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Abstract A round robin of measurement of trace elements P,
As, Sb, Sn, Pb, and Bi in 2 1/4 Cr—1 Mo-V steel has been
conducted in ITW Commission II. Samples of three heats were
distributed among seventeen laboratories. Results were used
to calculate the Bruscato and Watanabe factors for temper
embrittlement resistance, which factors are used commercially
to accept or reject matching steel filler metals for elevated
temperature service. Likewise, results were used to calculate a
reheat cracking factor proposed for acceptance or rejection of
heats of matching steel filler metals to resist reheat cracking
during extended postweld heat treatment. The results obtained
show quite acceptable reproducibility of measurement of ele-
ments comprising the Bruscato and Watanabe factors in which
statistically significant differences among the heats could be
found. But the results obtained show very poor reproducibility
of measurement of Pb and Bi so that statistically significant
differences in the calculated reheat cracking composition fac-
tor could not be found among the heats unless the analytical
method was restricted to ICP-MS.

Keywords Analytical data - Antimony - Arc welding -
Arsenic - Bismuth - Chemical analysis - Creep resisting
materials - Embrittlement - Lead - Phosphorus - Reheat
cracking - Reproducibility - Standard deviation - Tin

1 Introduction

Temper embrittlement of Cr-Mo steels and their weld metals
has been investigated since the 1960s [1]. Temper
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embrittlement can be accelerated by a step-cooling heat treat-
ment over the temperature range of 595 °C down to 385 °C
(1,100 °F down to 725 °F), which is usually used to determine
the upwards shift in Charpy V-notch temperature for a specific
energy level, usually 54 J (40 ft-1b). These investigations have
concluded that composition factors can be used to predict the
resistance to temper embrittlement. The Bruscato factor was
proposed in 1970 and is still used today to accept or reject
weld metals [1]. Bruscato further proposed that it was impor-
tant to minimize Mn and Si for optimum temper embrittlement
resistance, but did not propose a factor including those ele-
ments. The Watanabe factor was later proposed to take Mn
and Si into account, along with P and Sn [2].
The Bruscato factor is given as:

10P + 5Sb + 4 Sn + As

B to Factor =
ruscato Factor 100

The Watanabe factor is given as:
J = (Si+Mn) x (P + Sn) x 10*

Reheat cracking has occurred in 2 1/4 Cr—1 Mo—V weld
metals during postweld heat treatment. Chauvy and Pillot
proposed a reheat cracking factor taking into account the roles
of Pb, Bi, and Sb [3]. The reheat cracking composition factor
is given as:

Kf = Pb 4 Bi + 0.03Sb

In all the three factors, the elements listed are expressed as
parts per million (ppm). Bruscato did not propose a limit for
the Bruscato factor, but his report indicates best temper em-
brittlement resistance when this factor is 10 or less. When the
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Watanabe factor is less than 150, best temper embrittlement
resistance is anticipated. And Chauvy and Pillot proposed that
the reheat cracking factor be limited to 1.5. Each of these three
factors has been used in materials procurement as accept/reject
requirements. Several chemical elements must be measured.
In a procurement situation, reproducibility of measurement is
a very important consideration. In many cases, the customer
for the supplied materials does not trust the supplier, or trusts
but attempts to verify, so two (or more) sets of chemical
analyses may be used to evaluate the accept/reject criterion
with regard to a particular lot of material. Because the analyt-
ical results are unlikely to be exactly the same among two or
more laboratories, the potential for dispute between customer
and supplier exists.

The ITW has a history of undertaking round robin testing,
including for chemical analysis, to evaluate reproducibility of
measurement [4]. Accordingly, the present round robin was
undertaken to examine the reproducibility of measurement of
trace elements P, As, Sb, Sn, Pb, and Bi in Cr—Mo steel, and to
examine the effects of reproducibility of measurement on the
reproducibility of determination of the Bruscato, Watanabe,
and reheat cracking factors.

2 Round robin procedure
2.1 Sample preparation

Three small casts (about 90 kg each) of 2 1/4 Cr—1 Mo-V
steel were poured by Voestalpine Stahl Linz GmbH.,
Austria, starting from a single melt divided into three
parts. One part received no additions. To each of the other
two parts, varying amounts of P, Sb, Sn, Pb, and Bi were
added, followed by a mixing time of 20 min in the
induction furnace, to arrive at low, medium, and high
levels, respectively, of these trace elements. Due to safety
regulations, As could not be deliberately added, so the
resulting As content of the three casts is essentially the
same, and is purely a random result.

Each cast was poured into a mould and cooled for
48 h. After cooling, each cast was trimmed to remove
expected segregation effects; then, this was machined to
a 140 mm by 140 mm by 300 mm block. Before
rolling, each block was annealed at 1,200 °C for
2.5 h. Hot rolling began at about 1,100 °C and finished
at about 900 °C at which point each cast was about
160 mm wide, 30 mm thick and 1,200 mm long. The
cast was then sliced transversely to the length into
10 mm strips, and each strip was stamped with the cast
number and the slice number within that cast. Figure 1
shows a sliced cast.

The slices were then distributed to the round robin
participants.
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Fig. 1 Sliced cast

2.2 Round robin participants and data reporting

At least one sample from each cast was sent to all of the
participating laboratories, except that two laboratories (coded
P and V) received only a sample from the low trace elements
cast. When the results were reported to the author, a code was
assigned in a random fashion to that laboratory’s results. Some
laboratories analyzed samples by more than one analytical
technique. In those cases, the same random code was used
for both sets of results on a given sample. However, if a
laboratory received more than one sample of each cast, then
a different code was assigned to the second or third sets of
results. A total of seventeen laboratories reported results from
the round robin. However, Laboratories P and V analyzed only
As, Sb, Sn, Pb, and Bi on a single sample from the low trace
element cast, so the bulk of the round robin consists of data
from fifteen laboratories.

In addition to the analytical results, each laboratory report-
ed the method of analysis. Some, but not all, also reported
instruments used by make and model, in-house standard de-
viation of measurement, and calibration standards employed.

Some laboratories reported trace element results in weight
percent to three significant places after the decimal. Others
reported trace element results in ppm, sometimes without any
figures after the decimal place, but sometimes with figures
after the decimal place. All of the trace element results were
converted to ppm for this report. So the trace results in this
report include some data with figures after the decimal place,
and some without. When a weight percent was converted to
ppm, a non-significant zero appears at the end of some data.
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2.3 Analytical methods

A total of six analytical methods were used by participants in
the round robin to measure trace elements P, As, Sb, Sn, Pb,
and Bi. These are as follows:

Optical emission spectroscopy (OES)

Colorimetric (wet)

Inductively coupled plasma with optical emission spec-
troscopy (ICP-OES)

Inductively coupled plasma with mass spectrometry
(ICP-MS)

Atomic absorption (AA)

Glow discharge mass spectrometry (GDMS)

In addition, one laboratory used a gravimetric (wet) method
to measure Si, and several used wet gravimetric methods to
measure Cr.

3 Round robin results

Tables 1, 2 and 3 summarize the round robin results for
the three casts of steel. The tables are color coded to

Table 1 Chemical analysis results for the low trace element cast

indicate the analytical method used for each individual
data point. It can be seen in these tables that several
laboratories used more than one analytical method for
several elements in a given sample. Below the individ-
ual results, the interlaboratory average and standard
deviation are given, followed by the ratio of the
interlaboratory average to the standard deviation. This
last calculated value is of particular interest because it
provides an indication of the interlaboratory reproduc-
ibility of results for a given element. A ratio greater
than 2.0 indicates a high degree of reproducibility. Then
the last three columns of each table consist of the
calculated Bruscato factor, the calculated Watanabe fac-
tor, and the calculated reheat cracking factor for each
sample. Finally, the average, standard deviation and
ratio of the average to the standard deviation of each
of these three factors are included in the tables.

Some laboratories did not report any value for one or
more elements. In most cases, this seems due to the
laboratory’s instruments not being calibrated for the par-
ticular element not reported. There were also a number of
cases where a laboratory reported only that a given ele-
ment was present at a level less than some specific value,
presumably the detectability limit of the instrument used

Element, Wt% or ppm Reheat
Lab 1'78025 C.% | Si% |Mn,% |P,ppm| S.% | Cr,% | Mo,% | Ni.% | Nb,% | Vv,% | W.% | cCu,% |Al ppm|Ti, prm p?)sr.n pi?_';l pir; DZ?];' Bi, ppm B;:Z?[‘," V‘g‘;’;ff’,e ‘F?;C:r'ﬂ%
A 0.11 024 | 057 40 0.007 | 2.43 | 1.00 | 0.009 | 0.010 | 0.28 | <0.01 | 0.018 30 180 18 4 12 1.6 0.2 4.83 421 1.9
B No [0.1096| 027 0.61 44 0.009 | 2.41 1.03 | 0.03 [0.0124] 0.29 [ 0.05 | 0.02 123 200 <50 NR 20 200 NR 56.3
D 0.11 024 | 0.56 40 0.007 | 244 | 1.00 | 0.009 [ 0.010 | 0.28 | <0.01 | 0.018 | NR 180 17 5 12 1.6 0.2 4.9) 416 20
E | Yes | 0.120 | 0.254 | 0.57 54 10.0064| 247 | 0.98 | 0.012 | 0.013 | 0.280 | 0.010 | 0.020 64 140 23 <10 32 21 <50 70.9
F Yes 0.11 027 0.54 130 | 0.006 [ 2.35 0.99 [ 0.013 | 0.024 | 0.27 | <0.01 | 0.02 | <100 160 <100 | <100 [ <100 | <100 NR
G 0.11 024 | 057 40 0.007 | 247 | 1.00 | 0.009 | 0.009 | 0.28 | <0.01 | 0.018 30 170 19 5 13 1.7 0.2 4.95 429 21
G NR NR NR NR NR NR NR NR NR NR NR NR NR NR 23 8 5 <5 <5 4.83 36.5 2.1
H No | 0.110 | 0.246 | 0.572 52 |0.0068( 2.48 | 0.995 | 0.018 |0.0125| 0.271 [(0.0025) 0.020 | 101 143 NR 9 15 <5 <5 54.8
H | No | 0.119 | 0.242 [ 0568 | 44 |0.0070| 246 | 1.00 | 0.010 [0.0119] 0.274 [0.0013| 0.020 | 40 150 NR 12 18 <5 <5 50.2
J Yes | 0.11 [ 0.244 | 0577 36 0.007 | 2.35 1.04 |0.0056 | 0.013 | 0.278 [0.0016| 0.018 50 150 29 6 27 <2 6 5.27 51.7
K No | 0.133 | 023 0.57 60 0.018 | 248 1.01 | <001 | 0.014 [ 0.274 | <0,01 | 0.02 110 140 40 <10 30 <10 NR 72.0
L | Yes | 0.11 024 | 057 50 0.007 | 247 1.01 | 0.010 | 0.006 [ 0.27 | <0.01 | 0.020 60 160 <40 <20 <40 <50 NR
M No 0.121 024 0.57 40 0.005 [ 2.45 1.01 0.01 0.012 [ 0.277 | 0.005 | 0.02 70 160 20.0 2.0 26.0 7.0 NR 5.34 53.5
M No NR NR NR 30 NR NR NR NR NR NR NR NR NR NR NR NR NR NR NR 4.34 454
P No NR NR NR NR NR NR NR NR NR NR NR NR NR NR 25 5 12 2 <1
Q [ Yes [ 0.119 ] 0.255 | 0.57 55 10.0064| 248 | 0.99 | 0.012 | 0.013 | 0.281 | 0.011 | 0.020 61 140 22 <10 32 22 <50 71.8
R NR 024 | 0.58 40 NR 243 | 099 | 001 | 0.013 [ 0272 | 0.06 [ 0.02 NR 150 | <10.0 [ <10.0 | <10.0 [ <10.0 | NR
R 0.116 [ 027 | 058 30 0.008 [ 233 | 1.01 0.01 | 0.009 | 0.266 | 0.00 | 0.02 NR 140 25.0 55 11.2 A= <1.0 3.97 349
S No 0.1185[0.2383|0.5686| 35 |0.0078( 2.453 | 1.001 [0.00990.01280.2750(0.0031|0.0193| 42 147 22 <10 21 <10 <5 45.2
S No NR NR NR NR NR NR NR NR NR NR NR NR NR NR 28 NR 11 NR NR 371
T Yes | 0.114 | 024 0.56 42 0.007 | 245 0.99 0.01 | 0.014 | 0.282 | 0.003 | 0.02 55 140 20.2 5.8 8.0 11 0.8 5.01 40.0 21
) Yes NR NR NR NR NR NR NR NR NR NR NR NR NR NR 19 5 13 1.7 0.2 21
w No | 0.117 | 0.258 | 0.54 40 0.007 | 2.48 1.00 | 0.019 | 0.015 [ 0.292 | 0.001 | 0.017 90 140 | 23.89 | 9.34 <5 <5 4.02
X 0.115 [ 024 0.57 20 0.007 [ 240 0.98 0.01 | 0.012 | 0.278 | <0.01 [ 0.02 NR 160 20 7 27 7 15 3.63 38.1 222
X NR NR NR 50 0.006 | NR NR NR NR NR NR NR NR NR 18 6.1 19 31 0.3 6.25 55.9 36
Y No | 0.119 | 027 0.58 10 0.007 | 246 | 0.97 | 0.01 | 0.017 | 0.28 [ 0.01 0.02 110 150 19 20 12 6 1 267 18.7 7.6
Z | Yes | 0.108 | 0.16 [ 0.404 | <200 | 0.008 | 2.49 | 1.006 | 0.013 | 0.029 | 0.291 | 0.005 | 0.019 | 310 120 60 80 40 60 20 82.4
Avg. |0.1150[0.2442(0.5618 | 44.6 |0.0075]2.4394|1.0002(0.0°20)0.0135[0.2781)0.0118 [0.0193| 84.1 | 1533 | 246 11.5 18.9 | 225 44 47 48.0 12.8
€D [0.0061[0.0222|0.0282| 22.2 [0.00250.0472]0.0152|0.0052|0.0050 | 0.0069[0.0189(0.0010| 67.1 17.9 9.8 18.1 9.2 51.5 6.9 0.9 125 252
% 18.88 | 10.70 | 1448 [ 2.01 295 | 5164 | 6333 | 231 271 | 4024 | 0.62 | 1991 1.25 8.56 249 0.63 204 0.44 0.64 5.03 3.56 0.51
*Bruscato Factor Analytical Method Color Code Resuilts Color Code
(10P+5Sb+4Sn+As)/100 Optical Emission Spectroscopy (OES) or NR Result seems not reasonable compared to others
Combustion and Infrzred (IR) Averzge/Std Dev < 1.0
**Watanabe Factor Colorimetri: 1.0 <Average/Std Dev < 2.0
(Si+Mn)x(P+Sn) Inductively Coupled Plasma (ICP) - OES ResLIt seems reasonable
| ly Coupled Plasma (ICP) - MS NR =Not Reported
Atomic Absorption (AA)
| ***Reheat C-acking Factor } Gravimetric (wet)
Pb+Bi+0.03Sb Glow Discharge Mass Spectroscopy (GDMS)
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Table 2 Chemical analysis results for the medium trace element cast

Element, Wt% or ppm Reheat
1ISO . " X As, Sb, Sn, Pb, " Bruscato | Watanabe | Cracking
Lab 17025 C,% | Si,% [ Mn, % |P,ppm| S,% | Cr,% [ Mo,% | Ni,% [ Nb,% | V,% | W,% | Cu, % |Al, ppm|Ti, ppm ppm pom | ppm ppm Bi, ppm Factor* | Factor* | Factor*
A 0.1 024 | 057 70 [0.010 | 242 1.01 | 0.009 [0.010 | 0.28 | <0.01 | 0.019 | 140 160 18 13 99 71 42 1.79 136.9 1.7
B No |0.1083| 0.27 | 0.62 73 0.01 241 1.03 0.03 |0.0119| 0.29 | 0.05 | 0.02 228 100 <50 NR 100 200 NR 154.0
D 0.11 024 | 058 80 |0.010 [ 2.48 0.99 [0.010 | 0.009 | 0.27 | <0.01 [ 0.019 | NR 160 19 13 97 71 4.2 12.72 145.1 1.7
E Yes | 0.122 [ 0.257 | 0.59 89 [0.0089( 246 0.98 | 0.012 | 0.013 [ 0.282 | 0.012 | 0.021 181 130 23 <10 115 24 <50 172.8
F | Yes | 0.11 027 [ 055 180 | 0.009 [ 2.34 | 0.98 | 0.012 | 0.024 | 0.27 | <0.01 [ 0.021 | 200 140 [ <100 | <100 | <100 | <100 nd
G 0.11 024 | 058 70 |0.010 | 2.40 1.00 | 0.009 | 0.010 [ 0.28 | <0.01 | 0.019 | 140 160 17 12 99 71 43 11.73 138.6 11.8
H No | 0.114 | 0.246 | 0.579 80 10.0086| 2.46 | 0.991 | 0.018 |0.0127| 0.271 |0.0029| 0.021 | 204 131 NR 16 91 NR NR 141.1
H No | 0.120 | 0.245 | 0.575 83 |0.0095| 2.46 1.00 | 0.010 (0.0119| 0.276 | 0.0013| 0.020 | 156 139 NR 20 96 11 5.4 146.8 17.0
J Yes | 0.116 | 0.241 | 0.584 64 0.009 | 2.32 1.04 10.0062 0.013 | 0.277 |0.0014| 0.019 [ 160 130 27 8 110 3 8 11.47 143.6 11.2
K No | 0.135 [ 0.23 0.58 90 0.015 | 246 1.01 | <0.01 [ 0.014 ] 0.273 | <0.01 [ 0.02 210 130 40 <10 110 10 NR 162.0
L | Yes | 0.11 024 | 058 80 0.009 | 2.44 1.01 | 0.010 [ 0.006 | 0.27 | <0.01 | 0.020 [ 140 140 <40 <20 110 <50 NR 155.8
M No | 0.123 | 0.24 0.58 70 0.007 | 2.44 1.00 0.02 | 0.013 [ 0.276 | 0.005 | 0.02 200 140 21.0 7.0 119.0 | 12.0 NR 12.32 155.0
M No NR NR NR 50 NR NR NR NR NR NR NR NR NR NR NR NR NR NR NR 10.32 138.6
Q | Yes [ 0.120 | 0.255 | 0.58 88 0.0089| 246 | 0.98 | 0.012 ) 0.013 | 0.281 | 0011 | 0.021 | 182 130 22 <10 119 24 <50 172.8
R NR 0.25 0.58 70 NR 248 0.99 0.01 | 0.012 | 0.268 | 0.07 0.03 NR 140 | =<10.0 | <10.0 [ 940 | <10.0 [ NR 135.5
R 0.114 | 0.28 | 0.58 70 0.010 [ 237 [ 1.01 0.01 | 0.009 | 0.264 | 0.00 | 0.02 NR 130 255 | 147 | 1118 7.2 38 12.46 155.5 11.4
S No |0.1184[0.2361)|0.5675| 65 |0.0109| 2.427 |0.9978]0.0120)0.0118[0.2705]0.0027 [ 0.0200| 167 130 21 12 108 <10 <5 11.63 139.0
S No NR NR NR NR NR NR NR NR NR NR NR NR NR NR 28 NR 97 NR NR 11.26 130.2
T Yes | 0.119 [ 0.24 0.57 78 0.009 | 245 0.99 | 0.011 ] 0.014 [ 0.279 | 0.002 | 0.022 [ 195 130 11.6 17.4 | 108.0 8.0 45 13.11 150.7 13.0
w No | 0.125 | 0.263 | 0.55 80 0.01 248 1.01 0.02 | 0.016 | 0.294 | 0.002 | 0.018 | 210 130 [ 26.99 | 18.55 | 94.92 | <5.00 | 4.01 12.99 142.2
X 0119 [ 0.24 0.58 60 0.01 239 0.98 | 0.011] 0.012 | 0.276 | <0.01 [ 0.02 NR 140 19 12 114 11 16 11.35 142.7 274
X NR NR NR 80 0.008 | NR NR NR NR NR NR NR NR NR 18 14 130 11 55 14.08 172.2 16.9
Y No 012 | 028 0.6 50 0.009 | 245 | 0.98 0.01 | 0.017 | 0.28 | 0.01 0.02 190 140 20 28 102 11 4 10.68 133.8 15.8
Z | Yes | 0110 [ 0.17 | 0.420 | <200 | 0.010 | 2.49 | 0.864 | 0.007 | 0.030 [ 0.291 | 0.002 | 0.020 | 420 100 80 80 100 70 20 924
Avg. [0.1167)0.2463[0.5708| 78.2 |0.0096[2.4329]0.9927)0.0125[0.0135]0.2770(0.0121)0.0204 | 1955 | 1348 | 257 19.0 | 1057 [ 26.5 7.0 12.0 148.4 21.8
SD 0.0068 [ 0.0228 1 0.0375| 25.3 [0.0015)0.0465)0.0337 [ 0.0055)0.0052 [ 0.0079|0.0198 [ 0.0021| 63.9 15.3 15.3 17.6 10.0 | 489 53 1.0 12.8 239
g—vaq" 17.22 | 10.81 | 1521 | 3.09 | 6.39 | 5237 | 2944 | 227 | 260 | 3529 | 061 9.87 3.06 | 879 1.68 1.08 | 10.60 [ 0.54 | 1.31 11.80 11.63 0.92
*Bruscato Factor Analytical Method Color Code Results Color Code
(10P+5Sb+4Sn+As)/100 Optical Emission Spectroscopy (OES) Result seems not reasonable compared to others
C and Infrared (IR) Avera Dev<1.0
**\Watanabe Factor C 1.0 < Average/Std Dev < 2.0
(Si+Mn)x(P+Sn) Inductively Coupled Plasma (ICP) - OES Result seems reasonable
Inductively Coupled Plasma (ICP) - MS NR = Not Reported
Atomic Absorption (AA)
***Reheat Cracking Factor Gravimetric (wet)
Pb+Bi+0.03Sb Glow Discharge Mass Spectroscopy (GDMS)

or the lowest level of calibration in which the laboratory
had confidence. In Tables 1, 2, and 3, such data are
excluded from calculation of averages and standard
deviations.

3.1 Analysis of major elements and elements
outside of the factors of interest

It is worth noting that the interlaboratory reproducibility
of measurement of each of the main alloying elements
C, Mn, Si, Cr, Mo, and V is quite high—the ratio of
the interlaboratory average to the standard deviation for
each element is 9.6 or higher. Furthermore, analysis of
other elements including S, Ni, Nb, Cu, and Ti is quite
good—the ratio of the interlaboratory average to the
standard deviation is greater than 2.0. Only W in all
three casts and Al in the low trace element cast exhibit
ratios below 2.0. In the case of W, this is no doubt due
to the fact that there are extremely low levels present,
and W was not deliberately varied. In the case of the Al
in the cast with low trace elements added, a single
result from Laboratory Z causes the rather low repro-
ducibility—omission of this result changes the ratio to
2.26.
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3.2 Analysis of P, As, Sb, Sn, Pb, and Bi
3.2.1 Phosphorus results

In the case of the low trace element cast (Table 1), the
ratio of the interlaboratory average value to the standard
deviation is barely greater than 2.0. However, examina-
tion of the values indicates that the P result reported by
Laboratory F seems unreasonably high, and that report-
ed by Laboratory Y seems unreasonably low. If these
two values are excluded from the calculations, the ratio
of interlaboratory average to standard deviation rises to
4.38, while the interlaboratory average value barely
changes (to 42.1 ppm from 44.6 ppm. In the cases of
the medium trace element cast (Table 2) and the high
trace element cast (Table 3), the ratio of the
interlaboratory average to standard deviation is well
above 2.0 even when the results of Laboratory F and
Laboratory Y are included.

It is noteworthy that two main methods of analysis
were used by the participants—OES and colorimetric.
Figure 2 presents the phosphorus results as bar charts
color coded so that the various analytical methods used
can be readily seen. The results of just the OES and
colorimetric methods can be compared in Table 4, both
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Table 3 Chemical analysis results for the high trace element cast
Element, Wt% or ppm Reheat
1ISO " . . As, Sb, Sn, Pb, . Bruscato | Watanabe | Cracking
Lab | 17005| €% | Si.% |Mn % |P.ppm| S,% | Cr,% | Mo, % | Ni,% [Nb,% | V.% | W,% |Cu,% |Alppm|Ti ppm pom | ppm | ppm | pom Bippm| £t | Factor | Factor
A 011 | 024 | 0.58 150 [ 0.015) 245 | 0.98 [0.010 | 0.009 | 0.27 | <0.01 [ 0.020 | 220 150 19 21 180 13 12 23.44 270.6 25.6
B No |0.1132] 0.27 | 0.63 137 [0.0148) 2.39 1.02 | 0.03 |0.0121| 0.29 0.04 | 0.02 355 100 50 NR 200 200 NR 303.3
D 011 | 0.24 | 0.58 150 | 0.015 | 2.41 0.99 [0.010 | 0.010 [ 0.28 | <0.01 | 0.020 NR 150 18 18 180 13 12 23.28 270.6 255
E Yes | 0.117 | 0.251 | 0.59 160 [0.0144| 244 097 | 0.013 | 0.013 | 0.279 | 0.011 | 0.022 | 266 120 22 <10 189 27 <50 2935
F | Yes [ 011 | 027 | 0.55 240 | 0.014 | 2.32 0.98 | 0.014 | 0.024 | 0.27 | <0.01 | 0.022 | 280 140 | <100 | <100 200 | =100 [ NR 360.8
G 0.11 | 0.23 | 0.58 150 | 0.015| 242 | 0.99 [0.010 | 0.011 | 0.28 | <0.01 [ 0.020 | 210 150 16 18 180 13 12 23.26 267.3 255
H No | 0.114 | 0.242 | 0.586 | 154 [0.0133| 2.46 | 0.983 | 0.018 | 0.0126| 0.268 [0.0029 | 0.022 | 275 121 NR 21 173 NR NR 270.8
H No | 0.117 | 0.245 | 0.582 | 175 [ 0.016 | 243 | 1.00 | 0.011 |0.0119| 0.274 [0.0013| 0.021 | 236 127 NR 26 184 17 14 296.9 31.8
J Yes | 0.109 | 0.241 | 0.58 120 | 0.013 | 2.36 1.01 [0.0066| 0.012 | 0.271 [0.0015| 0.02 250 120 30 17 180 10 14 20.35 246.3 245
K No | 0.154 | 0.22 | 0.58 160 | 0.023 | 2.44 1.00 | <0.01 | 0.014 | 0.270 | <0.01 | 0.02 300 120 40 <10 180 20 NR 272.0
| Yes 011 024 059 150 0014 [ 242 100 [ 0011 | D0ODAR | 027 | <001 [ D021 230 130 <40 <20 190 <50 NR 2822
M No | 0.123 | 0.24 0.58 140 | 0.012 | 2.42 0.99 0.02 | 0.013 | 0.273 [ 0.005 | 0.02 290 130 21.0 14.0 | 205.0 [ 17.0 NR 23.11 2829
M No NR NR NR 120 NR NR NR NR NR NR NR NR NR NR NR NR NR NR NR 21.11 266.5
Q Yes | 0.117 | 0.252 | 0.59 163 [0.0145]| 2.44 0.97 | 0.013 | 0.013 | 0.279 | 0.0099| 0.022 | 269 120 24 <10 189 26 <50 296.4
R NR 0.24 0.60 150 NR 242 1.00 0.01 | 0.013 | 0.272 [ 0.06 0.02 NR 130 [ <10.0 16 188 | <10.0 | NR 285.8
R 0114 | 027 | 055 150 [ 0.017 | 232 | 098 [ 0.01 | 0.008 [ 0.248 | 0.00 [ 0.02 NR 110 | 252 | 230 [ 1982 | 136 | 10.3 2433 2845 246
S No |0.1166]0.2339(0.5788| 147 |0.0169| 2.412 [0.9870)0.0113[0.01200.2713]0.0026 | 0.0208 | 253 123 22 21 191 <10 <5 23.61 2747
S No NR NR NR NR NR NR NR NR NR NR NR NR NR NR 25 NR 190 NR NR 23.60 2739
T | Yes | 0118 | 0.24 | 0.58 159 | 0.015 | 244 | 098 [ 0.012 | 0.014 | 0.279 | 0.003 [ 0.022 | 248 120 277 | 254 | 2004 | 148 11.9 25.46 2947 275
w No | 0.121 | 0.256 | 0.55 150 | 0.015 | 2.46 1.00 | 0.020 | 0.015 | 0.291 | 0.002 | 0.018 | 310 120 | 26.08 | 2414 | 172.0 | 8.49 | 4.24 23.35 259.5 135
X 0.116 | 0.24 0.58 140 [ 0.015 | 2.38 0.97 | 0.011 | 0.012 | 0.274 | <0,01 | 0.02 NR 130 19 21 197 20 21 23.12 276.3 41.6
X NR NR NR 170 | 0.013 | NR NR NR NR NR NR NR NR NR 18 23 270 21 15 29.13 360.8 36.7
Y No | 0.121 | 0.27 0.6 130 | 0.014 | 2.44 0.96 0.01 | 0.017 | 0.28 0.01 0.02 240 120 19 34 184 17 11 22.25 273.2 29.0
Z | Yes | 0111 ] 015 | 0.482 | <200 | 0.017 | 244 | 0.894 | 0.009 | 0.031 | 0.288 | 0.002 | 0.023 | 560 20 50 70 160 80 30 1121
Avg. 0.1166]0.2421(0.5770| 153.0 | 0.0151(2.4149(0.9833|0.0131]0.0135/0.2751]0.0108 | 0.0207 | 281.9 | 1248 | 26.2 245 [ 1905 | 31.2 14.0 235 2854 348
SD 0.0098]0.02520.0283| 23.9 [0.0022]0.0402]0.0252|0.0053|0.0053|0.0093[0.0173|0.0012| 80.2 15.0 10.3 13.0 | 204 | 464 6.3 20 27.2 253
QL[;L 11.93 | 961 | 20.38 | 6.40 6.75 | 60.08 | 39.04 | 246 | 255 | 2970 | 0.63 | 17.71| 352 | 835 | 255 1.89 935 | 067 | 221 11.56 10.48 1.38
*Bruscato Factor Analytical Method Color Code Results Color Code
(10P+5Sb+4Sn+As)/100 Optical Emission Spectroscopy (OES) Result seems not reasonable compared to others
Combustion and Infrared (IR) Average/Std Dev < 1.0
**\Watanabe Factor Colorimetri 1.0 < Average/Std Dev < 2.0
(Si+Mn)x(P+Sn) Inductively Coupled Plasma (ICP) - OES Result seems reasonable
Inductively Coupled Plasma (ICP) - MS NR = Not Reported
Atomic Absorption (AA)
***Reheat Cracking Factor Gravi i
Pb+Bi+0.03Sb Glow Discharge Mass Spectroscopy (GDMS)

including and excluding the OES result of Laboratory F.
From Table 4, it can be seen that the results are quite
similar, with the average of each method within one
standard deviation of the other and the standard devia-
tions at each level of similar magnitude, when excep-
tional results of Laboratory F are excluded. So it seems
that the OES and colorimetric methods of analysis pro-
duce similar results for P.

3.2.2 Arsenic results

Arsenic was not deliberately varied, so essentially the
same arsenic level can be expected in all three casts.
OES was the most used method, followed by ICP-MS.
Figure 3 presents the arsenic results as bar charts color
coded so that the various analytical methods used can
be readily seen. Table 5 compares the arsenic results for
OES with those of all methods except OES and with
those of ICP-MS only. It can be seen in Table 5 that the
ICP-MS only results are easily the most consistent. OES
produces results that are similar to all other analytical
methods combined, but not as consistent as ICP-MS
alone. If all of the ICP-MS results for the three casts
are lumped together, the overall average is 19.7 ppm,
the standard deviation is 3.3, and the ratio of the

average to the standard deviation is 5.96, which is
similar to the results for any one cast.

The ICP-OES results for Laboratory Z are consistent-
ly much higher than the bulk of the results, and the
OES result for Laboratory B on the high trace elements
cast seems similarly high. It should be noted that Lab-
oratory B did not report a measurable value for arsenic
for the other two casts.

3.2.3 Antimony results

For all three casts, Laboratory Z results seem unreasonable
as compared with the others; see Tables 1, 2 and 3. ICP-
MS seems to produce the most consistent results. Table 6
compares all results for each cast, all results without
Laboratory Z, and results only for ICP-MS. Without Lab-
oratory Z results, the reproducibility of all methods seems
sufficient to allow differentiation between levels, but the
ICP-MS results provide for the best discrimination among
levels. Figure 4 presents the antimony results as bar charts
color coded so that the various analytical methods used
are easily seen and visually compared. It should be noted
in examining Fig. 4 that when the colored bar for a
particular laboratory reaches the top of the chart, it reaches
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Fig. 2 Phosphorus results color

coded by analytical method
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considerably beyond that, but the scale of the chart was
set to better illustrate the remaining results.

3.2.4 Tin results

There seems to be one unusual result in the Sn analyses that of
Laboratory X using GDMS for the high trace element cast
(Table 3). This seems especially strange because the same
laboratory, using the same method for the low trace element
cast and the medium trace element cast, reported results con-
sistent with those of the other laboratories. Results are com-
pared in Table 7.

Table 7 compares the results obtained by OES only, which
are the most numerous for each cast, with those obtained by
ICP-OES and with those obtained by ICP-MS. The results for

@ Springer

Chart Colour Code
OES
Colorimetric
ICP-OES
ICP-MS

AA

GDMS

Table 4 Comparison of OES and colorimetric results for P

P results

ANl OES All OES except F  All colorimetric

Low cast average
Low cast SD

Low cast average/SD
Medium cast average
Medium cast SD

Medium cast average/SD

High cast average
High cast SD

High cast average/SD

49.9
252
1.98
83.4
29.4
2.84
155.0
27.0
5.74

43.7
10.6
4.12
75.9
9.8
7.71
148.5
11.9
12.43

38.8
52
7.44

70.6

12.9
547

149.0

19.5

7.64
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Fig. 3 Arsenic results color 70

coded by analytical method
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the various methods are similar. Figure 5 presents the tin
results as bar charts color coded so that the various analytical
methods used can be seen and visually compared. The tin
results appear considerably more consistent in the medium
and high trace element casts than in the low trace element cast,
and this is confirmed statistically in Table 7.

3.2.5 Lead results

The results of Pb analysis are very widely scattered, from 1.1
to 200 ppm for the low trace element cast (Table 1), from 3 to
200 ppm for the medium trace element cast (Table 2) and from
8.49 to 200 ppm for the high trace element cast (Table 3). If
the extremely high values reported by Laboratories B and Z
are excluded, the ranges of analysis for each cast are still very
broad. But when the analysis method is limited to I[CP-MS
(five laboratories for the low trace elements cast, four for the
medium and high trace elements casts), the reproducibility is

ICP-MS
Laboratory AA

GDMS | |

excellent. Table 8 compares all results, all results except those
of Laboratories B and Z, and the results obtained only by ICP-
MS. Figure 6 presents the lead results as bar charts color coded

Table 5 Comparison of OES, all other results for arsenic and ICP-MS

only

As, ppm Only OES  All except OES  Only ICP-MS
Low cast average 25.0 243 19.6
Low cast SD 6.7 11.8 3.1
Low cast average/SD 373 2.06 6.26
Medium cast average 25.0 26.3 19.9
Medium cast SD 6.7 20.7 3.8
Medium cast average/SD  3.73 1.27 5.18
High cast average 28.2 242 19.6
High cast SD 10.3 10.5 4.0
High cast average/SD 2.7 231 493
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Table 6 Comparison of results for antimony

Sb, ppm All results  All except lab Z ICP-MS only
Low cast average 11.5 72 4.9

Low cast SD 18.1 42 0.5

Low cast average/SD 0.63 1.72 8.95
Medium cast average 19.0 14.7 13.2
Medium cast SD 17.6 53 1.1
Medium cast average/SD  1.08 2.79 11.76

High cast average 24.5 21.5 20.0

High cast SD 13.0 49 24

High cast average/SD 1.89 439 8.16

so the various analytical methods can be easily seen and
results with the various methods can be compared visually.
It should be noted that, in examining Fig. 6, in the cases where

25

the color bar for a particular laboratory reaches the top of the
chart, it extends considerably beyond that level, but the scale
of the chart was chosen to better illustrate the remaining
results.

3.2.6 Bismuth results

Many of the participating laboratories were unable to determine
Bi (see Tables 1, 2, and 3). Ten sets of results were reported for
the low trace element cast, and eleven reported results for the
medium and high trace element casts. Laboratory X is the only
laboratory that reported results by two analytical methods—
OES and GDMS. For all three casts, the OES result of Labo-
ratory X was considerably greater than the GDMS result of
Laboratory X. The overall results reveal a great deal of scatter,
but the ICP-MS results (4 laboratories analyzing each cast) are

Fig. 4 Antimony results color
coded by analytical method
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Table 7 Comparison of results for tin

remarkably consistent (see Table 9). It should be noted that
Laboratory R attempted to analyze the low trace element cast

Sn, ppm All results OES only ICP-OES ICP-MS
only ONLy but could only report that the result was less than 1.0 ppm,
while Laboratory V only analyzed the low trace element cast.
Low cast average 18.9 25.6 203 122 Figure 7 presents the bismuth results as bar charts color coded
Low cast SD 9.3 58 135 08 so the various analytical methods can be easily seen and the
Low cast average/SD 2.04 4.40 1.50 15.96 various methods can be compared visually. It should be noted
Medium cast average 105.7 107.1 98.8 100.6 that, in examining Fig. 7, in cases where the color bar for a
Medium cast SD 10 9.8 28 6.4 particular laboratory reaches the top of the chart, it extends
Medium cast average/SD  10.6 10.97 35.86 15.67 considerably beyond that level, but the scale of the chart was
High cast average 190.5 188.8 179.5 184.6 chosen to better illustrate the remaining results.
High cast SD 20.4 10.3 133 9.1
High cast average/SD 9.35 18.32 13.49 20.28 3.3 Calculated factors
Some laboratories were unable to analyze all of the
trace elements of interest in this round robin (P, As,
Fig. 5 Tin results color coded by W 45
analytical method S 40
2 35
":’ 30
T} o
25 i
g 15
< o iHH I —
g st [ T
ABDEFGGHHJKLMMPQRRSSTVWXXYZ
Laboratory
v 140
©
© 120
g 100
5S¢
WS 80 | —1 €1 Bl
o 2
8=
E S 60+ — 1 4 - B
E 40 | — 1 4 - B
3
2 20| —+ -4 - 1
=
0 -

High Trace Elements Cast

Sn, ppm

ABDEFGHHJKLMMQRRSSTWXXY Z

Laboratory

300
250
200 T
150 BB i
100 BB i
50 + 11— — B Chart Colour Code
OES
[T s e e e e B B e e e L S s e Colorimetric
CP-OES
ABDEFGHHJKLMMQRRSSTWXXYZ :CP-MS
Laboratory AA
GDMS -

@ Springer



586

Weld World (2014) 58:577-592

Table 8 Comparison of results for lead

Pb, ppm All results ~ All except labs  ICP-MS only
Band Z

Low cast average 225 59 1.6
Low cast SD 515 72 0.1
Low cast average/SD 0.44 0.82 10.82
Medium cast average 26.5 11.0 7.1
Medium cast SD 489 6.0 0.1
Medium cast average/SD  0.54 1.52 115.62
High cast average 31.2 16.7 13.1
High cast SD 46.4 53 0.3
High cast average/SD 0.67 3.13 47.56

Sb, Sn, Pb, and/or Bi). As a result, calculated Bruscato,
Watanabe, and/or reheat cracking factor(s) are omitted

for these laboratories in Tables 1, 2, and/or 3. Some
laboratories analyzed trace elements by more than one
method, which allowed more than one calculation of
one or more of the factors. An example is Laboratory
G in Table 1, which analyzed Si, Mn, and P only by
colorimetric methods, but analyzed As, Sb, Sn, Pb, and
Bi by both ICP-MS and AA. The AA results for Pb and
Bi were below the detectability limit of AA for Labo-
ratory G, but the values obtained by colorimetric and
ICP-MS could be used with the AA results for As, Sb,
and Sn to calculate a second value for each of the three
factors, as can be seen in Table 1.

Consideration was given to calculating one or more
of the factors by using the detectability limit when no
single value was reported for one of the trace elements,
but this lead to some very unrealistic results, and that
effort was abandoned.

Fig. 6 Lead results color coded 25
by analytical method
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Table 9 Comparison of results for bismuth

Bi, ppm All results ICP-MS only
Low cast average 44 0.2

Low cast SD 6.9 0.0

Low cast average/SD 0.64 Division by zero
Medium cast average 7.0 4.1

Medium cast SD 53 0.2

Medium cast average/SD 1.31 16.70

High cast average 14.0 11.6

High cast SD 6.3 0.8

High cast average/SD 221 13.90

3.3.1 Bruscato factor

The elements P, Sn, Sb, and As are required to calculate the
Bruscato factor. For the low trace element cast, data were

provided that permitted eleven calculations of the Bruscato
factor, as can be seen in Table 1. Fourteen calculations could
be made for the medium trace element and high trace element
casts, as shown in Tables 2 and 3. It is to be noted that the high
P results reported by Laboratory F would have produced a
high Bruscato factor for all three casts, but the lack of results
for Sb, Sn and As from that laboratory precluded calculation.
Likewise, Laboratory Z reported unusually high Sb results,
but the lack of a P result prevented calculation of the Bruscato
factor for that Laboratory.

Table 10 provides a summary of the Bruscato factor calcu-
lations for the laboratories providing sufficient data to make
the calculation. In addition to the interlaboratory average,
standard deviation and ratio of average to standard deviation
for all of the laboratories, the data is subdivided into that from
laboratories whose analysis for P, Sn, Sb, and As was entirely
by OES, and those whose analysis for at least one of these
elements was by a method other than OES. It can be seen in

Fig. 7 Bismuth results color 5
coded by analytical method
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Table 10 Bruscato factor calculations

Alldata OESonly All other data

Low trace element cast

Average 4.7 4.7 4.6

SD 0.9 1.0 1.0

Average/standard deviation 5.08 491 4.83
Medium trace element cast

Average 12.0 12.0 12.0

SD 1.0 0.7 1.2

Average/standard deviation  11.80 17.25 10.02
High trace element cast

Average 235 227 24.0

SD 2.0 1.3 2.3

Average/standard deviation ~ 11.56 17.03 10.53

Table 10 that there is no statistically significant difference
between the Bruscato factor calculated from data obtained
entirely by OES and that obtained by other methods. Figure 8
presents the results as bar charts color coded to allow separa-
tion of results obtained entirely by OES from results which
included at least one method other than OES.

3.3.2 Watanabe factor

The elements Mn, Si, P, and Sn are required to calculate the
Watanabe factor. For the low trace element cast, data were
provided that permitted 20 calculations of the Watanabe factor
(Table 1); for the medium trace element cast, 22 calculations
(Table 2); and for the high trace element cast, 23 calculations
(Table 3). It should be noted that the high P results of Labo-
ratory F are not included in the calculations because Labora-
tory F did not report Sn results. Likewise, Laboratory Z did
not report P results, so that Laboratory is excluded from the
calculations.

Table 11 provides a summary of the Watanabe factor cal-
culations for the laboratories providing sufficient data to make
the calculations. Table 11 contains the same type of calculated
results as Table 10. As with the Bruscato factor, there is no
statistically significant difference between the Watanabe fac-
tors calculated from data obtained by OES and those obtained
by other methods. Figure 9 presents the results as bar charts
color coded to allow visual separation of results obtained
entirely by OES from those obtained using at least one method
other than OES to analyze at least one element.

3.3.3 Reheat cracking factor
The elements Pb, Bi, and Sb are required to calculate the
reheat cracking factor. For the low trace element cast, data

were provided that permitted 10 calculations of the reheat
cracking factor (Table 1); for the medium trace elements cast,

@ Springer

11 calculations (Table 2); and for the high trace elements cast,
12 calculations. Due to the small coefficient for Sb (0.03) in
the reheat cracking factor, Sb could easily be ignored, but the
laboratories for which Sb data was lacking also did not pro-
vide results for either or both Pb and Bi.

Table 12 provides a summary of the reheat cracking factor
calculations for the laboratories providing sufficient data to
make the calculations. There is very little OES data, so sepa-
rating that data from the others provides no useful statistical
information. There is a great deal of scatter evident in the
calculated reheat cracking factor data, but the ICP-MS data
has very little scatter among the results for the four laborato-
ries that provided ICP-MS results for Pb, Bi, and Sb. There is a
statistically significant difference between the ICP-MS calcu-
lations and the remaining calculations. It should be noted,
however, that a few of the other results are similar to those
of ICP-MS, but there are not enough of these other results to
make a statement about whether or not they are statistically
significant.

Figure 10 presents the reheat cracking factor results as bar
charts color coded to emphasize the analytical method used. In
all cases, except the second set of results from Laboratory G,
the elements Pb, Bi, and Sb for a given laboratory were all
obtained by the same analytical method. It should be noted
that, in examining Fig. 10, in cases where the color bar for a
particular laboratory reaches the top of the chart, it extends
considerably beyond that level, but the scale of the chart was
chosen to better illustrate the remaining results. The consis-
tency of the results obtained by the ICP-MS method is
obvious.

4 Discussion of results

The present round robin was undertaken to examine the
reproducibility of measurement of trace elements P, As, Sb,
Sn, Pb, and Bi in Cr—Mo-V steel, and to examine the effects
of reproducibility of measurement on the reproducibility of
determination of the Bruscato, Watanabe, and reheat cracking
factors.

Bruscato [1] had recommended that chemical analysis
by OES not be used to calculate the Bruscato factor
because he considered that the OES capabilities of the
1960s were suspect. Bruscato preferred wet methods
such as the colorimetric determination of P. In
Bruscato’s day, the other instrumental methods used in
the present round robin did not exist. In the present
round robin, there was extensive use of OES, as well
as extensive use of other instrumental methods of anal-
ysis. Only Mn, Si, Cr, and P were analyzed by wet
methods (colorimetric or gravimetric) by at least one
laboratory.
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It should be recognized that some instrumental methods
such as OES require instrument calibration with very well-
characterized standards for optimum results. The availabil- ~ Table 11 Watanabe factor calculations
%ty of §uch standards is con.sulierably more extensive than Alldata  OESonly  All other data
it was in Bruscato’s day. This in turn could be expected to
improve the reproducibility of the instrumental methods.  Low trace element cast
For analysis of the elements comprising the Bruscato Average 48.0 58.6 40.9
factor and the Watanabe factor, this appears to be the SD 13.5 12.1 9.1
case, but it should be kept in mind that the Bruscato Average/standard deviation 3.56 4.86 447
factor is dominated by phosphorus and tin. The coeffi- Medium trace element cast
cients for P (10) is larger than any of the other coeffi- Average 1484 1514 144.8
cients in the Bruscato factor, and only Sn is present in  gp 28 12.8 12.4
amounts as great as, or greater than, P. Sb and As levels Average/standard deviation 11.63 11.82 11.70
are lower. For the Watanabe factor, As and Sb do not  High trace element cast
enter into the calculation. Table 4 indicates that the repro- Average 285.4 285.0 285.9
ducibility of P analysis is quite good, and Table 7 indi- SD 272 274 285
cates that the reproducibility of Sn is also quite good. Average/standard deviation 1048 10.41 10.03

Table 6 indicates that the reproducibility of Sb analysis
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Fig. 9 Watanabe factor color 80
coded by analytical method
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was good except for the low trace elements cast. Table 5
indicates that the reproducibility of As analysis was most-
ly acceptable also.

When the Bruscato factor is calculated for the various
laboratories providing sufficient data, the reproducibility is
high for all three casts, Table 10. Furthermore, there is no
statistically significant difference among the Bruscato factors
calculated from all of the data, the Bruscato factors calculated
from OES data only, and the Bruscato factors calculated from
all data except OES results at any of the three trace element
levels. This is a very satisfactory result. However, it must be
kept in mind that the data from Laboratory F, which provided
exceptionally high P analysis results, is excluded from the
Bruscato factor calculations because that laboratory did not
provide an arsenic, antimony or tin analysis, and the data from
Laboratory Z, which provided exceptionally high Sb analysis
results, is excluded from the Bruscato factor calculations
because that laboratory did not provide P analysis results.
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Laboratory Chart Colour Code
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Mixed Analyses
Table 12 Reheat cracking factor calculations
All data ICP-MS only
Low trace element cast
Average 12.8 2.0
SD 253 0.1
Average/standard deviation 0.51 29.51
Medium trace element cast
Average 21.8 11.6
SD 239 0.2
Average/standard deviation 0.92 76.02
High trace element cast
Average 34.8 253
SD 253 0.5
Average/standard deviation 1.38 50.75




Weld World (2014) 58:577-592

591

-
N
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With these limitations in mind, it is clear that the low trace
elements cast would satisfy a Bruscato factor limit of 10, but
the medium trace elements cast and the high trace elements
cast would not.

When the Watanabe factor is calculated for the various
laboratories providing sufficient data, the reproducibility is
again high, and there is no statistically significant difference
among the Watanabe factors calculated from all of the data,
from OES data only, and from all data except OES data at any
of the three trace element levels. It should be noted that the
results from Laboratory F, which provided exceptionally high
P analysis results, are excluded from the Watanabe factor
calculations because that laboratory did not provide Sn results.
And the results from Laboratory Z are excluded from the
Watanabe factor calculations because that laboratory did not
provide P analysis results. With these limitations in mind, it is
clear that the low trace elements cast would satisfy a Watanabe
factor limit of 150, but the medium trace elements cast would
not do so reproducibly, and the high trace elements cast would
be very unlikely to do so.

Laboratory

AA & ICP-MS
GDMS

The situation with regard to the reheat cracking factor is
considerably less favourable than the situations with regard to
the Bruscato factor and the Watanabe factor. When all of the
data for Pb are included, the reproducibility is very poor
(Table 8). Only when the analysis is restricted to ICP-MS
can statistically significant results be found. The same is true
of the bismuth analyses (Table 9). As a result, calculation of
reheat cracking factors using all available data leads consis-
tently to values for this factor that are not statistically signif-
icant. Only when the data used is restricted to ICP-MS results
can statistically significant reheat cracking factors be obtained
(Table 12).

It should be noted that there are a few results from other
analytical methods that seem consistent with the ICP-MS
results, but there are not enough of these to evaluate whether
or not other methods can provide consistent and reproducible
results. The AA results of Laboratory T seem to be mostly
consistent with the ICP-MS results for all three trace element
casts (Figs. 6, 7, and 10), but no other laboratory provided AA
results for Pb, Bi, and Sb.
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It should also be noted that, according to Chauvy and Pillot
[3], the Reheat Cracking factor needs to be held at less than
1.5 for optimum resistance to reheat cracking, but the reheat
cracking factor determined by ICP-MS for the lowest trace
element cast averages 2.0 for the laboratories using ICP-MS,
with no values at or below 1.5, and the average value is much
higher for the other two casts. So it cannot be said that
statistically significant differences can be determined for cal-
culated reheat cracking factors below 1.5. This suggests that
another round robin, with cleaner material than that of the low
trace elements cast of this round robin, is needed to establish
reproducibility at that level.

5 Conclusions

Based upon the results of the recently completed round robin
on trace elements, the following conclusions seem justified:

1. The reproducibility of chemical analysis of the elements
P, As, Sb, and Sn has been shown to be sufficient to allow
statistically significant accept/reject decisions to be made
for materials based on Bruscato factor calculations. In
particular, analysis of these elements by OES, AA, ICP-
MS, ICP-OES, GDMS, and wet methods, after proper
calibration, produces statistically equivalent results.

2. The reproducibility of chemical analysis of the elements
Mn, Si, P, and Sn has been shown to be sufficient to allow
statistically significant accept/reject decisions to be made
for materials based on Watanabe factor calculations.
Again, analysis of these elements by OES, AA, ICP-
MS, ICP-OES, GDMS, and wet methods, after proper
calibration, produces statistically equivalent results.

3. The reproducibility of chemical analysis of the elements
Pb, Bi, and Sb has not been shown to be sufficient to
allow statistically significant accept/reject decisions to be
made for materials based on reheat cracking factor calcu-
lations. In part this is due to the lowest level of trace
elements in this round robin being higher than the
accept/reject criterion of 1.5 maximum proposed by

@ Springer

Chauvy and Pillot [3]. The data suggest that ICP-MS
may be capable of allowing such decisions, but that has
not been established.
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