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ROLES:
Manager: Designing Round Robin Statistics and Scheduling the Experiment
Chemist: Forming and Digesting the Lead Precipitates
Software: Spreadsheet Organization for Round Robin Testing
Hardware: Filtering, Drying Ppts, Making a Cable, and Connecting the Balance
OBJECTIVES:

Under the umbrella of designing an acceptable, humane method of production quality control for lead
pastesin battery plates, a prototype chemical system is explored for flaws in itsimplementation. The
method callsfor a statistically valid comparison of homogeneous vs. heterogeneous precipitation
techniques, an investigation of crystal sizes, acomparison of glassware drying techniques, and the
actual generation of datato be used in round robin testing. The multitude of short attention span tests
callsfor ahigh degree of organizationa planning to avoid technician demoralization due to "hurry
and wait" lab situations, while also retaining quality. Constant weight gravimetric conditions are de-
termined by computer plotted cooling curves.

MANAGEMENT INTERVIEW:

The interview has two parts. The first part concerns management of lab time and resources. The
second concerns management of data in the round robin tests. Lab complications due to chemical
waste disposal, spills, and other technique problems must be considered. Special attention has to be
directed to time management and close communication between role players. Time required for
glassware drying and the investigation of alternate techniques are key discovery issues.




The Possibility of Dual Roles

Thisis an experiment that can have dual roles. For example, Manager and Chemist can be
combined into asinglerole caled Manager . Alternately, Chemist and Har dwar e can be
combined into asingle Chemist role. Softwar e should remain uncombined, largely due to the
learning time creation of the spreadsheets may require. If the Company has 3 peoplein it, instead of
4, and the roles of Har dwar e and Softwar e have aready been combined, then Manager should
consider the desirability of making the spreadsheet from scratch and using a pre-built cable,
emphasizing the Softwar e component of the dual role.

However, if the roles are combined, it probably will not be a good ideato attempt too much
interfacing between the anaytical balance and the lab microcomputer. After reading the experiment,
Manager should determineif adual role-play is desired based on the number of peoplein the
Company. If itis, Manager should decide which roles are to be combined. Thereisrisk here.

Introduction

This experiment mimicsthe classic daily lot of aPh.D. analytical lab manager. Quality Control
(QC) testing is, candidly put, not stimulating work! 1f the QC methods work, then their
predictability is unquestionably boring. Things get interesting only when the method does not work.

Also, sample compositions are mostly the same, sample analysis times should be short, costs should
be kept as low as possible, regulatory agencies should receive only the data they need, and the
people doing the experiment should be reliable and sensibly content with their lot. If all this happens,
and if the samples being routinely monitored stay well within specification, then the QC method
quietly and successfully folds into the background of daily lab business. Thisisasit should be.

How do methods like this happen? That is the interesting part. They have to be developed. And
such methods development must be done by people sufficiently skilled to cause the final product
to produce al of the above "performance effects’. The responsibility for making this happen is that
of the Ph.D. lab manager (here played by M anager). So, this experiment isamimic of amethods
development task inanindustrial quality control laboratory.

The single most important thing that M anager has to worry about when doing methods
development isthenative sample, and how to instruct his staff in obtaining a representative
portion (or aliquot) of it. The next most important item is how to keep all personnel safe when
handling the native sample, and, of course, in all further 1ab operations. Obvioudly, the priorities
have to be this way since safe methods cannot be stipul ated without knowing what the sampleis and
how it must be sampled. After this, Manager hasto worry about sample pretreatment, which,
for our lab, means dissolution and (usually) filtration.

Probably the most difficult responsibility that M anager hasin any QC development effort is
certification that the method works. If there were smple primary standar ds that truly reflected
every natural sample matrix that came in, then there would be little challenge. But, those standards
usualy arejust a"pure’ sample.

The standard matrix usualy isjust water. So M anager hasto judge the suitability of the method
g/he chooses as the routine method based on round robin testing. This makestiming and
communication critical.

While other members of the staff can do many tasks, and assume the responsibilities for doing them
wdll, it isultimately M anager who hasto select the actual method of choice. A host of
considerations then come up. In our mimic, we will only look into three methods, two of which are
variations of asingle chemical procedure. In the profession, sometimes as many as a dozen
variations on five or six proven methods are at issue.



In acomplex method like this one, where the tasks done in the company are diverse, outside
consulting often is needed. For example, Har dwar e will need to build a serial cable and connector
to connect between the e ectronic analytical balance and the Macintosh laboratory microcomputer.
Har dwar e and Softwar e will want to work together, using the instruction manual furnished for
the electronic analytical balance, to get "cooling curve" datafrom the balance into the Macintosh lab
microcomputer where it can be saved inadisk file and later used in any spreadsheets or exchanged
between companies. This requires good timing and good communication.

Chemist and Har dwar e will have to explore the use of atomic absorption spectrophotometry (AA)
as a possible competitive method to the gravimetric method that M anager and Chemist will prepare
explore. In this case, Softwar e will need to develop TI-86 calculator or spreadsheet programs for
doing “standard additions’.

Finaly, whenitisnecessary to interpret data, either by round robin or local procedures, some
kind of applied statistics have to be used. Thisisnot atask for Softwar e aone, sinceit calsfor
many interpreted judgments. While Softwar e can implement statistical procedures (like running the
Excel spreadshest), it isup to Manager to work with Softwar e to determine what tests to use,
and, especially, how to interpret them.

That then forms the professiona basis of what | have called analytical methods development.
What remains for M anager to read, before specific resources can be used, isthedilemma that is
posed, and the specific context of the problem.

The Dilemma

AsManager, you have been given the task of identifying the best procedure to use for the
production quality control monitoring of the lead stock that is used to make the "paste" that fills the
open spacesin the"grids" of the diesel batteries your company makes for farm tractor use. The paste
isafibrous mixture of lead, lead oxide, and binder. The grid isa proprietary structure, invented and
patented by the engineering division of your company. The lead stock is a pure lead, which when
dissolved to form alead nitrate solution can be blended with the binder materia and the lead oxide to
form a paste that can be pressed into the open spaces in the battery grid.

Production quality control procedures you have used in the past call for random sampling of the lead
stock, selecting about 1 gram material on arandom basis from each 10 kilogram lot used. This
sample can then be dissolved to make alead nitrate solution containing (if the original stock is pure)
about 3% lead. The monitoring is a policing action on the vendor of the primary stock to check for
possible adulteration of the incoming stock, or the presence of impure stock.

It istempting to look for "instrumental” methods of analysisfor thislead stock. The idea of afast
answer is appealing. Y et, the sample surely will be >99.9% pure lead. The differences that you are
looking for in the "assay" of theincoming lead are at the principal constituent level of
concentration.

For example, if alot assayed at 99.0 % lead (and had 1.0% adulteration impurities), and you were
paying $35.00 per kilogram of stock, a 35 ton shipment would cost $3,749.38 if it were pure, but
yield only $3,711.88 in lead at the 99.0% purity level. Thisis adifference of $37.50 per shipment.
Considering that your company accepts between 3,000 and 3,500 such shipments a year, the
minimum |oss due to accepting impure lead as pure lead would total $74,997.50, and could get as
high as $112,500 in a"good year". Since the most you pay atechnician is $29,500 per year, it looks
like the difference between accepting lead at the 99.0% purity level and the 100.0% purity level (only
trace impurities) could easily be something like $50,000 per year.

For this reason (checking your "old" quantitative analysis textbook!) you suspect that you will have



to use a"wet" method, and probably a gravimetric wet method, to get the necessary precision and
accuracy. But, thereis an overriding and general need to have a method that will provide accurate
results with speed. Although gravimetric methods are slow in general, some are slower than others,
especialy in the "chemical steps' of precipitate formation.

Recently your divison Manager returned from the Pittsburgh Conference trade show, where she
had seen all of the advances in analytical instrumentation, including atomic absorption. While
purchasing anew atomic absorption spectrophotometer is out of the budget, new AA’s can run
between $50K - $100K, she wondered if the older Buck 200A model on hand in the lab might be
ableto do the trick.

Using the AA with a Pb standard addition as an aternate method is a possibility. The samples used
are much smaller, reducing the cost associated with disposal and is actually quite abit faster. The
AA, however, isn't without its problems. The large dilution factors necessary to bring the solutions
into the range of the AA Pb Hollow Cathode Lamp, introduces quite alarge possibility and
likelihood for error, not to mention the cost of the elemental standard that must be purchased and
certified by acommercial supplier. Performing a standard addition with the AA offersagreat
savingsin terms of time. The question is whether or not this method sacrifices accuracy for speed
and cost.

If the AA isfound to be a superior method after all things have been considered, then not only would
actual anaytical time be shortened, with attendant savingsin wages and charge-backs, but also the
amount of lead waste that would have to be disposed of could be reduced. Such waste is amajor
headache. Working with less of it would be an immense savings to the Company.

There are two gravimetric methods that have been explored on apilot scale previoudy. Oneiscalled
“heterogeneous precipitation”, and has proven to be fast. The other is called “homogeneous
precipitation”, and has the possibility of being more accurate dueto larger precipitate crystals. These
methods have to be competitively evaluated against each other, according to speed, accuracy, and
waste disposal problems, aswell as against the apparently faster AA method that has never been for
this application in the Company before.

Thereis one very subtle point to these competitive methods. The two gravimetric methods are
“stoichiometric’. What this meansis that no standards are needed to cal cul ate the percentage of lead
in the sample. All numbers are already known. The only measurement step is to use the analytical
balance to weigh the precipitate. From then on, al calculations just use known stoichiometric
compound ratios, and known molecular weights, to arrive at the concentration answer.

But, the AA method is* non-stoichiometric”’. A readout value is generated by the spectrophotometer.
In order to relate the readout value to a concentration, a procedure called “ standard addition” will
have to be used. In this method the unknown is used as the matrix, and small additions of alead
standard are made to it. The lead concentration should change in aknown manner, while the solution
volume and the matrix composition should remain substantially constant. But, if there are errorsin
the standards, then there will be propagation of that error into the answer calculated from the
potential measurement. However, using lead AA elemental standards which have been certified by
the supplier alleviates this problem at a cost. New 500 mL commercial standards run from $46 for
lead to $415 for a 500 mL Rhodium standard. Accuracy thenisat issue, and a central question will
be to determineif the accuracy of the two gravimetric methods s better than the AA method because
the gravimetric methods are stoichiometric, and the AA method is non-stoichiometric.

The gravimetric methods do have one rather bothersome characteristic. Once the precipitates have
been formed, they have to be dried, to remove any water, so that all that isweighed is alead salt of
known stoichiometric composition. The drying takes time. And, after the drying has been done, the
crucibles containing the dried sample have to be brought back to room temperature before they can be
reliably weighed. This, too, takes time. All of the gravimetric methods everyone has used over the



years have been plagued by the problems of bring crucibles and precipitatesto constant weight
after heating in any kind of oven to drive off water.

The problem liesin not overestimating the amount of time it takes the cruciblesto cool, before they
can be weighed. If they are weighed while still hot, the air around them will be rising while they are
on the balance as they give off heat, disturbing the reading (usually they read "light" dueto the air
lifting up on the pan asiit rises). Thusto get a correct reading, the crucibles have to be at the same
temperature as the inside of the balance, which should then be at room temperature itself.

It does occur to you though that with your new serially interfaced electronic analytical balances,
your Har dwar e person could cable the balance to the lab microcomputer, and your Softwar e
person could use the LabVIEW virtua instrument explored in the first experiment to query the
balance for aweight every few seconds, and then a spreadsheet to present the weight in graphical
form to see when it was actually constant. This might be worth exploring as a feature of the final
production QC method!

Although it appearsthat the AA method would be far more desirable than a gravimetric method based
on drying time aone, it is possible that, once the right chemical method has been chosen, automated
oven drying could be used to speed up drying crucibles and precipitates when filtered. Also, some
kind of robotic method could be used to filter the precipitate. It appears that the rate limiting step in
any gravimetric method will always be the formation and digesting of the precipitate as such. For this
reason, you have to look carefully at how much additional accur acy is achieved by procedures that
call for low formation of the precipitate, and long digestion times, both of which are claimed to
produce larger crystals and minimize contamination of the resulting product.

Waste disposal and daily safety issues have to be taken very serioudly. Lead salts can be nasty
chemicalsto handlein the lab. There are safety problems, including toxicity to the person doing the
work, EPA and OSHA requirements on both handling and disposal of al the materials used, and the
usua "mess’ of hot acid digestions. Y our Chemist is going to have to research this carefully, and
al reagentsin all intermediate dilution stages are going to have to be kept in capped, clearly labeled
bottles.

OSHA inspection of reagent handling is possible at any time, and studied procedures for working
with al reagents will be needed. MSDS sheets on all reagents and products will be needed, and all
workerswill have to be fully instructed in the nature of what is being handled, and how the
intermediate storage methods are to be done. FPHA labeling isan absolutely mandatory need!

Onething is certain. In any QC method, you have learned from experience not to ask the technician
who is doing the chemistry and weighing to do the calculations! Technicians who are happiest with
this kind of work usually are not mathematically gifted. The usual situation isthat the better they are
with their hands, the worse they are doing calculations. This seems to be the classic "left/right brain™
conflict. A technician with impeccable motor skillsin the lab may be error prone and awkward with
calculations, and the converse.

Thistime, you will have Softwar e develop either a spreadsheet that will allow weights to be entered
directly, or aTI-86 program, to allow al calculationsto be done automatically. The results can then
be transferred into a Microsoft Word text document that will go to the primary lead vendor telling
them why or why not the shipment analyzed was accepted or rejected. In this case, the only dilemma
you face is how much of thisto do yourself, and how much to ask Softwar e to handle.

Accepting final responsibility for the work suggests you handle the Microsoft Word report writing
work yourself, while Softwar e takes care of the spreadsheet or the calculator program and the
"print file" output of the calculations.

Thelast, and most serious, dilemmayou faceis how to tell if the method is actually accurate!



Since there will be no absolute way of knowing what the “correct” answer isto the one single lead
sample being analyzed by all of the Companies, the only practical approach to determining accuracy
isby “round robin testing”. In ssmple terms, this means statistically comparing every Company’s
results. If the means from each Company can be shown to statistically the same, then a grand
average can be calculated, and used to compare the two gravimetric methods with the AA method.

This round robin testing is going to require timely collabor ation with the other Companiesin this
classto get an average value for the test stock used in this set of tests. As soon asresults are
available, Managers from all Companies are going to have to exchange them. And, each Manager
will haveto use asimilar form of expressing their Company’ s data. Results are going to have to be
worked up as soon as the precipitates have been weighed and the AA standard additions eval uated,
so that data can be exchanged rapidly (well before the M anagement | nterviews begin). The
statistics that will have to be done are not hard. The last problems are to enable very good
communication between staff in the company, and bring about smooth division of labor and
collaboration when time lapses for a particular role.

These give alarge view of M anager's dilemmain designing this method! Because the scopeis
large, and the lab isjust getting started, Upper M anagement will give some "free consulting” in
the form of suggestions as to how to start distributing the responsibilities for the first week of work.
Recalling that only two weeks are allowed for al of the work, time management probably is going to
be the biggest challenge M anager faces.

The Chemistry of the Gravimetric Methods

This part of the experiment calls for comparison of two gravimetric methods for the analysis of lead.
To make the role-playing experiment practical in our lab, Upper M anagement has selected the two
methods reported by Emeritus Professor Richard Ramette of Carleton College in his book, Chemical
Equilibrium and Analysis, Addison-Wesley, 1981, pages 176 - 187 and 644 - 647. Professor
Ramette is arecognized authority in thiskind of analysis, and we may assume that histext will
communicate the chemistry of these two methods with rigor and accuracy. To help get oriented,
recognize that the two methods being tested are homogeneous and heter ogeneous precipitation
of lead asthe insoluble lead chromate salt (PbCrO,).

Itis Chemist's responsibility to review this chemistry, develop an
understanding of Ramette's descriptions of what is happening, and then
M anager's responsibility to see that thisis explained (by whomever!)
to the others in the group. This communication and teaching is
important! Upper M anagement will be looking to seeif Hardware
knows what Chemist is doing, etc., and if holes appear in the
communication, it is M anager who gets called on the carpet!

The homogeneous method generates the pr ecipitant asaproduct of aslower chemical reaction. A
redox reaction, involving bromate and chromium(111), slowly and uniformily (homogeneously)
produces the pr ecipitant throughout the entire solution. Think about what occursin solution as
only afew molecules of hydrogen chromate form and then when more is produced over time. As
Ramette points out, we expect to see larger crystals produced, which should give a better product in
terms of lower contamination by coprecipitation (look thisup in our book), and a product that is
easier tofilter. At least that is what we expect.

BrO; +Cr®* ® Br, +HCrO,, redox reaction

Pb>" + HCrO, ® PbCrO,+H" precipitation reaction



In contrast to the above, heter ogeneous precipitation occurs when the precipitant is suddenly
dumped into the beaker, and precipitation occurs heavily and rapidly in the immediate region where
the two solutions first mix. This we expect to produce a condition called localized
supersaturation (look it up in our book), which could produce smaller crystals that are harder to
handle, and lead to higher degrees of contamination by coprecipitation. The precipitant hereis
actually the same chemical species asin the homogeneous reaction; however, it is rapidly produced
by ahydrolysis reaction that occursin the preparation of the stock reagent. Thus, you are adding
hydrogen chromate to the reaction vessal directly!

Cr,0% +H,0® 2HCrO; hydrolysis reaction

Pb?* + HCrO, ® PbCrO,+H" precipitation reaction

*Note that theidentical precipitateisformed in both the homogeneous and heterogeneous case.

Chemist and Manager do need to work well together here in making sure that the chemistry is
understood by all involved. Manager actualy will want to determine if the expectations mentioned
above do actually occur. In other words, are there larger crystals? Do the two methods actually
produce different results in terms of accuracy when used on the same sample?

Manager should bring to the Management Interview all appropriate formulas, chemical equations
(balanced, of course) and recipes used for the two methods.

Laboratory Recipes

There are some recipes and directions for making these two methods work in the lab described in
Ramette. But, these have been generalized so that they can be used in any laboratory. The recipes
offered for study here (not necessarily required!) come out of 6 or 7 years devel opment work at the
University of Wisconsin, and another 15 years here. They thus are a bit more specific to this course
and environment. Upper M anagement offers them here as the contributions (from experience) of
apaid consultant, and M anager isfreeto use whatever portion(s) of them s'he decides fit with
his’her approach. Other sources are availablein the library as well.

Cleaning the Crucibles

Six, sintered, glass bottom crucibles need to be used for thiswork. They are easy to handle, and
filtration occurs rapidly through them. But, on the down side, they require acid cleaning before they
are used. And if three determinations are done by the homogeneous method, and three by the hetero-
geneous method, then at least six crucibles have to be cleaned before any other work can be done.

M anager can decide that Har dwar e should finish cleaning the crucibles before Chemist
starts forming the precipitate, or that Chemist can start forming the precipitates at the same
timethat Har dwar e is cleaning the crucibles and bringing them to constant weight. Thisis
the first of many management decisions that will determine how much work gets done in the
first period.
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Cleaning sintered bottom cruciblesis done by pulling
an acid solution through them. First, Har dwar e has
to assemble the proper vacuum trap to do this. The
sketch on the next page shows the kind of trapping
system that Har dwar e should set up. (Remember
to plug in the vacuum.)

It is particularly important when doing this that the
work be done in the hood so that noxious vapors of
the acid be exhausted outside the [ab. Hardwar e
should make the assembly of this apparatus a studied
effort of quality, with special attention paid to good
clamping of everything in place to avoid spills of
cruciblesfilled with acid.

To begin cleaning the crucibles, it is best to run tap
water through them in both directions. It is useful to
lightly rub the bottom inside and outside of the frit
with arubber policeman to remove any debris while
doing this. Then, using the firmly clamped filtration
apparatus, run deionized water through them several
times. Thisisimportant.

The next step in cleaning the cruciblesisto pass 6 M HCI through them, right side up, on while one
ison the filtration apparatus. Use asmall, plastic dropper for adding the acid from a beaker. Do it
dowly. Refer to the sketch on the next page. Filling the crucible with this acid to the brim isrisky,
and not really necessary. A few smaller portions pulled through the frit will work just aswell and be
just as effective. But remember, all of thismust be done in the hood. When clean, the frit may
still be adull yellow color; asnowy white frit seldom occurs except when the crucible is new.

Next, remove the crucible, turn it over, and pass the HCI through it in the reverse direction. See the
sketch on the next page for guidance.

Removing the crucibles from the vacuum filtration apparatus has to be done with great care, owly,
and by gently lifting one edge of the crucible so that the vacuum is dightly "cracked" to open air. A
light vacuum should be pulled, to avoid pulling water from the aspirator back into the filtration
apparatus. When the vacuum isfirst cracked, there will be a hissing rush of air into the flask, so
don't be startled by the noise. If the crucible sedl is cracked to fast too fast, then the incoming air
may cause the liquid in the flask to "bump" and splash out onto the hood floor. It takes practice and
technique skillsto do thiswell. Be careful! Finish the cleaning by running a few portions of
deionized water through the crucible, and pull on it with the vacuum for afew minutes to partially
dry it by evaporation.
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Drying the Crucibles

Drying the crucibles is both important and tedioud M anager hasto organize this part of the work
well, mainly to avoid long periods of idle time. For example, M anager will realize that Har dwar e
can be drying and bringing the crucibles to constant weight before (not after) Chemist begins
forming and digesting the precipitate. But, it is up to Manager to make this as a studied decision.

What makes this atedious part of the experiment is that the crucibles must be at constant weight
before they are used to filter the precipitate, and after they have received the precipitate. This means
that if they are heated to drive out water, weighed, and then heated, and then weighed, again, the two
weights will agree to within 0.000x tolerances! Thisis, indeed, constant weight!

The problem with thisis not necessarily the time the crucibles spend in the drying ovens. Rather,
when they come out of the oven, their weight is only correct when they have returned to room
temperature. After removal from the oven, they should be allowed to cool for afew minutes, and
then placed one at atime on the eectronic analytical balance; Har dwar e records a " cooling curve"
for them by recording their weights as afunction of time. Softwar e can quickly import the data
collected into a Excel spreadsheet, graph the results, and tell when the last reading is the stable one.
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With some coordination between Softwar e and Har dwar e, the heating and cooling cycle can be
reduced to atotal time of 30 minutes per session, allowing at least four such cycles during an
afternoon.

To help keep the heating cycle short, two ovens are set up in the lab. They areto be (and usually are)
set between 110 and 120 °C, the temperature that is right to remove water from the lead chromate
precipitate without decomposing it. If the ovens are at temperature, a crucible can be heated for 30
minutes, allowed to cool for 5, have a heating curve read on it for at least 5, and be ready for another
heating 30 minutes after it was first taken from the oven. Thiswill only work if the ovens are kept at
110 -115 °C, meaning the doors cannot be opened between 30 minute intervals. Thisis something
Har dwar e must tend to.

To alow the 30 minute heating times on ovens that can only open every 30 minutes, the door
opening times on the two ovens have to be staggered so that oven A opens on the hour and half
hour, and oven B opens on the quarter and three quarter hour. This kind of organization can occur if
the M anager's of each of the four Companies take total control authority over opening and
loading and unloading the ovens. Else, there is chaos, and the ovens cool!

The crucibles are placed in a“muffin tin” that has each cup

D > marked to identify the crucible it contains. The muffintinis
placed in the oven, heated, and then, when taken out, placed
C—o> > on atransite board on the Company bench while coming to

room temperature. Thetin is hot, and must be handled with

®/ @ aglove or hot-pad holder. Remember that all crucibles ook
\ , ' alike when new; some identifying mark that will not melt or

burn when heated is needed to distinguish them.

If Manager controlsthe ovens, and Har dwar e runs the cooling curves on the analytical balances,
at least three cycles of heating, cooling, and weighing can be done in the first part of the lab. The
same has to be followed with thefilled crucibles.

Obtaining The Sample

The way in which Chemist handles the sample has agreat deal to do with the success of the
experiment. The sample used for the last two yearsisaliquid, stored in abottle at the "wet bench”
between the hoods for Laura and Bruce. It contains about 3% Pb made by dissolving about 4.8
grams of lead nitratein 100 mL of water.

Since lead nitrate is not a primary standard, we really don't know what the exact amount of lead isin
the sample. The only way to find that out is to do round robin testing between Companies. To make
a comparison to other companies this semester, Chemist hasto take an exactly measured amount of
the stock solution to analyze.

How to take the sample? There are two ways. Oneis by volume, and the other is by weight
(probably using the top loading electronic balance). The choice is not as obvious asit may seem.
The volume method involves a pipette, which has just been certified and has thus known error limits
in the hands of a skilled Chemist. The top loading balance has been calibrated, and also has known
error limits. But, the degree of spillage is different when using the two devices. This must be
considered.

Whatever method is used, the volume finally obtained should be near 10 mL and thus the absolute
amount of lead near 0.3 g, so that the final weight of the precipitate will be between 0.4 and 0.5 g
PbCrO,. Manager and Chemist are going to want to collaborate on this, but the final decision and
the final responsibility for it lieswith M anager .
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TheManger of each Company must negotiate with the other M anager's on how
the sample will be taken. Each Company must take it exactly the same way so
that results later can be compared for round robin testing.

Chemist should transport portions of the stock solution to the place where the sampling is done
only indry beakers.

Contemplate this; if you dilute the master stock befor e you sample a portion, then the weight or
volume will not have the proper units of absolute mass, and there will be error. Once the aliquot has
been taken though, dilution from wet glassware no longer matters.

Manager has make sure that three samples are prepared for the homogeneous method and three for
the heterogeneous method, for each Company. The samples must al be taken by the same method
within a Company, and by the same method between Companies.

Forming the Precipitates
To start forming the precipitates, the solution first has to be brought up to areasonable volume. It is
recommended to add 25 mL of DI water to each "unknown" sample to do this. Then the precipitates
can be formed according to one or another of the following methods:

Heterogeneous Precipitation

To the above "unknown" solutions that are to be precipitated heterogeneoudy, slowly add about 10
mL of 0.1 M K,Cr,O, (potassium dichromate) solution. Avoid splashes, and watch carefully what
happens as the solution is added.

Set up a hot plate in your Company hood. Set the above solutions on the hot plate (it may take 2 hot
plates depending on the beaker sizes), and cover each beaker with awatch glass. Then, raise the heat
control setting so that you slowly bring the solutionsto a**gentle** boil. Pay close attention here.
If the solutions begin to boil vigorously, you may lose portions of the precipitate by spattering; this
isadirect error.

This can all be controlled by adjusting the hot plate setting. Turning it on and leaving to do
something elseisinviting disaster.

L et the solutions boil until the color of the liquid above the precipitate is atransparent brownish
yellow. Thisisajudgment call. There should be no suspended colloids
making the solution look cloudy. The precipitate should be clearly coagul ated

@ and settling to the bottom of the beaker. Then, turn off the hot plate and let
the solutions cool enough that you can comfortably handle them before you

attempt to filter the precipitate.

Small amounts of deionized water may have to be added while digesting the
precipitates to keep the total solution volume roughly constant. Do this very
_____ gently with awash bottle. If there appear small salt particles on the side of
e the beaker due to spattering and drying, wash them very carefully back into
the bulk of the solution with afine spray from the wash bottle. Be gentle!
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Homogeneous Precipitation

To each of the "unknown" samples that are to be precipitated homogeneously add 20 mL of 0.1 M
Cr(NG,) , solution and 20 mL of 0.2 M KBrO, solution.

Set up a hot plate in your Company hood. Set the solutions on the hot plate (2 may be needed
depending on the size of the beakers), and adjust the heat control to bring the solutionsto a
gentle boil. Pay close attention here. If the solutions begin to boil vigorously, you may lose
precipitate by spattering. Lower the hot plate temperature if it appears that the solutions are starting to
boil vigorously.

L et the solutions boil gently until the color of the solution above the precipitate is a transparent
brownish yellow. Then add 10 mL of 1.0 M NaAC (sodium acetate) solution. Then continue the
heating for another 15 minutes but this time without boiling the solution. Add small amounts of
deionized water with your wash bottle during all of thisto keep the solution volume roughly constant
but, be gentle and avoid splattering.

Filtering the Precipitates

Turn off the hot plates and let al of the solutions coal to the point that you can comfortably handle
the beakers before you start the filtration. At the same time, be assured that the crucibles you are
going to use are at constant weight, and that a safe, secure vacuum filtration apparatus has been set
up in the Company hood.

Using arubber policeman and awash bottle
filled with deionized water to help you,
quantitatively transfer all of the precipitate
from the beaker to the crucible.

Chemist can look at the figure here at the | eft
to see how the wash bottle and glass stirring
rod are used to make sure that all of the liquid
in the beaker containing the precipitateis
poured into the filter. When the liquid isall
passed through the filter, the last bits of
precipitate are chased out of the beaker with
small, directed shots from the wash bottle.
The rubber policeman on the end of the
stirring rod is used to scrub those sticky bits
of precipitate off the walls of the beaker so
that they can be washed into the filter with the
wash bottle.

\
{3 All of the precipitate must be in the filter. If
any isleft in the beaker, or if any spills out of
the filter, the results will bein error. Thisis
what is meant by “quantitative” transfer.
é

b Drying the Crucibles/Precipitates

After al the precipitate has been transferred to
acrucible, fill it about 2/3 full with deionized
/6 water (too much will cause the small buoyant

particles of precipitate to "creep” over the
edge!), and pull thisthrough the "pack" at
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least three times. Then, for afew minutes, pull lab air through the pack to help air dry the pack
before you put it in the drying ovens.

Har dwar e can then prepare the aluminum "muffin tins'
to hold the cruciblesin the oven. Each cup in the muffin
tin should be dry, and have a mark scratched near it to
use for identification. But, the mark should be scratched
into the aluminum; if you paste a paper label on it, the
label may char in the hot oven and fall off.

If you use a grease pencil, the grease will melt
and run down the cup! Hardwar e can put the
cruciblesin the beaker, and put the whole businessin
the oven when the schedule calls for the ovensto be
opened!

One set of crucibles can be drying while the others are being filtered. If the crucibles areleft in the
oven for longer than the first half hour (perhaps until the next week?) then the muffin tin should be
covered with another duplicate tin placed upside down on top of it. If the crucibles are removed from
the oven but not weighed, they can be stored in the Company desiccator.

Preparing the Spreadsheets

HManager: Youngun Pae
Software: Mons Mitchell
Hardware: Becky Moxness
Chemist: Pete Leland

FINAL EEPORT ON ANMALYSIS OF LEAD DATA

----- The Mac company
computer holds the Excel
[ A 4 [ B | C D E [ F ] spreadsheet. Excel will be
TIME: 13:23 used with Hardware's
DATE: 2/23/93 help to record and

graphicaly display the
crucible cooling curvesto
determine when they have
cooled enough that their
weights can be taken as
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stable. Har dwar e will

Cruc. wt. Cruc. wt. Wit of ppt. Conne.Ct the electronic
w/ppt. (g) empty (q) in grams analytica balanceto the
125485 125125 00364 Macintosh.
128719 12.8352 00367 .
125105  12.4737 0.0363 Todo this, Hardware
123651 123291 0.0350 will have to solder
121619 121267 0.0352 connectorsto awireto
143678 14.3316 0.0382 make a cable to connect
between the balance and
wt.as Pb % Pbin the seria port of the
in grams solution computer. Upper
00233 02334 M anagement will tutor
00233 02333 this, but M anager will
00236 D2353 have to schedule when
nozs1 o 0.2308 Har dwar e should do the
nozzé  DZzsv tutorial and make the
nozz 023 cable. If there are mix-
Avg. % Std. Dev. WRSD ups, Upper .
02349 000133 0568 Management will sdll a
commercia cableto each
02295 000339 1.478 company (feeisat least




one apple!). An example of a spreadsheet is shown here.
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Softwar e will enter and run the LabVIEW virtua instrument that will query the balance and cause
data to be stored in afile in the Macintosh computer. This program (an example of which is shown
below) establishes a communications port connection to the balance to allow it to be run (i.e., printed
readings taken) from the compuiter.

Softwar e will run the program; it will open a"spreadsneet file" on the Macintosh disk to record the
balance readings. Manager and Software will have to decide how many readings to take, and how
often to take them, in order to capture afull cooling curve and determine when the crucible has
reached a stable weight.

fave loa file pamed: == & belseydeskiop folderdaial

BALANCE KO READS| ﬁﬂlﬁ'“- Mumber of Readingt q! S030 | Tlime Belwean Readings in Hilliseconds

20166 | (I e -

(R LR
o 100 20 L] 400 S0n i il] el 400 I | G000 SS000

12,7500
1747 _

12 2450 4
15 7423
137404
157572
1% 7=

;

1% 75294
1% 75004
:

1!-72?'!':-
157750
157229
1% 72004
157174
'IJ-TI'.-ﬂ;-
1571294
BT 100
11'.'|:r.r::_
13 7050 3
15 70294

LTS T IR B S Bt T T e DO pe o

o a 1a 15 20 25 ) o) 40 45 S0 35 B0 E] T = B 3. w0 oo

After the data have been collected in a.prn file, then they can be imported into the Excel spreadsheet
and graphed. The best way to learn isthisis by tutorial. Staff will gather a group together to do this
when Manager saysit is OK to do so. Each Softwar e will then passthis skill on to othersin the
group by asimilar tutorial.

An example of a cooling curve prepared thisway is shown on the next page. From these data,
Software can determine how to set up the LabVIEW VI so that it takes the right number of samples
and at theright time interval.



Example of a Cooling Curve for an Empty Crucible
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Softwar e aso has the responsibility of setting up the Excel spreadsheet so that Chemist or
Manager can make the calculations needed to get the lead concentration in the "unknown" solution
from the weights of the dried precipitates. Coordination with Chemist is quite important here, since
this spreadsheet has to contain the gravimetric factor for converting lead chromate to lead in the
percentage calculations.

Softwar e can become aware at thistime that Upper M anagement has made a corporate wide
management decision that all folders on the Analytical Chemistry Server will beread allowed. In
simpler terms, this means that anyone with alogin name can read anyone else'sfileswho isin the
same "group”. This has an interesting practical consequence. It meansthat if Softwar e for Wendy
has prepared a spreadsheet for this experiment, and Softwar e for Laurawantsto look at it, or make
acopy of it, that isfully allowed.

TheManager's for Wendy and Laurawould be accountable for squabbles that arose if "stealing"
were assumed, but for the most part, with the proper professional mail etiquette (and remembering
that wedo not play the zero sum game) thisis an excellent way of learning.

The Electronic Analytical Balance

Har dwar e will operate the OHaus interfaced electronic analytical balances, and be responsible for
thelr calibration and connection to the Macintosh lab microcomputer. The manual for these balances
isavailable in the Company library. To test the cable that Har dwar e has made, and to learn how the
balance responds, Softwar e can connect to the balance from the Macintosh using the LabVIEW VI
and seeif it runs. The analytical balances, in contrast to the top loading balances, want parameter sets
of 9600 baud with even parity.

The Data Analysis

The statistical analysis of the data, and the material M anager needs to wrap up the work for the
Management I nterview, are discussed in the second write-up for this experiment. The report
should be prepared with Micr osoft W or d, and have the printout from the spreadsheets imbedded
in it as printed forms (not binary code!).

Some Closing Comments for M anager

Chemist has some tough work in this experiment getting the MSDS sheets around to all concerned
and assuring proper waste disposal. Thiswill become more evident as the second part of the
experiment is done and you begin to prepare for your M anagement Interview with Upper

M anagement. But, by far the biggest challenge is to make sure that all Companies have their data
on the analytical server in time to do the round robin testing needed to determine what the correct
concentration of lead isin the common sample. To help you see what some other folksdid while
you are managing this part of the experiment, the following material is appended
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Thistable was prepared by the Softwar e and M anager of WenFri and placed on the analytical
chemistry server. Each Company then entered their datainto it. The problems that resulted though
were that the companies did not report how many determinations were made to arrive at an average
and a standard determination - some companies had dropped samples, and others had discarded what
they felt were bad data. This made the t-test impossible when comparing the homogeneous and
heterogeneous methods within a company, as well as between companies.

Heterogeneous method
| Wentue| Lautue | Brutue | Wenfri | Laufri | Brufri | Deafri
# ? ? ? ? ? ? ?
Aver. % | 0.2230 | 0.2300 | 0.2192 | 0.2368 | 0.2370 | 0.2070| 0.2404
Std Dev.| 0.0016 ( 0.003 | 0.0071 | 0.0013]| 0.017 0.008 0.017
% RSD [ 0.0072 1.48 3.23 0.56 0.72 4.01 0.071
Homogeneous method
# ? ? ? ? ? ? ?
Aver. %] 0.2134 | 0.235 | 0.2311 | 0.1996 | 0.222 0.206 0.2271
Std. Dev.{ 0.006 | 0.00133] 0.0081 | 0.0055| 0.0589 | 0.0089 | 0.01667
% RSD | 0.0281 [ 0.568 3.48 2.78 2.65 4.36 0.0734

In this case we can use an additional statistical test to compare methods within or between
companies. The F-test provides a simple method for comparing the precision of two sets of
measurements.The quantity F, defined as the ratio of the variances of the two measurements, is
computed and compared with the maximum values of F expected if there were no differencein the
precision between the two sets of measurements. Just like the t-test, we must specify a probability
level wewish to test at. If the calculated F-valueis less than the tabulated F-value, then thereisno
statistical difference in the precision of the data sets at the given confidence level.

Table of Statistical F Values at the 95% Confidence L evel

nl
n, |2 3 4 5 6 7 8 9 10 12 ¥
2 10.00 | 19.16 | 19.25 | 19.30 | 19.33 | 19.35 | 19.37 | 19.38 [ 19.40 | 19.41 | 19.50 |

3 955 7928 [912 |901 |894 |889 |88 |881L |879 874 |853
7 694 |650 |639 |626 |6.16 |609 |604 |600 |59 591 |5.63
5 |579 |541 |519 |505 |495 | 4838 |48 |47/ |474 |468 |436
6 |514 |4.76 |453 |439 |428 |421 |415 |410 |406 |400 |367
7 | 474 [ 435 |412 | 397 |387 |379 [373 |368 |364 |35/ |[323
8 | 446 |[407 |384 |369 |358 |350 |[344 |339 |33 328 |[203
9 | 426 |[386 |363 |348 |337 |329 |[323 |318 |314 |307 |271
10 |410 |3.71 |348 |333 |[322 |314 |307 |302 |208 201 | 254
1T [398 | 359 [336 |320 [309 [30I [295 |290 |28 2.79 | 240
2 | 389 |[349 |[326 |311 |300 |291 |285 |280 |275 269 | 2.30
¥ 300 |260 |237 [221 |210 |201 |194 | 188 |183 175 | 1.00
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Recall that the variance is ssmply the square of the standard deviation. For the purpose of
comparing whether there is a difference between the precision of the methods (or Companies), the
convention isto place the larger variance in the numerator. We assume that there are three data
points for the method tested by each company; thus, there are two degrees of freedom for each
variance. From the table on the preceeding page, we see that the critical F-statistic is 19.00

For example, if Wenfri wishesto compare the precision of their heterogeneous and homogeneous
methods, they would perform the following calculation:

_sh _(0.0055)" 3.025x10°° _ 1790
€ (0.0013)° 1.69x10°° '

Since F calculated islessthan the critical F-dtatistic, there is not statistical difference in the precision
of the two methods at the 95% confidence level.

F-test comparing all the other companies with Wenfri company

Heterogeneous Method

Wentue Lautue Brutue | Wenfri| Laufri Brufri Deafri
Std. Dev.| 0.0016 0.003 | 0.0071 | 0.0013| 0.017 0.008 0.017
F value 19
F-test 1.51 5.33 29.83 1.00 1.71 37.87 1.71
Homogeneous Method
Wentue Lautue Brutue | Wenfri| Laufri Brufri Deafri
Std. Dev.| 0.006 | 0.00133| 0.0081 | 0.0055| 0.0589 | 0.0089 | 0.01667
F value 19
F-test 1.19 17.10 2.17 1.00 114.6 2.62 9.19

The F-test measures the precision of a set of measurements. By comparing our
standard deviation to the standard deviation of each other group, we determined that
there was a difference in precision between our heterogeneous data and those of

Brutue and Brufri. The same holds true for the homogeneous method when

comparing our value with Laufri. This is true because the calculated F-value was
greater than the given F-value .
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Exemplary work by a past Ole on how the lead waste would be handled were we to dispose of it
ourselves, here, as part of the lab experiment.

Lab -- Gravimetric Determination of Lead
Waste Disposal Plan
Company ---- Laura
Prepared by Chemist ----- Doug Beussman
3/8/90 -- 3/10/90
Chem. 56 -- Prof. J. P. Walters

Thisisareport on how to get rid of the excess chemicals and the waste materials from the lead
analysislab. Itemsto get rid of include:

+2 -2
Pb Cr207
- -2
BrO3 CrO 1
HNO3 NaAc

In all cases, excess reactants should be saved for future useif at al possible. If the excess nitric acid
can't be saved for future use, then it can be diluted with water until it is not morethan 1 M in
strength. A base such as potassium hydroxide or sodium hydroxide can then be added so that the final
pH is about 7. This neutralized solution can then be washed into the drain with large amounts of

water l.

HNO3 + NaOH >>>>> NaNO3 + HZO

The same procedure can be used for the HCl and also for the sodium acetate. The BrOB' should be

diluted to under 10% solution. In ahood, 10% agueous sodium bisulfite should then be added until the
yellow color of the bromate is gone. This will require about 20 ml of sodium bisulfite for every 10
ml of bromate. The resulting solution can then be neutralized with sodium carbonate, and the result

can be washed down the drain with copious amounts of Wamerl.

BrO3 + 3H503' >>>> Br + 35042' +3HT

The excess K2Cr207 should be reacted with Na28203 and HZO which will yield insoluble Cr(OH)3

which should then be packaged up and disposed at an EPA approved waste site, making sure that EPA
standards arefollowed” 2.

2- 2- + 2-
Cr207 + 38203 + H30 >>>> 2Cr(OH)3 + 3804 + 3S

Since the PbCrO 4 precipitate cake is soluble in acid, the solid cake product should be dissolved in

a:idg. The CrO 4'2 can be treated in the same way that the excess chr207 was treated above. The

Pb*? can be treated in a couple of different ways. The first method involves reacting the Pb™ with
NaZSiO3 which then will yield the insoluble solid PbSi 03, which can be disposed of in an EPA

approved facil ity1'4.
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Pb2Y + Na,SiO, >>>> PbSiO, + 2Na’

Another option isto treat the Pb+2 with NaOH, which will produce a precipitate of Pb(OH)Z, which

can be sold to a company that produces nickel-cadmium batteries, where Pb(OH) 5 is used5.

Pb2t + 20H >>>> Pb(OH),,
The Pb(OH)2 could also be reacted with HZSO o yielding PbSO o which isused in the car battery
field.

Pb(OH),, + H,S0, >>>> PbSO,, + 2H,0

Depending on the costs of the waste disposal facility, the costs of the chemicals and the time to purify
the products, the best method for disposing of our product can be found.

A break down of the costs for 200 samples follows (all prices taken from the 1988-89 issue of
Aldrich). It is assumed that the average sample weight is 0.50 g. Thiswould give atotal of about 100
g that would have to be disposed of 100 g of PbCrO 4 isequivalent to 0.31 moles. If the waste facility

method is to be used, 0.31 moles of NaZSi O3 will be needed to react with the Pb+2 ions. This

corresponds to 37.84 g of NaZSi 03. The CrO 4_2 can be precipitated by adding 0.93 moles of
NaZSZOS and 0.62 moles of H 2SO 4 to the solution. This equals 230.81 g of Na28203.5H 20 and
60.81 g of HZSO4.

37.84¢9 NaZSi O3 @ $11.70/1000 g $0.44
2308149 Na28203 @ $23.10/1000 g $5.33
60.81¢g HZSO4 @ $16.70/1000 g $1.02
Chemical total $6.79
2.5 hours @ $12.50/hr labor $31.25
total $38.04

If the method of converting the solid into Pb(OH)2 isused, 0.62 moles of NaOH will be needed. This
isequal to 24.80 g NaOH.

24.80 g NaOH @ $29.40/2500 g $0.29
2.5 hours @ $12.50/ hr $31.25
total $31.54

If the Pb(OH)2 isto be converted to PbSO g additional 0.31 moles of H 2S.O 4 needs to be used,
which is equivalent to 30.40 g of HZSO yE
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Cost to convert to Pb(OH)2 $31.54
30.40 g HZSO4 @ $16.70/1000 g $0.51
total $32.05

Therefore, depending on how much extra effort it would take to purify the precipitates so that they
could be used in the battery field, the most economical method of getting rid of the lead waste can be
devised.

Aldrich sells sodium bisulfite for $45.00 for 2500 g, and sodium carbonate for $40.00 for 2500 g.
Depending on how much excess reactants need to be gotten rid of, these figures can be incorporated
into the total cost.
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