
This document is 
PUBLICLY RELEASABLE 

IM uyo - jio^^cj 

UNCLASSIFIED 

Ifet? Bruncyicic laboratoi-y 

KUSLmiJlARY REPCET Oil MALYSIS OF THORIUM MBTAL 

By 

Harold R. fJlullin 
Spec t rochoa i ca l Branch 

ar^d 

Joseph tj. Tregoning 
General Analytical Branch 

j iuASSIFICAIlON CANCELLED. ) 

DATE FEB 28 1957 4 ^ | 

For The Atomic Energy Commission 

•74 !l C1(IU^AJU. 
Pitief. Deoiatsification Branch 

^UG 1 3 t35J 

LEGAL NOTICE 

This report was prepared as an account of Government sponsored work. Neither the 
United States, nor the Commission, nor any person acting on behalf of the Commission: 

A. Makes any warranty or representation, express or implied, with respect to the ac 
curacy, completeness, or usefulness of the information contained in this report, or that the 
use of any information, apparatus, method, or process disclosed in this report may not in 
fringe privately owned rights; or 

B. Assumes any liabilities with respect to the use of, or for damages resulting from the 
use of any infonnation, apparatus, method, or process disclosed in this report. 

As used in the above, "penon acting on behalf of the Commission" includes any em
ployee or contractor of the Commission to the extent that such employee or contractor 
prepares, hondles or distributes, or provides access to, any infonnation pursuant to his em
ployment or contract with the Commission. 

M l 

UNCLASSIFIED 

io^!i5^l 



DISCLAIMER 
 

This report was prepared as an account of work sponsored by an 
agency of the United States Government.  Neither the United States 
Government nor any agency Thereof, nor any of their employees, 
makes any warranty, express or implied, or assumes any legal 
liability or responsibility for the accuracy, completeness, or 
usefulness of any information, apparatus, product, or process 
disclosed, or represents that its use would not infringe privately 
owned rights.  Reference herein to any specific commercial product, 
process, or service by trade name, trademark, manufacturer, or 
otherwise does not necessarily constitute or imply its endorsement, 
recommendation, or favoring by the United States Government or any 
agency thereof.  The views and opinions of authors expressed herein 
do not necessarily state or reflect those of the United States 
Government or any agency thereof. 



DISCLAIMER 
 
Portions of this document may be illegible in 
electronic image products.  Images are produced 
from the best available original document. 
 



-a-
PRELIMIMRy REPORT OK ANALYSIS OF THORIUM METAL 

Introduction 

The analysis of thorium iretal is of Interest to many laboratories in 

both the producer and the consumer field. 

As of this date, the isethods and the results may vary to the extent of 

the number of laboratories doing the analysis. Some knowledge of the 

analysis must he had in order to establish confidence in the purity of the 

metal. 

It is the purpose of this paper to list the several methods now 

employed with some correlation of the acctsracy that may be expected in the 

results. 

The si>ecifications for the impurity content of the metal have been 

little changed in the past two years. Tlie tentative specifications as 
fc 

m 
^ 

supplied for the h 

Element 

C 
0 
N 
Al 
Fe 
Be 
U 
Ca 
Mi 
Si 

te,terial< 

Ppnt 

1000 
500 
100 
100 
300 

1000 
5 

Trace 
^ace 
Trace 

Element 

Mg 
2n 
Ce 
La 
m 
Dy 
Pr 
Sin 
Y 
Gd 

pm 

Trace 
Trace 
15 
5 
2 
0.05 

0.1 
0.05 
0.2 

The above specificatioR does not include all the elements that are 

probably present. Since a more conrplete analysis may be desired in the 

future, there has been additional work done on the determination of other 

eleT!»nts. 
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There has not been a groat deal of correlation data obtained as yet 

on thorium samples. The metallurgicai laboratory at Araes, Iowa, lias made 

several lots of thorium metal irith great care to guard against contamination 

and segresation. Triplicate portions of the sasiTiles were talien and analysed 

by both the Asnes Laboratory and the New Brunswick Laboratory. 

From a spectrographic standpoint and considering that iiany of the EBL 

values \7ere visual estimations, the agreement in the results was quite 

satisfactory for the elements determined. There is insufficient data at 

this time for satisfactory comparison of chemical results. 

In addition to the pure metals prepared, there have been several lots 

of impiire raetal on which both Astss and HBL have made analysis. Con^pllation 

of the data axe shown in Tables I and II at the end of this report. 

jf-^^^^yArMT^^^lgl 
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CttflUCAL rROCEDIBES 

Carbon 

WH - A combustion procedure for the determination of carbon is 

used at the Battelle Ivfemorlal Institute. 

MBL - A combustion procediffe similar to that used for the deter

mination of carbon in uranium is used at NBL. 

AMES - A report indicates difficulty is e:qpcrienced in the deter

mination of carbon in thorium by their combustion method. 

nitrogen 

BMI - The KJeldahl method for determination of nitrogen is used. 

MBL - A micro-kjeldahl method similar to that used for nitrogen 

in uranium is used at NBL. 

Oxygen 

BMI - Oxygen is determined by a vacuum fusion technique. A thorium 

saaiple (0.2 - 0.5 gm) is dissolved in an outgassed tin bath (5-20 gms) 

contained in a graphite crucible. Using an operating teraperatxire of 

3200°F, the oxygen content of the specimen is extracted as carbon monoxide. 

Oxygen results are repeatable on duplicate specimens to ± 5 to 10 percent 

of the obtained values. 

KBL - Combined oxygen in thorium metal is determined by dissolving* 

the metal in oxygen free 6K HCl. The insoluble material is ignited, 

weighed, and reported as HCl insoluble. 

/^^7^''^ 



HYDROGSK 

Bl-g - The tin fusion method for hydrogen in thorium appears to give 

better restilts than does the vacuum fusion. This method consists of 

dissolving the san^le in a large bath of tin (100 grras) contained in a 

carbon free furnace assembly. The operating temperature is 1000"C. The 

gas extraction is usually complete within l5 minutes. Practically all the 

gas evolved appears to be hydrogen. 

WL - Hydrogen has not been determined in ai^ of the saii?)les of 

thorium raetal • 

MAKGÂ ISSB 

HBL - The manganese is determined in a nitrate solution of the thorium 

metal by adding a weighed amount of potassium iodate, developing the color, 

and reading the transmittancy in a spectrophotometer. 

IRON 

KIEL - The iron in thorium metal is determined on the nitrate solution 

by a method similar to that used for uranium. Solutions of ortho-phenanth-

roline and hydroxylamine hydrochloride are added, the pH adjusted and the 

transmittancy of the solution measured in a spectrophotometer. 

URAIJIUII 

AIES - The reclaimed thorium metal is analysed for uranium by extracting 

the uranium with diethyl ether and then measuring the absorbency of the 

thiocyanate complex. This method seems to be good to ± 0.5 ppm of uranium 

in thorium. 

•• ••• • • • •• •• • ••• • ••• •• 
• • « • • • • • • • • • • • • • • • 
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tIBL - Thorium raetal is converted to the nitrate, the uranium is 

extracted from the nitrate solution with TBP. The TBP is stripped by 

carbonate solution. After destruction of the carbonate, the uranium is 

determined polarographically. 

RARE EARTH 

KBL - A 5t) g. sample of raetal is dissolved in nitric acid and the 

sample is evaporated to dryness- The dried sample, thorium nitrate, is 

treated with tributyl phosphate which extracts the bulk of the thorium 

nitrate. The aqueous l^rer, which is saturated with thorium nitrate also 

contains the rare earth nitrates, is diluted with watery the thorium is 

separated from the rare earth by repeated precipitations with hexamine 

solution (5/J). Finally the rare earths are precipitated ̂ lith oxalic acid 

and the precipitate is collected and ignited to the oxide. 

BI4I - A 50 g. saaiple of raetal is dissolved in nitric acid and the 

sample is evaporated to dryness. The dried sample, thorium nitrate, is 

dissolved in 2K nitric acid and treated vitth cellulose powder. The sample 

is repeatedly treated with ether-nitric acid (200-25) and the portion of 

the solution Is passed through a prepared cellulose coltimn. The column 

is then eluted with 2N nitric acid. The elute is evaporated to a small 

volume and the acidity is adjusted and a repeat of the above treatment 

id-th cellulose, ether-nitric acid, and the col\imn passing is made. 

The elute from the second treatment is evaporated to dryness and any 

organic matter is dei,omposed by the addition of nitric acid. 

fHiii^l^ 
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S?ECTR0Ga.4PHIG PROCEDURE 

Spectrographic procedures have been the methods generally employed 

for the detection of the metallic elements in the analysis of thori-uia 

samples. 

Since the thorium spectrum is quite complex and the material is of 

a refractory natinre there is no present procedure employing a direct 

examination for impurity content. Each laboratory engaged in the analysis 

of thorium metal has employed those procedures which they have generally 

found to be satisfactory for refractory materials. 

AIES 

The Aaes procedure called for the siraultoneouR determination of il, 

?e, Ilg, Ca, Si, B, Cd, Zn, and Be. The metal oxide is mixed xd.th powdered 

flake graphite in the ratio 1:2 and compressed into 1/ii inch diameter con

ducting pellets by application of high pressure. Tliese pellets are excited 

by means of a 60 cycle, 96O volt overd̂ araped condenser discharge. Prelim

inary resTilts indicate that all residual metallic impurities of interest 

except fractional parts per million quantities of boron, cadmium, and the 

rare earths can be determined in this manner. 

K3L 

The spectrochemical procedure used for the analysis of thorium samples 

at the New BrunsTrjick Laboratory follows identically the procedure for the 

analysis of uranium. This procedure is described in detail in report A-2907. 

This method can be used for the determination of Ag, Al, As, 3, Bi, Ca, Cd, 

Go, Cr, Cu, Fe, Ge, In, Li, Ilg, !In, Mo, Na. Ki, P, ?b, Sb, Si, Sn, V and Zn. 

hu^f 1 
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This is a carrier-distillation procedure using Ga^Oa in the amount 

of 2/J of the sang)le weight as the carrier. The sample mixture is excited 

in a 10 ajî  2^0 V d.c. arc where the sample impurities distill trcm the 

san^le into the arc stream. Estimations of the amount of impurity present 

are made by visually comparing the spectrum of the sample against the 

spectra of standards run xinder the same conditions. By standard densito-

metric procedures it is possible to make more precise determinations vben 

desirable. 

The spectrographic analysis of the rare earth concentrates is only a 

qualitative report at this time. Since rare earth concentrates as prepared 

from thorium san^les are generally cerium-lanthanum mixtures, it is not felt 

that the sauries would compare at all favorably with standards that az^ of a 

yttrium matirix. Work is progiressing on development of a proceduire for the 

analjrsis of Ce-La matrix. 

BMI 

The Battelle Memorial Institute uses a vexy similar procedure employing 

AgCl, instead of QagOa as the carrier additive. 

In the Bin procedure for rare earths the resulting solution after the 

organic material decomposition is further treated by the addition of 

palladium solution for the internal standard and then adjusting the final 

volume with 1:1 nitric acid and so that 0.6 ml is equivalent to 10 g of 

thorium. 



The solution is placed on counter electrodes in the excitation stand 

using a 3 mm gap spacing. Oxygen is passed through the atmosphere chantoer 

surrounding the electrodes for 30 seconds before starting the spark. The 

samples are then excited in the high-voltage spark using V 3 kva capacitance, 

0.32 mh inductance and U5 second exposure. Densitoraetric measiureraents are 

made of the impurity lines. 

REFERENG2G 

All restilts and procedures in the report were obtained from the 

following references. 

The Technology of Thorium, BIII-76 

The Determination of Rare Earths in Thorium, BMI-260 

Semi-Annual Progress Report in Chemistry - April 1 - Septeirfcer 30, 
1951, ISC-lSit 

^Juarterly Summary Research Report, Oct., Nov., and Dec. 1951, ISC-220 

Communication, V. A. Passel to H. R. !fullin, Uacy 9, 1952. 
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COI^ARISON OF RESULTS FROM 

NEVJ BRUKSWICK LABORATORY AND AMES LABORATORY 

ON TH(®IUI4 I4ETAL SAI4PLES 

TABLE I . 

TRIPLICATE PORTIONS FROM SAME INGOT 

lo d yT-/^ 
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COMPARISON OF RESULTS FROM 

NEW BRUISWICK L/\EORATCRY AND AÎ ES LABORATORY 

ON THORIUM f'lETAL SAMPLES 

TABLE I I , 

ROUTINE RECAST THORIUM l̂ ETAL 
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