Supplementary Data

Statistical Tests

In order to identify similarities between different compositional populations,
to test the accuracy of the two different WDS systems and to evaluate
whether the two datasets could be merged, the following two statistical tests
were used.

The similarity coefficient (Borchardt et al. 1972) gives the similarity be-
tween two populations and is defined as:

dy o = k=t 1
1,2 n ) ()

where di 9 = do is the similarity coefficient between two samples 1 and
2, n is the number of oxides, and R is Xy /Xpo if Xpo > Xpy or Xpo/ Xk
if Xp1 > Xgo. Xy is the concentration of k in sample 1 and X, is the
concentration of the oxide k in sample 2. This analysis was carried out for
six oxides with weight concentrations greater than 1% in order to identify
similarities between different populations (Table 1) and for seven oxides for
testing the performance of the two different WDS systems (Table 3).

Calculated values closer to 1 indicate a higher similarity. Begét et al.
(1992) suggested the following categorisation: Samples with values between
1 and 0.95 are identical; values between 0.95 and 0.90 are not identical but
are likely to have the same source; all values below 0.90 indicates that there
is no significant relationship between the populations.

The statistical distance function highlights samples without similarities
(Perkins et al. 1995, 1998; Pearce et al. 2008) :
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where n is the number of oxides, X, and X9 are the average concentrations,
or1 and o are the standard deviations of the average of the k-th oxide in
the samples 1 and 2. Calculated D? values were compared to D? critical
of the 99 % confidence level. If the calculated values were greater than the
critical value then the null hypothesis, that the samples are identical, can be
rejected. However, smaller values can suggest that a correlation exists, but
this is not necessarily the case (Pearce et al. 2008). Therefore, if Population A
is identical with Population B and Population C is identical with Population
B but Population A is not identical with Population B then none of these
populations were identified as being identical.

PopA = PopB )\ PopC = PopB )\ PopA # PopB, (3)



Only oxides with an average weight percentage greater than 0.1 % were
used. For the analyses of the populations’ correlation (Table 2) and of the
WDS performance (Table 4), nine and eight oxides were used, respectively.

Accuracy of the Wavelength Dispersive Spectrometers

To estimate the reliability of the two different electron miroprobes used,
mean, median and standard deviations were calculated by means of secondary
standard analyses (non-normalised values) (Tables 5,6). The mean standard
values for both mircroprobes were compared with the recommended values
for the BHVO-2G (USGS) standard. After removing outliers all mean values
lie within in the recommended 10 values, except for the mean of calcium-
and magnesium oxides from the JEOL JXA 800 spectrometer, which lie in the
+20 range. Kuehn et al. (2011) used the recommend +20 values to exclude
analyses from their data set, therefore the JEOL JXA 800 analyses are con-
sider to be acceptable. Characteristic of the JEOL JXA 800 are generally
lower oxide values compared to the recommended values result in the low
totals observed, whereas the microprobe at TAU yielded somewhat higher
totals than recommended (Tables 5,6,7 ); these differences might be caused
by the differences in the primary calibration. Comparison of the standard
deviations from both microprobes for the BHVO-2G secondary standrad sug-
gests that the Cameca SX 100 has a better reliability than the JEOL JXA
800, but close mean and median values suggest a good overall reliability for
both probes. As a further test of the performance (Kuehn et al. 2011), the
similarity coefficient (SC) (Table 3)(Borchardt et al. 1971, 1972) and sta-
tistical distance function (Table 4)(Perkins et al. 1995, 1998; Pearce et al.
2008) were calculated between the BHVO-2G means of both electronprobes
and the recommended values for BHVO-2G. The high SCs between the rec-
ommended value and the SCs derived from the microprobe analyses imply
good overall performance. Combined with the results from the statistical
distance function, this gives us confidence that the null hypothesis (i.e. that
the different samples are identical) is true (as the calculated D? are smaller
than the D? critical of 20.09 (Table 4)).
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JEOL JXA 800 USGS Cameca SX100

JEOL JXA 800 1.00 0.98 0.96
USGS 1.00 0.99
Cameca SX100 1.00

Table 3: Similarity coefficient between electron microprobe Cameca SX 100, JEOL
JXA 800 and recommended values for BHVO-2G on the basis of seven oxides with
a weight % greater than 1 (SiOg, TiO2, AlsO3, FeO, MgO, CaO, Nay0O).

JEOL JXA 800 USGS Cameca SX 100

JEOL JXA 800 0.00 5.14 16.72
USGS 0.00 2.52
Cameca SX 100 0.00

Table 4: Calculated D? of statistical distance function between electron micro-
probe Cameca SX 100, JEOL JXA 800 and recommended values from the USGS
for BHVO-2G on the basis of oxide mean and standard deviation. Fight oxides
(SiOg, TiO2, Aly,O3, FeO, MgO, CaO, Nag0O, K20) with a weight % > 0.1 were
used, which gives a D? critical of 20.09 (99 % confidence level).

SIOZ T102 A1203 FeOT MnO hIgO CaO NazO KQO P205 502 F Cl Total

n

1 50.52  2.78 13.66 10.95 0.17 729 1153 235 054 025 0.01 0.04 0.00 100.09
2 49.82  2.80 13.70 10.76 0.18 7.16 11.39 226 049 0.27 0.00 0.03 0.01 98.86
3
4

50.18 2.80 13.61 10.63 0.18 7.13 11.52 224 047 026 0.01 0.03 0.01 99.08
50.42 279 1351 1097 018 721 11.23 223 046 025 0.01 004 0.00 99.30

5 51.15 276 13.40 10.81 0.18 730 1149 234 054 025 0.01 0.05 0.01 100.29
6 50.36  2.77 13.63 1099 0.18 744 1141 240 051 026 0.01 0.06 0.01 100.03
7 50.46  2.79 1383 10.79 018 727 1145 212 050 027 0.00 0.03 0.01 99.69
8 4994 279 1380 11.18 0.17 724 11.65 225 048 026 0.01 004 0.01 99.79
9 50.32 280 13.73 11.06 0.19 739 11.25 230 0.56 025 0.00 0.04 0.01 99.91
10 50.02 2.78 1384 11.00 0.18 720 11.57 219 053 0.26 0.01 0.05 0.01 99.62
11 50.74 2,77 1421 1097 017 739 1136 228 049 026 0.01 0.04 0.01 100.69
12 49.94 279 1395 11.08 0.17 7.28 1146 233 045 0.26 0.01 0.03 0.00 99.74
13 49.89 2.81 14.00 11.00 0.18 7.39 1148 239 049 025 0.00 0.03 0.01 99.93
14 49.84 279 1354 1095 0.17 736 1144 225 046 027 0.00 0.02 0.01 99.10

Mean 50.26 2.79 13.74 10.94 0.18 7.29 11.44 2.28 0.50 0.26 0.01 0.04 0.01 99.72
Median 50.25 2.79 13.72 10.97 0.18 7.28 11.46 2.27 0.49 0.29 0.01 0.04 0.01 99.76
St.Dev  0.39 0.01 0.22 0.14 0.01 0.09 0.11 0.08 0.03 0.01 0.00 0.01 0.00

Table 5: Individual analyses of the secondary standard BHVO-2G made through-
out the analytical period in November 2010 at TAU.




n Si0y  TiOy AlO3 FeOT MnO MgO CaO NayO KyO Total
1 48.70 2.65 13.46 10.48 0.20 6.91 10.83 2.29 0.54 96.07
2 49.23 292 13.04 10.82 0.12 7.05 10.87 228 0.51 96.83
3 4944 2.76 13.47 10.85 0.24 6.85 10.98 2.18 0.54 97.30
4 49.49 2.89 13.59 10.70 0.31 6.93 11.06 2.16 047 97.61
5 49.66 2.85 13.48 1027 0.26 6.99 10.99 230 0.51 97.33
6 49.65 2.64 13.63 10.58 0.22 7.01 1073 1.96 047 96.91
7 49.64 2.86 13.41 10.76 0.23 7.09 10.77 245 047 97.70
8 49.84 2.68 13.44 1050 0.23 6.72 11.06 238 0.58 97.41
9 49.28 276 1348 1048 0.29 7.12 11.08 225 0.53 97.26
10 49.86 2.57 13.56 10.98 0.17 7.01 1090 2.22 047 97.73
11 49.38 2.64 13.63 10.86 0.24 6.98 1091 222 0.49 97.35
12 48.78 2.84 13.39 10.69 0.12 7.06 10.86 2.36 0.52 96.62
13 48.92 283 13.16 11.13 0.23 7.09 1090 1.72 0.53 96.51
14 49.72 2.84 1349 108 0.24 6.82 11.11 222 0.52 9781
15 49.62 2.82 13.59 10.65 0.04 6.95 11.03 2.45 0.55 97.69
16 4949 2.73 13.29 10.60 0.08 7.01 10.79 2.08 0.53 96.60
17 50.10 2.89 13.57 10.80 0.09 6.93 11.09 1.79 0.51 97.77
18 49.61 2.74 13.64 10.37 0.09 6.72 11.15 220 0.51 97.03
19 49.75 274 13.59 10.54 0.11 6.81 1090 2.13 0.50 97.08
20 48.72 2.60 13.44 10.78 0.08 6.96 11.24 2.06 0.52 96.40
21 49.81 2.69 1359 1096 0.16 6.90 11.11 216 0.52 97.89
22 49.69 293 13.29 1029 0.19 6.94 1083 1.83 0.48 96.48
23 49.29 2.61 13.10 10.63 0.10 6.99 10.90 220 0.54 96.35
24 49.44 261 13.30 1095 0.18 6.93 11.18 1.30 0.56 96.45
25 49.79 2.68 13.59 10.61 0.09 7.00 11.13 220 0.56 97.64
26 4978 2.69 1347 10.87 0.12 7.05 11.20 2.32 0.60 98.10
27 49.18 2.79 13,59 1097 0.27 711 11.04 261 0.61 98.17
28 49.06 2.82 13.35 10.92 0.16 7.04 1096 1.98 041 96.70
29 49.56 2.59 13.69 10.65 0.26 6.95 11.21 225 0.53 97.69
30 49.36 2.84 13.53 1091 0.11 6.92 1092 2.00 0.58 97.16
31 48.89 278 13.24 1096 0.13 6.86 1097 2.17 0.52 96.52
32 49.11 2,70 13.25 10.53 0.14 691 11.14 2.28 0.53 96.58
33 48.41 2,51 13.28 10.55 0.12 6.82 10.72 2.17 0.45 95.03
34 49.14 2.61 13.44 10.07 027 7.16 10.89 2.09 0.52 96.19
Mean 49.39 2.74 13.44 10.69 0.17 6.96 10.98 2.15 0.52 97.06
Median 49.47 2.74 13.47 10.70 0.17 6.95 10.98 2.20 0.52 97.12
St.Dev. 0.40 0.11 0.16 0.24 0.07 0.11 0.14 0.24 0.04

Table 6: Individual analyses of the secondary standard BHVO-2G made through-
out the analytical period in July 2011 at FEEA.



Reference values for BHVO2G (USGS), £ 1 o

SIOQ TIO2 A1203 FOOT MnO l\’IgO CaO NagO KQO PQO5 Total
Recommendation 49.8 2.75 13.5 12.00 - 723 114 218 0.51 0.27 98.54
St.Dev, o 0.42 0.07 022 0.6 - 0.15 024 0.09 0.01 0.02
Reference values for BHVO2G Jochum et al. (2005), = 1 o
Si0y TiOy Al,O; FeOT MnO MgO CaO Na,O KO P05 Total
Recommendation 49.3 2.78 136 11.3 0.17 713 114 240 051 029 99.0
St. Dev, o 0.1 0.02 0.1 0.1 0.03 0.02 0.1 0.05 0.02 0.02 0.4

Table 7: Top panel: Recommended values and + 1 o for the BHVO-2G (USGS)
standard. Bottom panel: Recommended values and + 1 ¢ for the BHVO-2G

(Jochum et al. 2005).

Individual analyses of the secondary standard Lipari

n Si0y  TiOy AlO3 FeOT MnO MgO CaO NayO KO P05 SO, F Cl  Total
1 7495 0.08 13.05 142 008 0.02 073 411 493 0.01 0.00 0.17 0.37 99.92
2 73.26 0.08 1329 146 0.08 0.03 077 405 508 0.0l 0.00 0.18 0.38 98.65
3 7430 0.07 1311 156 0.08 0.03 077 407 512 0.01 0.01 0.19 0.38 99.68
4 7413 0.08 1319 153 0.07 0.05 0.72 406 515 0.01 0.00 0.16 0.36 99.51
5 73.85 0.07 1291 142 007 0.06 0.75 4.15 5.02 0.01 0.01 0.18 0.38 98.89
6 73.92 0.07 13.00 159 0.06 0.06 070 412 500 0.01 0.00 0.15 0.38 99.06
7 73.43 0.08 1290 1.50 0.07r 0.03 0.67 414 518 0.01 0.01 0.16 0.38 98.54
8 73.54 0.08 1311 1.37 007 0.06 0.70 4.23 524 0.00 0.00 0.19 0.37 98.97
9 73.67 0.08 1298 1.58 0.07 0.06 0.74 413 513 0.01 0.00 0.19 0.37 99.02
Mean 73.89 0.08 13.06 1.49 0.07 0.04 0.73 4.12 5.09 0.01 0.00 0.17 0.37 99.14
S.Dev 0.52 0.00 0.13 0.08 0.01 0.02 0.04 0.06 0.10 0.00 0.00 0.01 0.01 0.47
Recommended values for secondary standard Lipari

SiOQ TiOz A1203 FOOT MnO MgO CaO NaQO KQO P205 SOQ F Cl Total
a 74.03 0.08 1272 1.75 0.08 0.00 0.72 4.06 518 0 nd. nd nd
b 73.72 nd. 1304 176 =nd. 003 076 406 506 nd nd nd nd

Table 8: Top panel: Individual analyses of the secondary standard Lipari made
throughout the analytical period in November 2010 at TAU. Bottom panel: Rec-
ommended values for secondary standard Lipari a) Sparks, R.S.J. (pers.comm.

1990) and b) Hunt and Hill (1996).
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