
the same experimental procedures as the other samples ex-
cept that water was used instead of 10% HF during the etch-
ing stage. The results of these control tests are summarised
in Table 2.

Weight losses related to pouring and washing procedures
varied within a narrow range (from -2.0 to -3.1%) for 100-
200 um grains in Experiments #1-2 and amounted to -2.7%
on average. In contrast, weight losses associated with rins-
ing were significantly higher for smaller grains, with values

ranging from -9.3% for quartz samples to -25.0% on average
for feldspar grains. This difference might be due to insuf-
ficient waiting times prior to the decantation of the smallest
(50-100 pm) grains during the blank experiments. However,
despite this uncertainty, one can observe from Figure 2E that
all the grain size fractions from 50 to 300 um have produced
consistent weight loss trends (within error) for the main etch-
ing tests undertaken in Experiment #2. Consequently, it
seems likely that the results obtained from the 50-100 um
fraction during the blank experiment may not be fully repre-
sentative of the true weight loss uncertainty associated with
Experiment #1-2 in this specific case.

In Experiment #3, a relative weight loss of 0% was ob-
served for the larger (212-250 pum) K-feldspar grains of con-
trol sample DY08-7 (Table 2). This higher recovery rate
compared with Experiment #1-2 may partly be linked to (i)
the differences in the sample weights involved in the two sets
of blank experiments, i.e. 1.50 g for #3 vs. 0.87-6.37 g for



Duval et al., Ancient TL, Vol. 36, No. 1, 2018

Experiment | Sample | Grain size | Initial weight | Final weight | Relative weight
(m) ) ) loss (%)

#1-2 MF-5 50-100 3.40 2.59 23.8%
#1-2 MF-5 50-100 1.18 0.87 26.3%
#1-2 Mean 25.0%
#1-2 MS-3 50-100 3.64 3.33 8.5%
#1-2 MS-3 50-100 1.20 1.08 10.0%
Mean 9.3%

#1-2 MS-1 100-150 3.15 3.06 2.9%
#1-2 MS-1 100-150 6.50 6.37 2.0%
#1-2 MS-3 100-150 5.36 5.18 3.4%
Mean 2.7%

#1-2 MS-1 150-200 6.48 6.32 2.5%
#1-2 MS-1 150-200 3.09 3.01 2.6%
#1-2 MS-2 150-200 3.13 3.05 2.6%
#1-2 MS-3 150-200 2.89 2.80 3.1%
Mean 2.7%

#3 DY08-7 | 212-250 1.50 1.50 0.0%

Table 2. Results of the control tests performed under conditions similar to those of Experiment #1-3, but with water instead of HF, in order
to evaluate the minimum weight loss achieved during the washing stage.

#1 and #2, and (ii) the differences in the grain sizes (212-
250 pum vs. 50-200 wm).

Together, the control sample results suggest that larger
grains are less likely to be affected by weight losses asso-
ciated with rinsing in our experiments, and that the empirical
control data obtained on the larger grain fractions may be
considered as more reasonable estimates of the weight loss
uncertainties associated with Experiments #1-3.

3.4. Estimates of external surface thickness removal

Grain size analysis of the unetched quartz and K-feldspar
samples were performed by static image analyses using a
Malvern Instruments Morphologi G3 particle characteriza-
tion system and Morphologi software 7.41, following the
procedure outlined in Duval et al. (2015a). With this tech-
nique, 3D particles are captured as high resolution 2D im-
ages, from which various size and shape parameters may
be derived (e.g., diameter, circularity, elongation, convexity).
Among them, the Circle Equivalent (CE) diameter is the di-
ameter of a circle with the same area as the 2D image of the
particle. For a given unetched sample, a CE diameter was
thus obtained for each particle of the grain population and a
mean value and associated error (1 standard deviation) were
derived as obtained for each natural sample (see Table 3).
The coefficient of variation among the 25 samples overall
vary between 8.9% and 14%, except one sample (MS3_100—
150 pum) showing a much higher value (48.6%).

Using the mean grain size values and the bulk relative
mass loss observed during the three experiments, we calcu-
lated the post-etching mean diameter of the grain population
of each sample, and estimated the average grain thickness re-

moved by HF etching. The latter is expressed as half of the
difference between the pre- and post-HF etching mean diam-
eter. This calculation is based on two major assumptions: (i)
the grains have a spherical shape, and (ii) they experienced
isotropic and uniform removal of their exterior surfaces dur-
ing the etching process (Bell & Zimmerman, 1978).

Associated uncertainties on the removed thickness values
were derived from a combination of the experimental error
on the weight loss estimates (i.e., 3% for 100-200 um and
9% for 50-100 pm grain size fraction in experiments #1 and
#2, and 0% for the K-feldspar samples of experiment #3; see
Table 2) and the standard deviation on the mean diameter of
a given sample (Table 3).

4. Results
4.1. Weight loss estimates

The following observations can be made from experi-
ments #1, #2 and #3 (numerical values are given in Tables 4,
5,6 and 7):

Experiment #1

* The feldspar sample (MF5) is more significantly af-
fected by HF (10 or 40%) etching in comparison to
the quartz minerals (MS1 to MS3), as would be ex-
pected. The 10% HF etching experiments conducted
on the 100-150 um grain size fractions (Table 5) pro-
duce a relative weight loss of 24.0% (10 min) to 45.1%
(60 min) for MF-5, while the quartz sample weight
losses do not exceed 10% (10 min) to 20% (60 min).
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Nominal sieve Mean CE Coefficient
Sample | opening range | Mineral diameter | s.d. (um) | of variation
(nm) (pum) (%)
MS1 50-100 Quartz 125.4 17.5 14.0%
MS1 100-150 Quartz 165.3 21.2 12.8%
MSI1 150-200 Quartz 207.5 25.0 12.1%
MSI1 200-250 Quartz 289.6 31.7 10.9%
MSI1 250-300 Quartz 349.8 34.1 9.7%
MS2 100-150 Quartz 177.8 21.1 11.9%
MS2 150-200 Quartz 223.8 25.6 11.4%
MS3 100-150 Quartz 119.3 58.0 48.6%
MS3 150-200 Quartz 220.2 30.4 13.8%
MF5 100-150 K-feldspar 160.9 214 13.3%
MF5 150-200 K-feldspar 223.3 26.3 11.8%
DYO08-9 212-250 K-feldspar 276.9 28.1 10.1%
DYO08-10 212-250 K-feldspar 281.0 28.6 10.2%
DYO08-11 212-250 K-feldspar 300.8 28.9 9.6%
DYO08-12 212-250 K-feldspar 302.2 31.2 10.3%
DYO08-13 212-250 K-feldspar 284.5 25.3 8.9%
DYO08-14 212-250 K-feldspar 289.9 26.9 9.3%
DYO08-15 212-250 K-feldspar 289.1 27.8 9.6%
DYO08-16 212-250 K-feldspar 285.5 26.5 9.3%
DYO08-17 212-250 K-feldspar 292.5 28.8 9.9%
DYO08-18 212-250 K-feldspar 302.3 30.1 10.0%
DYO08-19 212-250 K-feldspar 308.1 29.5 9.6%
DY08-20 212-250 K-feldspar 305.9 30.1 9.8%
DYO08-21 212-250 K-feldspar 293.7 29.9 10.2%
DYO08-22 212-250 K-feldspar 285.4 35.3 12.4%

Table 3. Mean CE diameter and associated standard deviations (s.d.) and corresponding coefficient of variation obtained by Static Image

analysis for each natural (unetched) samples.

In comparison, 100% of the 100-150 pum feldspars are
eliminated after 10 minutes of 40% HF etching (Ta-
ble 4). Similar results are observed for the 150-200 um
feldspars after 40 minutes of 40% HF etching.

In general, the various quartz samples exhibit similar
etching trends, though some are more impacted by HF
treatment (MS3) than others (MS2). The 40% HF etch-
ing experiments conducted on the 100-150 um grain
size fractions produce relative weight losses of 7.6%
(10 min) to 32.5% (60 min) for MS-2, while MS-3 lost
between 20.5% (10 min) to 48.4% (60 min) of its initial
weight (Table 4).

As expected, minerals of finer grain size (100-150 pum)
exhibited higher relative weight losses compared to
coarser grain sizes (150-200 pm). This is explained by
the change in surface area to volume ratio that occurs
with changes in grain size. For example, 60 min etch-
ing with 40% HF caused relative weight losses of 32.5%

(MS2) to 48.5% (MS3) for 100-150 um quartz grains,
and 26.0 (MS2) to 40.9% (MS3) for 150-200 wm quartz
grains (Table 4).

e A similar HF experiment performed by Hong (1998)

(see table 3.1, p.45) on quartz samples with a mean
size of 137.5 pm yielded the following weight loss esti-
mates: 38.5 &+ 4.2% and 49.1 £ 1.8% for 40% HF etch-
ing performed over 40 and 60 min, respectively. These
results are systematically higher, but nevertheless con-
sistent within error, with those from Experiment #1: an
average weight loss of 31.7 £+ 6.6% and 40.7 + 7.9%
was observed in our experiment when undertaking 40%
HF etching over 40 and 60 min, respectively, for sam-
ples MS1, MS2 and MS3 (100-150 pum fraction).

Experiment #2

¢ As observed above, an inverse correlation was also ob-
served between grain size and relative weight loss in
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Experiment #1 (HF 40%) Experiment #1 (HF 10%)

Sample_ Time Initial  Final Relative Sample_ Time Initial  Final Relative
Grain Size (1um) weight weight weight loss Grain Size (1um) weight weight weight loss
(min) () ) (%) (min)  (g) ) (%)
MS-1_100-150 10 6.35 5.54 12.8% MS-1_100-150 10 3.35 3.18 5.1%
20 6.55 541 17.4% 20 3.22 3.04 5.6%
40 6.07 4.03 33.6% 40 3.29 3.02 8.2%
60 6.07 3.57 41.2% 60 3.31 3.01 9.1%
MS-2_100-150 10 2.25 2.08 7.6% MS-2_100-150 10 1.57 1.55 1.3%
20 2.26 1.88 16.7% 20 1.57 1.53 2.2%
40 2.20 1.66 24.4% 40 1.57 1.52 3.2%
60 2.24 1.51 32.5% 60 1.57 1.51 4.0%
MS-3_100-150 10 5.23 4.16 20.5% MS-3_100-150 10 2.67 2.48 7.1%
20 5.22 3.95 24.3% 20 2.69 2.46 8.6%
40 5.09 3.20 37.1% 40 2.61 2.31 11.5%
60 5.23 2.70 48.4% 60 2.73 2.34 14.3%
MF-5_100-150 10 3.38 0.05 98.4% MF-5_100-150 10 2.77 2.10 24.0%
20 3.48 0.10 97.1% 20 2.84 2.06 27.6%
40 3.47 0 100.0% 40 2.80 1.78 36.3%
60 3.32 0 100.0% 60 2.98 1.63 45.1%
MS-1_150-200 10 6.21 5.54 10.8% MS-1_150-200 10 3.26 3.23 0.9%
20 6.41 5.52 13.9% 20 3.32 3.25 2.1%
40 6.48 5.08 21.6% 40 3.20 3.11 2.8%
60 6.54 4.35 33.5% 60 3.24 3.06 5.6%
MS-2_150-200 10 6.42 6.02 6.2% MS-2_150-200 10 3.08 3.06 0.6%
20 6.46 5.85 9.4% 20 3.02 3.00 0.7%
40 6.23 5.09 18.3% 40 3.20 3.12 2.5%
60 6.28 4.65 26.0% 60 3.21 3.12 2.8%
MS-3_150-200 10 2.80 2.34 16.5% MS-3_150-200 10 2.83 2.68 5.4%
20 2.84 2.16 24.1% 20 2.81 2.59 8.0%
40 2.84 1.77 37.6% 40 2.82 2.63 6.8%
60 2.79 1.65 40.9% 60 2.85 2.54 10.8%
MF-5_150-200 10 4.02 1.05 73.9% MF-5_150-200 10 3.57 3.03 15.0%
20 4.10 1.30 68.2% 20 3.84 3.16 17.7%
40 433 0.05 98.8% 40 3.80 2.78 26.8%
60 4.17 0.03 99.3% 60 3.69 2.57 30.4%

Table 4. Weight loss data derived from Experiment #1 (HF 40%). Table 5. Weight loss data derived from Experiment #1 (HF 10%).

Experiment #2, with higher grain sizes displaying lower
relative weight losses (Table 6). For instance, to achieve
a 25% relative weight loss for 50-100 pm, 150-200 um
and >200 pm quartz grain sizes, it was necessary to un-
dertake 40% etching for 10 min, 25 min and 40 min,
respectively.

* Three samples were used in both Experiments #1 and #2
(MS1-100-150 pm, MS1_150-200 pm and MS3_150-
200 um). The comparisons of these results (Table 4
and 6) show that, for a given sample, the weight loss
after 10 mins of etching is virtually the same in each
experiment, but the difference in weight loss signifi-

As with Experiment #1, the results of Experiment #2
show that there may be some differences in weight loss
depending on the quartz sample under consideration. In
this case, sample MS3 is consistently affected by HF
etching to a greater extent than sample MS1 (Table 6).

cantly increases with time. Relative weight loss system-
atically exceeded 50% for these samples in Experiment
#2, whereas it did not exceed 50% for the correspond-
ing samples tested in Experiment #1. Such a difference
could be intuitively expected, although it has never been
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Experiment #2 (HF 40%) —
with constant agitation

Sample_ ime Initial  Final Relative
Grain Size (1um) weight weight weight loss
(min)  (g) (g (%)
MS-1.50-100 10 0.84 0.65 23.2%
20 0.98 0.64 34.0%
40 0.94 0.41 56.4%
60 1.04 0.29 72.2%
MS-1_100-150 10 3.31 2.84 14.3%
20 3.21 2.37 26.0%
40 3.31 1.65 50.1%
60 3.15 0.93 70.4%
MS-1200-250 10 2.63 2.47 6.1%
20 2.69 2.38 11.6%
40 2.70 2.00 26.1%
60 2.68 1.52 43.2%
MS-1_150-200 10 3.16 2.82 10.7%
20 3.28 2.63 19.7%
40 3.18 1.87 41.2%
60 3.00 1.25 58.3%
MS3_150-200 10 2.78 2.28 18.0%
20 2.73 1.90 30.3%
40 2.75 1.21 56.2%
60 2.86 0.69 75.8%
MS1.250-300 10 3.05 2.90 5.1%
20 3.01 2.70 10.3%
40 3.12 2.37 24.0%
60 3.08 1.83 40.5%

Table 6. Weight loss data derived from Experiment #2 (HF 40%)
with constant agitation.

properly quantified. A couple of causes may be envis-
aged. During HF experiment #1, the grains formed a
layer of a few mm thick in the beaker. Consequently,
without agitation there may be significant differences in
terms of etching rates between the grains that are lo-
cated on top of the layer and those positioned within the
layer. Grains in the latter category might simply not be
fully in contact with the chemical reagent given their
compaction. The constant agitation undertaken during
Experiment #2 ensures that the total surface area of the
grains is in direct contact with the chemical reagent dur-
ing the entire reaction. In other words, a greater pro-
portion of grains are exposed to more uniform etching
conditions during agitation, resulting in higher weight
loss estimates. Another explanation could be the local
neutralization or depletion of HF in the immediate sur-
rounding of the grains if no agitation occurs, which may
slow down or partly buffer the etching effects over the
entire duration of the experiment.

Experiment #3 (HF 10%) -
3 x manual agitation and stirring
during the etching period

Sample  Time Initial Final Relative

weight weight weight loss

(min)  (g) (& (%)
DY08-9 10 1.13 0.88 22.1%
DY08-10 10 1.27 0.98 22.8%
DYO08-11 10 1.23 0.93 24.4%
DYO08-12 10 1.20 0.92 23.3%
DY08-13 10 1.09 0.83 23.9%
DY08-14 10 0.80 0.53 33.7%
DY08-15 10 0.52 0.40 23.1%
DY08-16 10 0.58 0.42 27.6%
DYO08-17 10 0.68 0.52 23.5%
DYO08-18 10 1.21 0.94 22.3%
DY08-19 10 1.01 0.78 22.8%
DY08-20 10 0.89 0.70 21.3%
DY08-21 10 1.01 0.77 23.8%
DY08-22 10 1.08 0.83 23.1%

Table 7. Weight loss data derived from Experiment #3 (HF 10%
during 10 min).

Experiment #3

* On average, the net dry weight of the fourteen K-
feldspar samples was reduced by 24.3% after 10% HF
etching for 10 minutes. The weight loss values observed
for individual samples is fairly consistent, ranging be-
tween 20-25% for all but two of the fourteen samples
(Table 7). The remaining two samples display slightly
higher weight losses of up to 34%, highlighting that
inter-sample variability exists for this geographic loca-
tion. The weight losses observed for the fourteen K-
feldspar samples in Experiment #3 are broadly similar
to those observed for K-feldspar sample MF5 in Exper-
iment #1, which was conducted under similar experi-
mental conditions (MF5 weight losses = 24% for 100-
150 um grains and 15% for 150-200 pm grains).

4.2. Removed thickness estimates

The weight loss results have been converted into estimates
of removed thickness as indicated in section 3.4. Results are
graphically displayed in Figures 2 (Experiments #1 and #2)
and 3 (Experiment #3). The corresponding numerical values
are given in the Supplementary Information (Table S1 to S4).

4.2.1 Identifying external factors influencing etching
rates

As would be expected, the grain thickness removed by
HF etching increases almost linearly with time. When us-
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Figure 2. Relationship between grain thicknesses removed from quartz and feldspar samples and HF (10% and 40%) etching duration for

Experiments #1 (A to D) and #2 (E and F).

ing 40% HF, the average etching thicknesses ranged from
3.8 £ 1.5 um after 10 min to 12.9 £ 2.6 um after 1 hr for
100-200 pm quartz samples (Fig. 2C, Table 8). In contrast,
a significantly smaller dependency is observed between etch-
ing thickness and time when using 10% HF; grain thickness

removal increases by only a factor of ~ 2.3 over 10 min to
1 hr etching times (Fig. 2A). After 60 min, 10% HF has only
removed a mean external thickness of 2.3 £ 1.2 um from the
quartz grains.

As expected, 40% HF has a more significant impact on



Duval et al., Ancient TL, Vol. 36, No. 1, 2018

Mineral Quartz Quartz Quartz K-feldspar K-feldspar K-feldspar
Experiment #1 #2 #1 #1 #1 #3
HF concentration 40% HF 40% HF 10% HF 40% HF 10% HF 10% HF
Sample size n=6 n=6 n=6 n=2 n=2 n=14
Time (min)
10 38+15pum | 44+ 15pum | 1.0£08 um | 502+ 140 pum | 7.6 £0.5 pm | 12.9+1.8m
(39.6%) (35.3%) (77.3%) (28.0%) (6.9%) (14.3%)
20 57£21pm | 80+24pum | 1.3£1.0um | 455+ 143 pm | 87 £0.5 um i
(36.2%) (30.0%) (75.3%) (31.4%) (6.3%)
40 9.7+33um | 17.5+46 um | 1.7+ 0.8 um | 85.8 £ 14.5 um | 12.2 + 0.1 um i
(33.6%) (26.2%) (47.6%) (16.9%) (1.2%)
60 129+26 um | 283+ 6.8 um | 23+ 1.2 um | 90.4 £ 153 um | 14.7 + 1.0 um i
(19.9%) (24.2%) (50.2%) (16.9%) (7.0%)

Table 8. Average removed thicknesses and associated standard deviation (in parenthesis, the corresponding coefficient of variation) evaluated
from the weight loss estimates of all samples and grain size fractions considered in each experiment (#1, #2 and #3). To obtain the post-
etching grain diameter, the thickness values should be multiplied by two and then subtracted from the initial grain diameters displayed in

Table 3. Key: n = number of samples considered for the mean value.

quartz grains than 10% HF, removing external layers that
are 4-6 times thicker over 10 and 60 min etching periods
(Fig. 2A to D). The results of Experiment #2 confirm that
constant agitation of samples has a direct influence on etch-
ing rates when using 40% HF. For example, sample MS1
experienced mean grain thickness losses of 3.7 to 13.4 pm
for 10 and 60 min etching durations in Experiment #1 (no
agitation), whereas equivalent losses of 4.1 to 27.6 um were
observed over the same etching time ranges in Experiment #2
(constant agitation) (Fig. 2C and E). The differences between
the results of Experiments #1 and #2 increase significantly
over longer etching times; mean grain thickness removals

® Exp.#3
26 v Exp.#1

: SR ST R

Thickness removed (um)

T T T T T T T
160 180 200 220 270 280 290 300 310

Original diameter (um)
Figure 3. Variability of grain thickness removal from K-feldspar
samples derived from Experiment #3. For comparison, data ob-

tained from sample MF-5 during experiment #1 under somewhat
similar conditions (HF 10%) are also displayed.

10

are 12% higher in Experiment #2 compared to Experiment
#1 after 10 min, and they are 106% higher in Experiment #2
compared to Experiment #1 after 60 min.

In summary, these empirical results show that experimen-
tal conditions have a significant impact on etching rate and
magnitude. Though the influence of etching time and HF
concentration has already been demonstrated in several pre-
vious studies, the role of agitation has, to our knowledge, not
been explicitly reported or thoroughly evaluated so far.

4.2.2 Variability among quartz and K-feldspar samples

Variability in etching effects among different quartz sam-
ples is best illustrated by Fig. 2D. For the 150-200 pm
quartz samples considered in Experiment #1, MS3 experi-
ences more significant etching losses compared to MS1 and
MS2 over 10-60 min etching times. The latter two sam-
ples exhibit broadly similar etching thicknesses (within er-
ror) over the same time periods. For all three samples, thick-
ness removals range from 2.4 to 6.4 pm after a 10 min etch-
ing duration, to 10.7-17.7 pum after 60 min of etching. The
same variability in etching magnitude between samples MS-
1 and MS-3 is observed in Experiment #2 (Fig. 2F).

In contrast with our previous observations on weight
loss estimates, initial grain size appears to have no signifi-
cant impact on mean removed thicknesses: Experiment #2,
which was performed on 50-300 um (nominal sieve size)
grains of sample MS1, reveals consistent mean thicknesses
(within error) for all grains size fractions after a given etch-
ing time (Fig. 2E). Similarly, 100-150 um and 150-200 pm
K-feldspar fractions of samples MF5 show similar etch-
ing thicknesses when using 10% HF for different durations
(Fig. 2A and B).

Given these observations, we have calculated average
etching thickness values and associated standard deviations
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for a given experiment based on a combination of all the
samples and grain fractions analysed in each of Experiments
#1, 2 and 3 (Table 8). The coefficients of variation for the
quartz samples (n=6) analysed during Experiments #1 and
#2 range from ~ 20% to ~ 77% (the reliability of the equiv-
alent values obtained for the K-feldspars are considered rel-
atively uninformative given the limited number of samples
considered, n=2). Interestingly, one may observe that very
high coefficients of variation are seen when etching is lim-
ited (10-20 min). All samples show a common pattern of a
decreasing variability with time, with overall minimum val-
ues achieved in the range of 20-35% for 40 and 60 minutes.
This may be explained by the increasing elimination of the
finer grain population with time, resulting in a narrower grain
size distribution.

Overall, these coefficient of variation data provide useful
insights into inter-sample variability of etching rates, which
incorporates both experimental uncertainty (from the wash-
ing and weighing stages; though the latter is likely mini-
mal) and inherent variability related to mineralogical matu-
rity, composition, geological origin and grain-to-grain het-
erogeneities. Based on the present results, the intrinsic rel-
ative uncertainty on removed thickness for etched quartz
grains is likely to be at least 20% after 40—60 min for a given
set of experimental conditions, and can be as high as ~35%
(Table 8).

The variability in etching thicknesses between K-feldspar
samples is best observed from Experiment #3 (Fig. 3). The
14 samples considered in this experiment exhibit a mean re-
duction in grain thickness of 12.9 4+ 1.8 um after etching
with 10% HF for 10 min (Table 8). The combined dataset
has a coefficient of variation of 14.3%, which is lower than
that measured for the quartz samples in Experiments #1-2
(between ~20% and ~ 77%). Given that all 14 K-feldspar
samples were collected from a single site, this dataset may
provide useful first order constraint on etching rate variabil-
ity for samples of shared geographic origin. Some variabil-
ity exists between the etching thicknesses observed in Ex-
periments #1 and #3 for different K-feldspar samples. The
K-feldspar removal thicknesses derived from Experiment #1
are smaller (7.6 = 0.5 um on average) than those obtained
in Experiment #3 (Fig. 3 and Table 8). This difference may
reflect differences in the experimental conditions (e.g., dif-
ferent initial sample weights, different agitation and stirring
procedures employed in the two experiments), inter-sample
variability in K-feldspar etching rates, or, most likely, a com-
bination of both factors.

5. Discussion

5.1. Comparison with previously published results

The majority of luminescence and ESR quartz dating pro-
cedures utilise concentrated (40—48%) HF etching for either
40 min or 60 min durations. These various combinations
are adopted on the assumption that they would be sufficient
to remove a ~ 10 um thick layer from the exterior surface
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of quartz grains, in accordance with the results from Bell
& Zimmerman (1978) and Fleming (1969), respectively. In
reality, the weight loss experiments carried out by Bell &
Zimmerman (1978) on two different quartz samples revealed
more complex results: while one quartz sample that was
immersed in 40% HF for 40 min showed an average depth
loss of ~ 10 um, the other sample was significantly less af-
fected by the same etching procedure (~ 3 wm). These re-
sults underscore the inter-sample variability observed in our
own experiments. Aitken (1985) mentions the results of a
similar HF etching experiment performed on quartz samples
by Fleming (1969), for which a ~9 pm removal was ob-
served after 60 min of 40% HF exposure. This result is likely
compatible with the ~ 10 um loss recorded after 40 min by
Bell & Zimmerman (1978), as the associated empirical un-
certainty of these two experiments was not reported. By
comparison, the etched thicknesses obtained in the present
study from Experiment #1 (40 min and 60 min exposure to
40% HF) are 9.7 & 3.3 um and 12.9 £ 2.6 um, respectively
(Table 8). These results are consistent with the published
estimates mentioned above, as well as with those reported
by Hong (1998) (i.e., 10.3 & 1.9 um and 13.8 £ 1.4 um for
40 and 60 min of 40% HF, respectively). However, it is worth
keeping in mind that mean removed thicknesses were almost
twice as high over the same time range when the samples
were continuously agitated during HF etching (Experiment
#2; see Table 8).

In contrast with quartz dating procedures, there appears
to be less standardisation in HF etching procedures adopted
in K-feldspar luminescence studies, although there is an ap-
parent overall consensus to avoid the use of concentrated HF
(> 40%), even for short durations. Some luminescence prac-
titioners prefer not to include a HF etching step during sam-
ple preparation (Duller, 1992; Trauerstein et al., 2014), while
others use various combinations of dilute (10%) HF over rel-
atively short etching durations (typically 10 min to 40 min)
to remove the outer alpha-irradiated layers of coarse grains
(Mejdahl, 1985; Li & Li, 2011; Demuro et al., 2015). The
reasons behind these choices of experimental conditions, and
especially the different durations, are not always stated (but
see Duller, 1992, section 3.2.2.), and they are most likely
based on individual laboratory recipes and unpublished stud-
ies. Indeed, quantitative assessments of K-feldspar etching
rates are scarce in the literature. Porat et al. (2015) reported
a decrease in the modal size of 50 and 100 um K-feldspar
grains after 20 and 40 min of exposure to 10% HF, respec-
tively. Consequently, they considered that 10% HF etch-
ing for 10-15 minutes should be sufficient to remove most
of the outer surface affected by alpha particles. In contrast,
longer durations would favour further etching anisotropy for
a given grain (see also Duller, 1992) and etching heterogene-
ity among grains, resulting thus in additional complications
and increased uncertainty for dose rate evaluation. We have
observed an average K-feldspar depth loss of 12.9 + 1.8 pm
after 10 min etching with 10% HF for 14 samples in Ex-
periment #3 (Table 8), which is consistent with the observa-
tions of Porat et al. (2015). However, Experiment #1 also
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Arbo, Spain (Fluvial deposits)
[U] =10.53 ppm ; [Th] = 12.6 ppm ; [K] = 3.37 %
Total dose rate ca. 6500 uGy/a

Atapuerca Gran Dolina, Spain (Cave site)
[U] =4.73 ppm ; [Th] = 10.96 ppm ; [K] = 1.35 %
Total dose rate ca. 3100 uGy/a

Moulouya basin, Morocco (Fluvial deposits)
[U]=0.95 ppm ; [Th] = 2.41 ppm ; [K] = 0.47 %
Total dose rate ca. 1000 uGy/a
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Figure 4. Relationship between relative alpha dose rate contributions (relative to the total dose rate) and assumed HF etching depths for quartz
of initial grain size of 50, 100 and 150 um and an alpha efficiency of 0.05 and 0.15. Three existing case studies are displayed from left to
right (in decreasing order with respect to the magnitude of the total dose rate): Arbo (Spain), Atapuerca Gran Dolina (Spain) and Moulouya
basin (Morocco). Calculations were performed using the following parameters: internal dose rate = 30 nGy/a, cosmic dose rate = 110 uGy/a,
water content = 10% wet weight (equivalent to 11% dry weight), and water correction factors, alpha and beta attenuations, and etching depth
corrections from the DRAC data compilation spreadsheet (Supplementary material from Durcan et al. (2015)).

showed lower K-feldspar etching depths of 7.6 = 0.5 um for
an additional sample. Taken together, 10% HF for 10 min
seems to be sufficient to remove the targeted alpha-affected
outer ~ 10 pm rind of most coarse K-feldspar grain fractions
considered so far; though additional empirical data is needed
to better characterise inter-sample variability in K-feldspar
etching efficiencies.

5.1.1 Minimum recommended HF etching depth

Although the maximum penetration range of alpha particles
in silicate grains is usually considered to be ~ 20 pum, the at-
tenuation factors provided by Bell (1979) show that such an
etching depth would not entirely remove the external alpha
dose rate component (~ 96% would be eliminated). Etch-
ing depths of 15, 10 and 5 pm would remove ~ 85, ~ 66
and ~ 38 % of the external alpha dose rate component, re-
spectively. Consequently, it is worth considering whether
the 10 pm etching depth usually targeted in ESR and lumi-
nescence dating is sufficient to reduce the alpha dose rate
contribution to negligible levels in comparison with the to-
tal dose rate. Simulations performed by Bell (1979) suggest
that a 9 um etching depth would reduce the external alpha
dose rate component to between 2 and 10% of the total dose
rate, depending on the alpha efficiency selected (0.05-0.1)
and the relative concentration of potassium in the sediment (0
to 2% K;0). For comparison, we ran a series of simulations
with three quartz samples collected from different localities
(Arbo and Atapuerca Gran Dolina, Spain and the Moulouya
basin, Morocco) that contain low to high radioactivity de-
posits (1,000 to 6,500 uGy/a). In each simulation we con-
sidered different grain sizes (50 to 150 um) and alpha effi-
ciency values that encompass those commonly used in lumi-
nescence and ESR dating, (0.05 and 0.15, respectively; e.g.
Arnold et al. (2014); Duval et al. (2015b)) (Fig. 4). Our re-
sults show that, in all but one extreme scenario (50 pm grain
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size and alpha efficiency = 0.15), a 5 um etching depth is
sufficient to reduce alpha dose rate contributions to <10%
of the total dose rate. The alpha dose rate contributions are
further reduced to <5% and <2.5% of the total dose rate for
10 um and 15 pum etching depths, respectively. Though rela-
tively small, these alpha dose rate contributions may be non-
negligible, and it may be worth considering an additional al-
pha dose rate term as part of the ESR and luminescence age
calculation when etching depths are <15 pum.

Although use of increasing HF etching times may be con-
sidered as an alternative means of reaching a depth removal
>15 um and thus completely eliminating alpha dose rate
contributions, this approach is likely to raise additional prob-
lems, as outlined by Bell & Zimmerman (1978). In particu-
lar, more stringent HF procedures are likely to increase inter-
grain etching heterogeneity and they cannot guarantee that
external alpha contributions will truly be removed from all
grains. Consequently, Aitken (1985) and Bell & Zimmer-
man (1978) consider HF removal of the outer 10 wm of sili-
cate grains to represent the most reasonable compromise for
dose rate evaluation.

6. Conclusion

Quantification of HF etching effects is essential for the
evaluation of the alpha and, to a lesser extent, beta dose rate
components in ESR and luminescence dating. Etching thick-
nesses ranging from 0 to 20 pum have relatively limited im-
pact on the resulting beta dose rate of quartz grains (<2%),
whereas the alpha dose rate may be reduced by up to 96%
(see Aitken, 1985). Building on the earlier work of Flem-
ing (1969) and Bell & Zimmerman (1978), which still stand
as references in luminescence and ESR dating, our study
provides additional, detailed empirical data highlighting the
variability of etching rates as a function of experimental con-
ditions and sample type. Based on our results, the outer
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10 pm rind of quartz samples (i.e., the usual target in ESR
and luminescence dating studies) can be removed by etching
with 40% HF for 40 min when including periodic manual
agitation, or by etching with 40% HF for ~20 min when
undertaking continuous agitation. For K-feldspars, etching
with 10% HF for between 10 and 40 min was required to
remove the outer 10 wm rind of the samples considered in
this study. These results are in good agreement with pre-
vious etching assessment studies, although we recommend
that each laboratory evaluates etching thickness losses (and
associated empirical uncertainties) for their specific HF ex-
perimental setup given the observed variability of etching
rates. HF etching depths of between 5 and 15 wm will signif-
icantly reduce external alpha dose rate contributions to <2.5
— <10% of the total dose rate (depending on the alpha ef-
ficiency value used). Although relatively small, this contri-
bution is nevertheless non-negligible. Consequently, it may
be worthwhile to consider an additional alpha dose rate term
as part of the ESR and luminescence age calculation when
etching depths are <15 pm.

Finally, the reliability of HF etching depths based on
weight loss estimates is directly dependent on the validity
of two important assumptions, i.e. the spherical shape of
the grains, and isotropic HF etching of individual grains,
as well as collective grain populations, for a given sample.
Although these assumptions are known to be oversimplis-
tic (e.g., Bell & Zimmerman, 1978; Goedicke, 1984; Duval
et al., 2015a), their true impact on the accuracy of empiri-
cal etching depth calculations remains unstudied and largely
unconstrained. Preferential dissolution has been observed
along crystallographic directions (e.g., Tellier & Jouffroy,
1983), fissures and grain boundaries (Porat et al., 2015),
systematically inducing uneven etching at both single-grain
and multi-grain scales (e.g., Duller, 1992), which may some-
times result in grain disintegration. The magnitude of HF
etching among different grains of a given sample may sig-
nificantly vary, with potentially non-trivial implications for
single-grain OSL dating studies. In that regard, comparative
assessments of standard weight loss assessments with dif-
ferent quantitative approaches such as Static Image Analy-
sis (Duval et al., 2015a) and Laser Diffraction should enable
further insights into the impact of uneven HF etching at both
single and multi-grain levels.
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The presented doctoral dissertation uses luminescence
dating techniques to reconstruct the paleoenvironmental and
paleoclimatic conditions in the Middle and Lower Danube
catchments, especially during the period of anatomically
modern human emergence. It is embedded in the Collabo-
rative Research Centre 806 “Our Way to Europe - Culture-
Environment Interaction and Human Mobility in the Late
Quaternary”. To increase ones understanding of the en-
vironmental conditions during the last 150 ka, four loess-
paleosol sequences (LPS) and one fluvial section were in-
vestigated. The research area is located at the junction of
Atlantic, Mediterranean and continental climatic regimes,
which makes it sensitive to climatic changes. Moreover, the
geographical position between Asia, Near East and Central
Europe and the vast river network connecting these regions,
make the area a favorable pathway for anatomically modern
human migration. The sediments of the five investigated sites
cover various time-frames from the penultimate interglacial
to the Holocene. The methodological approach focused on
optically stimulated luminescence dating, but for some of the
sections the geochronological methods were combined with
physical, biological, and geochemical proxy data to recon-
struct the paleoenvironmental conditions.

In the Middle Danube Basin (MDB) three sites were in-
vestigated. The Sagvar LPS is located in the central basin
and its sediments accumulated during the last glacial max-
imum from approximately 25-17ka. The sequence can be
correlated to two Gravettian occupation layers. Paleoen-
vironmental conditions changed rapidly and Gravettian oc-
cupation took place during a typically cold LGM phase.
The Bodrogkeresztiir LPS is located in the foothills of the
Carpathians in the northern part of the MDB. Its sediments
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accumulated between 33.5 £ 2.5 and 28.0 £ 2.1 ka and
the findings highlight unique microclimatic conditions at the
foothills of the Carpathian Mountains, which may have of-
fered a favorable environment for Upper Paleolithic popula-
tions. The Crvenka-At site contains fluvial sediments and
Aurignacian artifacts that were found in sediments with an
age between 33.9 + 2.9 ka and 41.3 + 3.6 ka. This age
range fits well to other dated Aurignacian findings in the
Banat region and points to a more widespread occurrence
of anatomically modern humans during this time frame than
previously thought and shows that also lowland areas were
attractive for early modern human occupation. Further south,
the Stala¢ section is located in the interior of the Central
Balkan region, in a zone of paleoclimatic shifts between con-
tinental and Mediterranean climate regimes. Detailed in-
vestigations on the luminescence signal of a quartz sample,
which is unsuitable for dating, are presented. A firm chronol-
ogy framing the last two glacial cycles was established us-
ing fine-grained polyminerals and the post-infrared infrared
stimulated luminescence (pIRIR) protocol. The character-
istics of the dated paleosols indicate similar climatic con-
ditions during the last interstadial and interglacial phases,
which were different from the penultimate interglacial pe-
riod. Finally, the Urluia LPS in the Lower Danube Basin was
investigated. The section was dated from 20.98 + 1.6 ka to
144.9 + 12.2 ka. While the chronology of the upper 7 m of
the section is supported by independent age control in form
of the Campanian Ignimbrite/Y-5 tephra, the lower part of
the sequence remains less well constrained. A rapid increase
in ages between ~7 and 9 m is followed by rather constant
ages >130ka in the lower 7 m of the profile. These ages are
in contrast with the expectation of a well-developed MIS5
paleosol in the lowermost part of the section. Several hy-
pothesis trying to explain these findings were explored, but
could not be solved satisfactorily.

The doctoral dissertation demonstrates that a detailed in-
vestigation is necessary in order to build robust age models.
For quartz samples, the importance of preheat plateau and
dose recovery tests are pointed out. Some samples of Stala¢
and Urluia, that have high equivalent doses, show falling
preheat plateaus, while the quartz samples of Crvenka-At
are already in saturation at very low doses. These findings
indicate that these samples cannot be dated reliably using
the SAR protocol. Most samples of this dissertation were
dated with the pIRIR protocol. The necessary first IR stim-
ulation temperature tests, dose recovery tests, fading exper-
iments and residual dose measurements are presented. It is
demonstrated that polymineral and potassium feldspar sam-
ples can be dated with higher doses than quartz. However,
it remains unclear up to which dose range age estimates are
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reliable. Overall, this doctoral dissertation highlights the im-
portance of luminescence dating in paleoenvironmental and
geoarcheological studies. It demonstrates how the combina-
tion of multiple proxy data enhances the paleoenvironmen-
tal interpretations, and identifies remaining challenges. The
paleoclimatic dynamics in the research area at the junction
of Atlantic, Mediterranean and continental climatic regimes
are discussed. Finally, paleoenvironmental conditions during
phases of Upper Paleolithic occupation were equally diverse
highlighting anatomically modern humans’ ability to adapt
to changing paleoenvironments.

A PDF of this thesis can be downloaded from: www.doi.
org/10.18154/RWTH-2018-01253
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Coastal areas hold major social and economic value. Un-
derstanding past coastal evolution is therefore crucial to an-
ticipating future changes which will affect these areas of
high significance. The Bohai Sea, situated at the transition
zone between the East Eurasian Continent and West Pacific
Ocean, is an area particularly sensitive to sea-level changes
and sediment inputs. Due to the continuous subsidence of the
Bohai basin since the Cenozoic, thick sediment sequences
have accumulated progressively on the Bohai Coast, provid-
ing a valuable proxy record of climate and environmental
evolution. Sedimentary sequences on the Bohai Coast in-
dicate three main transgressive and regressive phases, asso-
ciated with the regional sea-level change and terrestrial in-
fluence since the Middle Pleistocene. The chronology of
these transgressions and regressions is however not well con-
strained, and requires a thorough investigation.

The main objective of this thesis is to establish a reliable
chronological framework for the three transgressions identi-
fied on the Bohai Coast since the Middle Pleistocene, using
Optically Stimulated Luminescence (OSL) dating. A care-
ful validation of different OSL approaches is first conducted.
The quartz OSL signal was fully reset for materials from the
North Bohai Coast, while the K-feldspar luminescence sig-
nals were well bleached for the pre-Holocene deposits, vali-
dating the use of this dosimeter to establish a robust chronol-
ogy of the Bohai sediments. To correct the undesirable signal
loss over geological time scale associated with the use of this
mineral, the fading correction method based upon the theory
of power-law decay of tunnelling is tested. Fading corrected
ages in agreement with the reference chronology confirm the
validity of this fading correction method. Quartz OSL dat-
ing is applied to the coastal core sediments and dune sands
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from the North Bohai Coast. The quartz and feldspar lu-
minescence chronologies indicate that the earliest transgres-
sion occurred ca. 200 ka ago, correlating with the sea-level
highstand during Marine Isotope Stage (MIS) 7. Based on
the age-depth relation, the second transgression very likely
occurred during MIS 5. Both, the radiocarbon dates and
the quartz OSL ages show that the transgressive sedimentary
facies in association with the rising of the sea-level during
MIS 3 is not preserved in the Bohai cores. The last trans-
gression correlates with the Holocene sea-level rise.

Luminescence chronology, in conjunction with the histor-
ical records of the shoreline migration, reveals that the sea-
level constantly stayed at highstand between ca. 6 and 1 ka
in the North Bohai Coast, and then retreated rapidly causing
the delta progradation. Thin transgressive deposits, equiva-
lent to an annual sediment increment of 2.7 x10* m3/a be-
tween 6-1 ka, are explained by the flat relief and insufficient
sediment supply. The rapid deltaic progradation, which in-
cludes an episodic deposition by multiple flooding events at
ca. 700 a, resulted in the dramatic increase of sediment in-
crement (9.1 x 10° m3/a) over the last millennia. This sudden
increase was triggered by both the winter monsoon enhance-
ment and the reduction of plant cover and soil erosion by
human activity. On the contrary, a rapid inland sand depo-
sition after the Little Ice Age was most likely related to the
Immigrant and Reclamation Policy.

A PDF of this thesis can be downloaded from:
http://www.diss.fu-berlin.de/diss/receive/
FUDISS_thesis_000000107263
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April 2018
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Claro, Brazil

Degree: M.Sc.
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The knowledge of the geomorphological evolution of the
Parand River fluvial plain in the stretch upstream of the Porto
Primavera dam is still precarious, since most of the published
works on this fluvial course focused on the stretch down-
stream of the dam. In this context, the objective of this study
was to investigate the succession of geological events respon-
sible for the evolution and current configuration of the river
system of the Upper Parand River, between the Jupid and
Porto Primavera Hydroelectric Plants (between the States of
Sao Paulo and Mato Grosso do Sul). Remote sensing data,
sedimentological, geochronological and topobatimetric pro-
files were used for the development of the research. Four
geomorphological compartments were identified and three
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of these compartments were dated: Unit 1, raised terrace
with circular and semi-circular ponds; Unit 2, intermediate
terrace with small ponds and soaked areas (OSL age from
60,5 £ 6,1 kyears); Unit 3, low terrace with preserved pa-
leo canals (OSL age from 39,8 + 2,8 kyears); and Unit 4,
current fluvial plain (OSL age from 8.9 & 1.6 kyears). The
defined geomorphological units were correlated with units of
previous works located downstream of the studied area. Unit
1, Unit 3 and Unit 4 are considered extensions of the geo-
morphological units Taquarucgu, Fazenda Boa Vista and Rio
Parand, respectively. Unit 2 is a compartment with unique
morphological characteristics, therefore, not correlated with
units presented in previous works. Two zones of knickpoints
have also been identified that probably occur due to litholog-
ical changes in the river thalweg. In addition, in the stud-
ied section the Parand River presents sinuosities that may
be related to the sedimentary contribution of the tributaries.
Sedimentary records of the deposits of the fluvial plain of
the Aguapei River indicate that this river presented a chan-
nel with high energy approximately 8 thousand years ago,
when the climate was drier than the present one. Later, about
2,000 years to the present, the region will have similar cli-
matic characteristics to the current ones.

A PDF of this thesis can be downloaded from: http:
//hdl.handle.net/11449/154032
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March 2018
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Degree: M.Sc.
Supervisors: Dr. Rita Schulz, Prof. Dr. Stefan Dreizler

The purpose of this work is to collect data and results that
might be relevant for the development of a procedure for re-
mote OSL dating of asteroids. This work presents a basic
summary of each of the major disciplines involved (aster-
oid research, solid state physics and luminescence dating)
up to and including the most recent information available.
In addition, it presents an initial assessment of the physical,
technical and methodological challenges, and discusses ten-
tative ideas for instrumentation. Lastly, potential approaches
for further investigations of certain key aspects are proposed.
The hope is that future researchers might be able to use this
work as a basis and guideline in follow-up studies.

A PDF of this thesis can be downloaded from:
https://www.dropbox.com/s/b3ir5tzoiyfnveh/
mthesis_astro.pdf?d1=0
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Conference Announcements: Central European LED 2018

Central European (German) LED Meeting

Beatenberg, Switzerland
November 23-25, 2018

UNIL | Université de Lausanne

UNIVERSITAT
BERN

PAUL SCHERRER INSTITUT

=

The Central European (German) LED Meeting will be co-hosted this year by the University
of Bern, the University of Lausanne and the Paul Scherrer Institute. In addition to the usual
meeting which comprises poster / oral presentations and time for discussion, an optional
workshop on “Practical Trapped-Charge Thermo(chrono)metry” will also be offered on
November 22™ at the same conference venue.

The conference will take place in Beatenberg, near to Interlaken, which is easily accessed by
train, or rail transfer from Bern (1.5 hours), Basel (2.5 hours) or Ziirich airport (3 hours).
Registration opens in June and the workshop is limited to only 25 places allocated on a first-
come first-served basis, so please register early to avoid disappointment. Further details of
the conference and workshop can be found on the webpage:

www.dled2018.wordpress.com

We look forward to welcoming you in Switzerland!
Georgina King, Natacha Gribenski, Tobias Sprafke and Pierre Valla
University of Bern

Frédéric Herman and Rabiul Biswas
University of Lausanne

Eduardo Yukihara
Paul Scherrer Institute
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Conference Announcements: LAIS 2019

Luminescence in Archaeology
International Symposium

Institute of Earth and Environmental Sciences
University of Freiburg, Germany
April 3rd to 6th, 2019

The 4th Luminescence in Archaeology International Symposium will be hosted by the
Sedimentary Geology and Quaternary Research Group at the University of Freiburg
(Germany). LAIS 2018 continues the series of symposia initiated in Delphi 2009, Lisbon 2012
and Paris 2015. It is an international initiative focusing on the use of luminescence for the
dating and analysis of materials in archaeological and geoarchaeological context. In
addition, it supports archaeological and archaeometrical communities to further develop
and expose luminescence methodology.

Topics
e Advances in luminescence methodology
e Dose rate determination
e Innovative materials
e Application in all fields of archaeological sciences
e (Geo-)Archaeological case studies

Local organiser: F. Preusser
International standing committee: I. Liritzis (Chairman, Rhodes, Greece), N. Zacharias,
(Kalamata, Greece), A. Zink (Paris, France), Ana Luisa Rodrigues (Lisbon, Portugal).

Deadlines and costs

Registration: November 1st to December 31st 2018
Late registration: January 1st, 2019 to March 31st 2019
Abstract submission: until December 1st 2018

Abstract confirmation: December 15th 2018
Conference fee: EUR 240,-

Student fee: EUR 160,-

Accompanying persons: EUR 100,-

Conference email: LAIS2019@geologie.uni-freiburg.de
Web page: www.sedimentologie.uni-freiburg.de/lais2019
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