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PREFACE TO FIFTH EDITION

Six years have elapsed since the appearance of the Fourth
Edition of this book. The general plan and purposes of the course
therein outlined have continued to meet satisfactorily the problem
of first-year college students in chemistry, yet the number of
improvements and supplementary preparations and exercises that
the present authors have accumulated and in part used in plano-
graph form has so increased that a new edition seems to be in order.

A very considerable portion of the text has been wholly rewritten,
and the entire text has been subjected to a revision and rearrange-
ment. Specific new exercises and discussions which have been
introduced include such topics as the determinations of vapor
density and molecular weight, the standardization of acids and
the titration of acids and bases, Faraday’s law, and the use of the
pH scale of hydrogen-ion concentration. Several new prepara-
tions have been introduced, and a few of the old ones have been
discontinued. A complete list of apparatus and chemicals re-
quired in the course has been added to the Appendix.

The purpose of this, as well as of the former editions, may be
indicated by a brief statement of the manner in which it is used
with the large freshman class at the Massachusetts Institute of
Technology. The entire year’s work for both laboratory and
class room is outlined in this book. Each year a list of experi-
ments and preparations is made out and posted. All students
are supposed to perform these exercises (thirty laboratory periods
of three hours each in the course), and the class room exercises
(sixty hours) are built around the methods and principles of this
work. The lectures in chemistry (sixty hours) follow approxi-
mately the order in which the elements are taken up in the book,
but no attempt is made to keep in exact step. The historical, in-
dustrial, and economic aspects of chemistry are left largely to the
lectures, whereas the discussion of problems, both numerical and
manipulative, is left for class room and laboratory.

The students of barely passing grade may not complete more
than the posted exercises, but to the enthusiastic student is open

a free choice of the other preparations, subject of course to the
iii



iv PREFACE TO FIFTH EDITION

laboratory facilities. Indeed, except that he must not forget that
class room quizzes and examinations are based on the posted
preparations, the better student may be allowed to substitute
others for posted ones.

All students entering the Massachusetts Institute of Tech-
nology should have met an entrance requirement in chemistry.
It is very discouraging to such students to be set at once to re-
viewing what they have already had, however much they may
need the review. The nature, and the considerable freedom in
the choice, of laboratory work solves this situation in a very
satisfactory manner. A review of preparatory school work is of
course necessary, but by bringing this in incidentally the sting
of it is removed.

The chapters of the book are divided into two parts, part
one containing the directions for laboratory work, and part two
the discussion of principles, review of previous work, and problems.
Except for Chapters I and III the first part contains the directions
for preparations involving the elements with which the chapter is
concerned. Part two of these chapters contains directions for
short experiments, many of which will be familiar from secondary
school work or will have been shown in the lecture; the facts ob-
served in the experiments, however, are stated, and the significance
of the facts is discussed in the text. The student is privileged
to perform as many of these experiments as he elects, but he is not
required to perform any. He is required, however, to study and
understand the experiments. In this way the necessary review is
achieved while at the same time adding considerably to the
student’s previous knowledge and comprehension. These chapters
end with a set of general questions which require a good deal of
thinking and looking up of data. Written discussions of these
questions are to be handed in by all students.

Chapter I is devoted to the quantitative measurements of
chemistry — combining ratios, densities, and so forth. Part one
may be actually performed in the laboratory or it may be handled
with part two entirely in the class room; the laboratory work
may start with the preparations of Chapters II and IV. Chapter
IIT deals with the ionic theory. The preparation work is inter-
rupted after about the fifth week and the short experiments in
ionization are performed in the laboratory. Part two of Chapter
I11 is simultaneously handled in the class room.
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Students are required to prepare a preliminary report on each
preparation before they are given an order card for the raw ma-
terials at the stock room. When the preparation is completed,
the final report, which includes answers to questions and inci-
dental experiments, is to be written. The preparation of these
reports should be done as far as possible outside of laboratory
time. The final report and the preparation are to be submitted
together during laboratory time to the instructor. When both
are satisfactory the preparation is accepted and taken to the
recording office. v

The preparations are attacked by the students with the same
enthusiasm that research workers feel. For all that, the directions
have been made very explicit, for the reason that if the inex-
perienced student were asked to devise his own directions his
successes would not be frequent enough to maintain his courage.
Difficulties enough are sure to arise, even with good directions, to
develop originality and resourcefulness. The laboratory work
develops a valuable technique, but the comprehension of chemistry
comes from the effort put into preparing the reports. Note
writing is very easy to neglect in the enthusiasm for getting ahead
in the laboratory work. The preparation of reports might come
to be regarded as irksome if a system were not firmly maintained
from the start. With such a system the reports are prepared
cheerfully and the desired progress in gaining a comprehension of
chemistry is made.

A. A. BLANCHARD
A. R. Davis

CAMBRIDGE, Mass.
May, 1936



TABLE OF CONTENTS

PAGE
DIRECTIONS FOR WORK. « v vt teeeeeeeoaraannasaanasannasasnnanan 1
NoTEs ON LABORATORY MANIPULATION. . ... vvvresvnneneinnennnns 4

1. Precipitation; Crystallization. 2. Pouring. 3. Transferring
precipitates or crystals. 4. Filtering; Collecting precipitates.
5. Washing precipitates. 6. Evaporation. 7. Dissolving solid
substances. 8. Crystallization. 9. Drying.  10. Pulverizing.
11. Neutralizing. 12. Dry reactions; Furnaces. 13. Gas gener-
ators. 14. Weighing.

CuarrER 1. THE QUANTITATIVE ASPECTS oF CHEMISTRY

EXperiments. .. ..ottt i i e i it e 23
Exp. 1. The combining Ratio of Zine and Oxygen. ............. 24
Exp. 2. Weight of a Liter of Oxygen. ......................... 25
Exp. 3. Volume of Hydrogen displaced by Zine................. 28

Exp. 4. The Combining Ratio of Hydrogen and Oxygen in Water. 30
Exp. 5. Approximate Molecular Weight of a Volatile Liquid by
Dumag’ Method. . .......... ... oo, 33

Notes and Problems. . .....oovtiiti e it iinaerieiennnnnnn 36

The law of definite proportions. The law of multiple proportions.
The law of combining weights. The atomic theory. Atomic
weights. Standard of atomic weights, 0 = 16. Measurement of
gases. Boyle’slaw. Charles’ law. Dalton’slaw. Saturated water
vapor. Gay-Lussac’s law of combining volumes. Avogadro's
principle. Molecular weights; Moles. Molal volume. Avogadro’s
number. Atomic weights. Derivation of a formula.

CuarTER II. WATER AND SoLuTION

Preparations. . . . ... ittt i i i i i i it 52
1. Potassium Nitrate......... .. oot 52
2. Crystallized Sodium Carbonate.......................c.... 58
3. Ammonium-Copper Sulphate................ ... 61
4, Potassium-Copper Sulphate..............c.oiviiiiiiii.. 62

EXperiments. . ... it ii i i it i e i e 63

Hydrates. Water of hydration. Composition of a crystal hydrate.
Efflorescence. Deliquescence.  Elements and Water, Sodium.
vii



viil TABLE OF CONTENTS

PAGE
Caleium. Magnesium. Iron. Removal of protective coating by
chemical action. Chlorine and water. Ozides and Water. Sodium
oxide. Calcium oxide. Magnesium oxide. Non-metal oxides.
Water contains two separately replacable portions of hydrogen.
‘Water as a solvent: concentration of solutions. Mole. Molal solu-
tion. Formula weight. Formal solution. Equivalent weight.
Normal solution. ... ... i i 74
Experiment 6. Standardization of Solutions.................... 76
Specific gravity .. .ov it i i e i i 79
Formula weight method in chemical Arithmetic .................. 79
Problems. . oo vii i e e 80
General Questions IL. . . ... . ... .. i ittt iiiiiiniennans 81
CuartERr 11I. TgE THEORY oF loNIzaTron
Experiments. . .. ... .. i e 82
Osmotic pressure. Electrical ennductivity of solutions. Acids.
Strong and weak acids. Bases. Strong and weak bases. Neu-
tralization of a strong acid and a strong base. Neutralization of a
weak acid and a weak base. High ionization of all salt solutions.
Displacement of a weak acid. Displacement of a weak base.
Characteristic reactions of certain ions. Ionic displacements. Elec-
tromotive series. Hydrolysis. Solubility product. Hydrogen ion
concentration. Effect of its neutral salt on strength of a weak acid.
Notesand Problems. . ...........iiiieiriiiiieeeneeseennnnnnns 94
Measurement of Ionization. Molal lowering of the freezing point.
OBMOtIC PreSSUIe . . ..ottt e et e iee s eiaeritneaenneananens 94
Tonization Datth. . ...... .o ee et s 100

Ionic Reactions. lonization a reversible reaction. Equilibrium.
Equations for ionic reactions. - Rules for writing equations in ionic
form. Types of reactions .., ... ... ... ... ... ...l 101

Metathesis. Precipitation. Neutralization. Neutralization of a
weak acid and a weak base. Displacement of a weak acid. Dis-
placement of a weak base. Precipitation of metal hydroxides.

Formation of volatileproduets. . . ... ... ..o i, 105
Hydrolysts. . .. voov ittt it ittt iite it iiae e, 115
Tonization of Polybasic ACidS .. .....uuueenneeeeneeeeneeennnnn. 116
Complex Ions. Ammoniates. Complex negative jons............ 118
Reactions of Oxidation and Reduction. Electromotive series. ... .... 121
Faraday’s Law . ..... ..o e aine it iiiiiaeenn 123
Law of Molecular Concentration. .............. e 126
Solubrlity and Solubility Product. ... ... ... .. iiiiiiiiinn, 131

Hydrogen-ion Concentration; the pH Scale. Control of pH. Buffers.. 132
TRdicators . . ... oe ettt e i it e 135



TABLE OF CONTENTS X

CrartEr IV, THE Non-MEeraLLic ELEMENTS IN BINaARY CoMPOUNDS

PAGE

Preparations. . ... ... i i e et e 137

8. Copper Oxide. . ... .. .. i 137

6. Hydrogen Peroxide and Barium Peroxide Hydrate. ......... 139

7. Hydrochloric Acid. ...t iiiiiiiennnas 142

8. Hydrobromic Acid. . ...... ... ittt ieiiaaans 144

9. Barium Chloride. . . ...... ... i i i it 147

10. Aluminum Sulphide. .. .. ... i i 149

11. Caleium Sulphide. . ..... ... .. i 150

12, Mercuric Sulphide. ......... ... i 151

13. Aluminum Nitride. . ...... ... .. i i 153

14. Magnesium Nitride and Ammonium Chloride............... 154

Experiments. .. ... i e 157
Valence. Oxides. Behavior of oxides and peroxides. The halo-
gens. Formation and properties of the hydrogen halides. Charae-
teristic reaction of the halideions. Relative activity of the halogens,

oxygen and sulphur. Sulphur. Nitrogen.
General Questions IV. . ...................... it 177
CHAPTER V. ALKALI AND ALKALINE EArRTH METALS

Preparations. ....... ... i i i i i i i et e ee e 179

15. Sodium Carbonate by the Ammonia Process ............... 179

16. Caustic Alkali from Alkali Carbonate ..................... 183
17. Sodium Hydroxide by the Electrolysis of Sodium Chloride

Solution. Faraday’sLaw...............cciiiiinniin.an 185

18. Chemieally Pure Sodium Chloride from Rock Salt........... 189

19. Ammonium Bromide. .. ... ... ... o 192

20. Strontium Hydroxide from Strontium Sulphate............. 194

21. Strontium Chloride from Strontium Sulphate. . ............. 196

22. Barium Oxide and Barium Hydroxide from Barium Carbonate.. 199

Experiments. ..........o i i e 202

Stability of carbonates. Oxides and water. Solubility and basic
strength of hydroxides. Ammonium compounds.

General Questions V. ... . ... . . i i it iieee e 205

CuaprErR VI. ErvemenTs oF Group III

Preparations. . . . ... .onuut ittt 208

23. Boric Acid. .. ... i i i e 208
24. Sodium Perborate............. e aeae s ereieeiiaeaa 210



TABLE OF CONTENTS

PAGE

25. Hydrated Aluminum Chloride......... Ce et 212
26. Anhydrous Aluminum Bromide........ccoiiiieieiinnn.... 213
EXperiments. . ..o.oviitiiiit it it et 216

Acid strength of boric acid. Amphoteric substances. Acid and
basic strength of aluminum hydroxide. Hydrolysis of aluminum
carbonate.

General Questions VL. .. ... it 219

CrAaprrER VII. HEAVvY METALS oF GroUPs 1 Anp II

Preparations. .. .. ...t e eeeeraaae 220
27. Crystallized Copper Sulphate from Copper Turnings.......... 220
28. CuprousChloride. .. ...... .ottt iannn. 222
29, CuprousOxide. . . ...ootr i iiiiiteeen ettt 225
30. Ammonio-Copper Sulphate. .. ......ccoiieeiiiiiiivennnnn.. 227
Bl. Zine Oxide . . . oo ovt i e e e 229
32. Mercurous Nitrate. ... ... .. cuiiiiieniiiinennnnnnnnnn. 232
33. Mercuric Nitrate. . ... .c..ouiiiiiiiiiiiiennenenennnnnn. 233
34. Mercuric Sulphoeyanate. ... .. c.oiiiiiiiiieiieiiieiiann. 234

B D5 4173 o003 114 GNP 236

Stability of carbonates. Hydrolysis of salts. Hydroxides. Basic
strength of silver oxide. Ammoniates. Complex negative ions.
Sulphides. Electromotive series.

General Questions VIL....... ettt eieneeet i et et 240

CuaprrER VIII. THE OXxY-ACIDS AND SALTS OF THE NON-METALS

Preparations. . ... ...cciiiiiiiii i i it e 242
35. Potassium Bromate and Potassium Bromide. ............... 243
36. Potassium Chlorate. ... ... .....iiiiiiieiiiiiniennannnns 246
37. Potassium Jodate. . ... ... .. . i, 248
38. Iodic Acid; Iodine Pentoxide. .......cocviviiiieennnnnnn.. 249
39. Potassium Perchlorate. . ......... ... ciiiiiiiiiiiaeninn. 251
40. Sodium Thiosulphate. .. ......cciiiiiiiiiieiiniirinaenns 252

EXperiments. ... ..ottt it e e i it ieeaeae s 255

Hypochlorites. Hypobromites. Chlorates and bromates. Bromie
and iodic acids. Properties of potassium chlorate. Reduction of
iodic acid. Sulphur dioxide. Sulphurous acid. Reducing action
of sulphurous acid. Oxidizing action of sulphur dioxide and sul-
phurous acid. Dehydrating action of sulphuric acid. Oxidizing
action of sulphuric acid. Nitric acid as an oxidizing agent. Nitrous
acid. Reducing action of nitrous acid.



TABLE OF CONTENTS X1
PAGE
General Questions VIIL. ... ... ... ittt iiiiieannns . 264

CraprEr IX. ELeEMENTS oF Grour IV

Preparations. . ... ot e e e 266
41, Precipitated Silica........ ... ... i 266
42, Stannous Chloride. . ... ... ..o vt iiiiiini it 268
43. Stannic Sulphide (Mosaic Gold). ......................... 271
44, Anhydrous Stannic Chloride. ............................. 273
45. Anhydrous Stannic Bromide. ..............c il 275
46. Lead Nitrate. .. .......ooiiiieriiiii i innan 278
47. Lead Dioxide. . oottt i e i e 279
48, Red Lead. ... ..cvitiiiiiiii ittt et 281
49, Ceric Oxide from Cerous Oxalate....... .................. 283
50, Cerous Oxalate. . ... ...ttt 284
51. Cerous Chloride. ........covviiiiiiii i ieieeiiaannn. 286

Experiments. ..... ... i i et 287

Carbon dioxide. Combustibility of carbon eompounds. Carbon
monoxide. Carbides. Silicon dioxide and silicic acid. Hydrolysis
of stannous salts. Reducing action of stannous salts. Lead salts.
Amphoteric character of hydroxides of tin and lead. Stannic acid.
Thio-salts of tin. Lead dioxide. Lead tetrachloride. Stability of
lead carbonate.

General Questions IX. . ... ... .. i i i i i i e 297

CrArrER X. ELEMENTS oF GroUP V

Preparations. . .. .. ittt i e aaa 298
52. Ortho PhosphoricAecid. ............. ... .. i iiiiiiini., 298
53. Disodium Phosphate. . .................. ... ... ... ... 301
54. Phosphorus Tribromide. . .................... e 303
55, Arsenic Acid. .. ... i e 305
56. Antimony Trichloride. ............ ... . .o iiii i, 308
57. Sodium Sulphantimonate................................. 310
58. Antimony Pentasulphide. ... ........ ... ... ... .l 312
59. Metallic Antimony . .. ......cooviiiiiiii i 313
60. Bismuth BasicNitrate. . .......cc..ooiiiiiiiiiiiiiiiiiy 314

Experiments. ... ..ot i e i e et i 315

Oxidation products of the elements of Group V. Sulphides and thio-
salts. Reducing action of phosphorous acid. Non-oxidizing prop-
erty of phosphoric acid. Arsenious and arsenic acids. Reduction
of bismuth salts. Bismuth in a higher state of oxidation.

General Questions X. . .. ... .. iiiiiiiiiiiiiiiiiieiiiaaan e 318



X1 TABLE OF CONTENTS

Caarrer XI. Heavy Mgerais oF Groups VI, VII, anp VIII

PAGE
Preparations. ... .. ... . i i i e 320
61. Potassium Chromate and Dichromate .. ................... 321
62. Chromic Anhydride. . ... ... ... . oot iiiann. 324
63. Ammonium Chromate and Dichromate. ................... 326
64. Chromic Alum. ...... ... .. ... ittt 328
65. Basic Lead Chromate............cccviiiinniiiiinannnns 330
66. Chromium Metal. . ... ... ... ... ittt iiinann. 332
67. Caleium Molybdate. .. ...... ... i iiiiiieane. 333
68. ‘Ammonium Tungstate. . ........c. it 334
69. Selenious Acid. ... ...t e 335
70. Manganous Chloride. ... ....... ..., 336
71. Potassium Permanganate.............ccoiuiiiinninennn. 338
72. Manganese Metal.............. ... ... . .. .. ..., 341
73. Ferrous Ammonium Sulphate and Ferric Ammonium Alum.... 342
Experiments. . ........ouiitiii i e e e 345

Stability of carbonates of metals in divalent state. Non-existence
of carbonates of trivalent metals. Oxidation of a divalent oxide.
Properties of the hydroxides. Action of alkaline oxidizing agents.
Oxidation in alkaline fusion. Permanganate. Chromate and di-

chromate.
General Questions XI. .. ... ..iiiiiiiiiiiiiiiiiieiieiiiaaaas 350
APPENDIX
Concentration of Reagents. ....cooeererrtiiiiiinieernroceeans 352
Tension of Saturated Aquecus Vapor. . ..............cccienunn.. 353
Electromotive Series. ......vuiieeerine e 353
Periodic Classification of the Elements According to their Atomic
Numbers and the Arrangement of their Electrons. ............ 354
Chart: The Periodic Arrangement according to Electron Groupings 355
Solubility Tables. . ... ...ttt it einaaeenanns 364
Specific Gravity of Aqueous Hydrochloric Acid Solutions........ 371
Specific Gravity of Aqueous Hydrobromic Acid Solutions ....... 371
LIST OF APPARATUS. . o\ vuvetttiias et e eenennaranocananssosannns 373
List oF RAW MATERIALS AND REAGENTS.......covvirarinrnerennns 375
TABLE OF ATOMIC WEIGHTS . . . . v ovvurnenenneennnnnn. Inside front cover

PERIODIC ARRANGEMENT OF THE ELEMENTS........... Inside back cover



SYNTHETIC
INORGANIC CHEMISTRY

DIRECTIONS FOR WORK

The course outlined in this book is an experimental study of
chemistry. Chapters I and III deal with general principles.
The first part of each of these two chapters gives directions for
experiments which are to be performed by the student. Records
of these experiments are to be kept in the laboratory note book as
follows: the experimental facts and measurements are to be re-
corded on the left-hand page as the note book lies open; opposite
these statements, on the right-hand page, calculations are to be
made, equations for the chemical reactions are to be written,
and final conclusions are to be drawn. The second part of each
of these chapters is devoted to notes discussing the principles that
the experiments illustrate, and problems for home work.

The other nine chapters are devoted to preparations and ex-
periments which reveal the properties of the various classes of the
chemical elements and their compounds.

Preliminary Reports on the Preparations. Before beginning
work on a preparation the student should have a clear knowledge
of the whole procedure and should understand the reactions as well
as the application of chemical principles to these reactions.

To that end study carefully the general discussion of the prep-
aration as well as the procedure. On the left-hand page of the note
book (1) write a brief discussion of the fundamental principles
involved in the preparation; (2) write equations for all reactions;
and (3) starting with the given amount of the principal raw
material, calculate what amounts of the other substances are nec-
essary to satisfy the equations. When the amount specified in
the directions is different from that calculated, state the reason for
the difference. Calculate also on the basis of the equations the
amount of the main product as well as of any important inter-

mediate products or by-products.
1




2 DIRECTIONS FOR WORK

Present this preliminary report to an instructor and obtain
his approval before beginning operations.

Manipulation. All references from the procedure to the
general notes on laboratory manipulation (pp. 4-22) should have
been studied before making the preliminary report. Indeed the
instructor will probably make sure by a quiz that this has been
done before he accepts the preliminary report.

Laboratory Record. The working directions, in the section
entitled procedure, are to be kept at hand while carrying out the
manipulations. These directions do not need to be copied in the
laboratory note book; but it is essential, nevertheless, to keep a
laboratory record in which are entered all important observations
and data, such, for example, as appearance of solutions (color,
turbidity); appearance of precipitates or crystals (color, size of
grains, crystalline form); results of all weighings or measure-
ments; number of recrystallizations; results of test for purity
of materials and products, ete.

Questions on the Preparations. The sections under this title give
suggestions for study, which involves laboratory experiments, con-
sultation of reference books, and reasoning.

The answers to the questions should be written in the labora-
tory note book following the entries for the exercise, and this
book should be submitted at the same time as the preparation for
the approval of an instructor.

Use of Time in Laboratory. In preparation work it is fre-
quently necessary to wait for considerable periods of time for
evaporations, crystallizations, etc., to take place. This time may
be utilized for work upon the study questions and experiments,
but even then it is advisable to have usually more than a single
preparation under way. Thus no time need be wasted by the
energetic student who plans his work well. A program of work
should be made out in advance of the laboratory exercise.

Yield of Product. Where possible the methods employed in
these preparations resemble those actually used on an industrial
scale; where this is impossible on the limited scale of the laboratory,
mention is made of the fact, with reasons therefor. On account
of the limitations connected with work on a laboratory scale,
it is of course impossible to get as high percentage yields as could
be obtained on a commercial scale. The weight of each prepara-
tion is to be determined and recorded, but the chief stress is to be
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laid upon the excellence of the product rather than upon its
quantity. o

Experiments. The second part of each of the nine chapters,
of which the preparations comprise the first part, is devoted to
short experiments. Not only are the directions for these experi-
ments given, but the results to be observed are stated, and the
meaning of the results is discussed. Thus this experimental part
may be studied, and the experiments may or may not be actually
performed, according to the discretion of the student, or the ad-
vice of the instructor. The study of this part should be made by
every student as a preparation for the Report which he is expected
to write on the chemistry of the elements dealt with in the chap-
ter.

General Questions. These questions which appear at the end
of each of the nine chapters are to serve as the basis of the written
report referred to in the preceding paragraph.

Number of Preparations. A certain number of the prepara-
tions will be designated each term as “ required,” which means
that they will be discussed in detail in the class room and that
detailed knowledge of them will be assumed when examination
questions are made out. Besides the required preparations,
students will be able to make a number of others of their own
selection — this selection of course being subject to the instruc-
tor’s approval,



NOTES ON LABORATORY MANIPULATION

These notes are intended to help the student in foreseeing
and in overcoming some of the difficulties that arise in experi-
mental work. They by no means make it unnecessary for him
to exercise ingenuity and originality in planning and carrying out
the details of laboratory work. At the outset these notes should
be read through carefully; then, when in the later work references
to specific notes are made, their general bearing will be better
appreciated.

1. PRECIPITATION; CRYSTALLIZATION

In the majority of chemical processes which are carried out
in the wet way, separations are accomplished by taking advantage
of differences in solubility. If a certain product is extremely
insoluble and is formed almost instantaneously when solutions
containing the requisite components are mixed, the process is called
precipitation and the insoluble substance is called the precipitate.
If the product to be formed is less insoluble, so that it separates
more slowly, or only after evaporating away a part of the solvent,
the process is called crystallization.

In some cases the precipitate, or the crystals, constitute the
desired product; in others, a product which it is necessary to
remove from the solution before the. desired product can be ob-
tained pure. In either case it is necessary to make as complete
a separation as possible of the solid from the liquid. This in-
volves the manipulations described under Notes 2, 3 and 4.

2. POURING

In pouring a liquid from a vessel, either into a filter or into
another vessel, care must be taken not to slop the liquid or to
allow it to run down the outside of the vessel from which it is
poured. To this end touch a stirring rod to the lip of the dish

or beaker (Fig. 1) and allow the liquid to run down the rod.
: 4



FILTERING; COLLECTING PRECIPITATES 5

3. TRANSFERRING PRECIPITATES OR CRYSTALS

If large crystals have separated from a liquid they may be picked
out, or the liquid may be poured off. '

If a precipitate or a crystalline meal has formed it must be
drained in a filter funnel. First pour off the liquid (see Note 2) —
through the filter if necessary, so as to save any floating particles
of the solid — then pour the main part of the damp solid into the
filter. A considerable part. of the solid will adhere to the dish;

Fre. 1 Fie. 2

most of this may be scraped out by means of a spatula, but the
last of it is most easily rinsed into the filter. For rinsing, a jet of
water from the wash bottle (Fig. 2) may be used if the solid is very
insoluble. If the solid is soluble in water, some of the saturated
solution may be poured back into the dish from out of the filter
bottle, and by means of this the last of the solid may be removed
to the filter.

4. FILTERING; COLLECTING PRECIPITATES

(a) A coarse-grained crystal meal can best be collected in a filter
funnel in which a perforated porcelain plate is placed, and the
mother liquor clinging to the crystals can best be removed with
the aid of suction (see next paragraph).
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(b) Filtering with Suction. With a fine-grained crystal meal,
or a precipitate which is not of such a slimy character as to clog
the pores of the filter paper, a suction filter is most advantageously
used. A 5-inch filter funnel should be fitted tightly by means of
a rubber stopper into the neck of a 500-cc. filter bottle (Fig. 3).
Place a 13-inch perforated filter plate in the funnel and on this a
disk of filter paper cut so that its edges will turn up about 3 mm.
on the side of the funnel all the way around. Hold the disk of
dry paper in the right posi-
tion, wet it with a jet from
the wash bottle, draw it
firmly down against the filter
plate by applying the suc-
tion, and press the edges
firmly against the side of the
funnel, so that no free chan-
nel shall remain. In pouring
the liquid, direct it with a
stirring rod (Note 2) on to
the middle of the filter; do
not allow it to run down the
side of the funnel, as this
might turn up the edge of
| the paper and allow some of

Tie. 3 the precipitate to pass by.

After all the solid has been

brought upon the filter it may be freed from a large part of the

adhering liquid by means of the suction, and it may then be purified
by washing with a suitable liquid (see Note 5).

The suction filter is very generally useful for the purpose of
separating a solid product from a liquid. If the liquid runs slowly,
the rate of filtration can be increased by using a larger filter plate
or still better a Blichner funnel and thereby increasing the filtering
area. The student should, however, avoid using the suction
indiscriminately, for in many cases, as explained in paragraph
(), it is a positive disadvantage.

Suctton. The most convenient source of suction is the Rich-
ards water pump, which can be attached directly to the water tap.
If the water is supplied at a pressure of somewhat over one at-
mosphere (34 feet of water), a vacuum of very nearly an atmos-
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phere can be obtained. If the pressure is insufficient, an equally
good vacuum can be obtained by means of the suction of the escap-
ing water. To this end the escape pipe must be prolonged by a
tube sufficiently constricted to prevent the sections of the descend-
ing water column from breaking and thus allowing air to enter
from the bottom.

To keep the suction pump working continuously, however, is
extravagant of water as well as being a nuisance in the laboratory
on account of the unnecessary noise. Consequently this rule is
made and must be observed:

The suction pump must never be kept in operation more than two
minutes at one time.

If suction must be applied for more than that length of time,
the vacuum which is produced inside of the two minutes may be
maintained in the suction bottle by closing the screw cock. (See
Fig. 3.) Thus, if all the joints of the bottle are tight, a slimy
precipitate may be left filtering under suction over night, or even
longer.

Trap. The use of the trap shown in the diagram is always
necessary, as otherwise dirty water may be sucked back acciden-
tally and contaminate the solution in the filter bottle.

(c) Fultering without Suction. A slimy or gelatinous precipitate
can be collected much better without suction. Suction drags the
solid matter so completely into the pores of the filter that in most
cases the liquid nearly ceases to run. A filter funnel and filter
should be chosen large enough to hold the entire precipitate. The
filter paper should be folded twice and then opened out in the form
of a cone and fitted into the funnel. The upper edge of the filter
should come about % inch below the rim of the funnel. It is best
to fit the paper carefully into the funnel, to wet it and press it
up against the glass all around, so that there will be no air
channels.

For slow-running liquids, if a large filter is used, it may be filled
at intervals and left to take care of itself while other work is being
done.

If a considerable weight of liquid is to come on the point of
the filter, this may be reénforced by means of a piece of linen
cloth, which should be placed under the middle of the filter paper
before it is folded, and should then be folded in with it so as to
strengthen the point.
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After the precipitate is collected in the filter and drained, it
should if necessary be washed (see Note 5).

Both filtration and washing take place much more rapidly if the
liquid is hot. Time can also usually be saved if the precipitate is
allowed to settle as completely as possible before commencing to
filter. The clear liquid can then be decanted off, or if necessary
poured rapidly through the filter before the latter becomes clogged
with the main part of the precipitate.

(d) Filtering Corrosive Liguids. Solutions of very strong
oxidizing agents, concentrated solutions of the strong acids and
bases, and concentrated solutions of a few salts of the heavy
metals — notably zinc chloride and ‘stannous chloride — attack
filter paper. Ordinary paper is thus unserviceable for filtration,
but a felt made of asbestos fibers is frequently very useful.
Shredded asbestos, which has been purified by boiling with hydro-
chloric acid and subsequent washing, is suspended in water;
the suspension is poured onto a perforated plate placed in a filter
funnel; and suction is applied whereby the water is removed and
the fibers are drawn together to form a compact felt over the filter
plate. Enough asbestos should be used to make a felt 1 to 3 mm.
thick, and care must be taken to see that it is of uniform thickness
and that no free channels are left through which solid matter
may be drawn. Before it is ready for use a considerable amount
of water should be drawn through the filter, and the loose fibers

“should be rinsed out of the filter bottle. Before pouring the liquid
onto the filter the suction should be started gently, and the liquid
should be directed by means of a stirring rod (Note 2) onto the
middle of the filter. If these precautions are not observed the
felt may become turned up in places, so that the precipitate will
pass through.

A wad of glass wool in the bottom of a glass funnel may some-
times be used to filter corrosive liquids. Another method which
can be used in separating crystals from a corrosive liquid consists
in putting a glass marble into a funnel. The crystals form a mat in
the small space between the marble and the sides of the funnel and
the liquid can be removed by suction.

(e) Cloudy Filtrates.  When a filtrate at first comes through
cloudy, it is usually sufficient to pour the first portion through the
filter a second time. The pores of the filter soon become partially
closed with the precipitate, so that even the finest particles are
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retained. With some very fine-grained precipitates, repeatedly
pouring the filtrate through the same filter will finally give a clear
filtrate.

Special kinds of filter paper are made to retain very fine precipi-
tates, but they allow the liquid to pass much more slowly than
ordinary filters, and their use is not essential in any of the following
preparations.

Particles of colloidal size may be removed by boiling the liquid
with a little bone charcoal and subsequent filtration.

(f) To Keep Liquids Hot during Filtration. When liquids
must be kept hot during a slow filtration, as, for example, when
cooling would cause a separation of crystals that would clog the
filter, it sometimes becomes necessary to surround the funnel with
a jacket which is heated with steam or boiling water. In the
following preparations the use of such a device will not be neces-
sary, although there are several instances where it is necessary to
work quickly to avoid clogging the filter. It helps to keep the
funnel covered with a watch glass.

(g) Cloth Filters. In preparations made on a small scale, paper
filters placed in ordinary filter funnels are invariably used if the
liquid is not too corrosive. On a larger scale or in commercial
practice, cloth is much used for filters, and it can be made in the
shape of bags or it can be stretched over wooden frames. The
cloth or other filtering medium (asbestos, paper pulp, sand, ete.)
has to be chosen in each case with reference to the nature of the
precipitate and the corrosiveness of the liquid.

Many of the preparations in this book, if carried out on a larger
scale than given in the directions, would require the use of such
cloth filters. It is often advantageous to tack one piece of cloth
permanently across a wooden support and on top of this to lay a
second cloth. The precipitate can then be easily removed together
with the unfastened cloth. :

For devices for rapid filtration and filtration in general on a large
scale, a work on industrial chemistry should be consulted.

5. WASHING PRECIPITATES

(a) Washing on the Filter. Precipitates and crystals are washed
to remove the impurities contained in the mother liquor which
clings to them. Pure water is used for washing provided the solid
is not too soluble or is not decomposed (hydrolyzed) by it. Special
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directions will be given when it is necessary to use wash liquids
other than pure water.

First, the solid is allowed to drain as completely as possible,
then the wash liquid is applied, preferably from the jet of a wash
bottle, so as to wet the whole mass and to rinse down the sides of the
filter. If suction is used, suck the solid as dry as possible, then stop
the suction while applying the washing liquid; after the solid is
thoroughly wet, suck out the liquid and repeat the washing.

A little thought will make it clear that the washing is much
more effective if the liquid is removed as completely as possible
each time before applying fresh wash liquid, and that a number of
washings with a small amount of liquid each time is more effective
than fewer washings with much greater quantities of wash liquid.
It is, of course, evident that with each washing the liquid should
penetrate to all parts of the solid material.

(b) Washing by Decantation. A very insoluble precipitate can
be washed most thoroughly and quickly by decantation. The
solid is allowed to settle in a deep vessel and then the clear liquid is
poured (decanted) or siphoned off. Following this the precipitate
is stirred up with fresh water and allowed to settle, and the liquid
is again decanted off. By a sufficient number of repetitions of this

—— process, the precipitate may .be quhed en-

tirely free from any soluble impurity, after

A which it may be transferred to a filter,
) drained, and then dried.

—_— — Most precipitates, even after they have

- - settled as completely as possible in the liquid

from which they were thrown down, are very
bulky, and their apparent volume is very
large as compared with the actual volume
of the solid matter itself. For example, a
precipitate of basic zinc carbonate (Prep. 31),
after it has settled as completely as possible
in a deep jar (Fig. 4), may still occupy a
volume of 400 cc. When this bulky precipi-
tate is dried, however, it shrivels up into a
few small lumps whose total volume is not
Fia. 4 more than 4 or 5 cc.

If a precipitate, which is at first uniformly suspended in a liquid,

is allowed to settle in a tall jar until it occupies but one-fifth of the
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original volume of the mixture (Fig. 4), any soluble substances will
still remain uniformly distributed throughout the whole volume.
If now the upper four-fifths, consisting of the clear solution, is
drawn away, it follows that practically one-fifth of the solution,
containing one-fifth of the soluble impurities, remains with the
precipitate. By stirring up the solid again with pure water, the
soluble impurities become uniformly distributed through the larger
volume, and on letting the precipitate settle and drawing off
four-fifths of the liquid, as before, there will remain with the wet
‘precipitate only 3 X } = 4% of the original soluble matter. After
the third decantation the remaining suspension will contain
{4 X 5 = 145 of the original impurities, and so on.

6. EVAPORATION

(a) When it is necessary to remove a part of the solvent from a
solution, as when a dissolved substance is to be erystallized from it,
the solution is evaporated. In some cases, where the dissolved
substance is volatile or is decomposed by heat, the evaporation
must take place at room temperature, but ordinarily the liquid
may be boiled. The concentration of a solution should always be
carried out in a porecelain dish of such size that at the outset it is
well filled with the liquid. The flame should be applied directly
under the middle of the dish where the liquid is deepest; the part
of the dish against which the flame plays directly should be pro-
tected with wire gauze. Under no circumstances should the flame
be allowed to play up over the sides of the dish: first, because, by
heating the dish where it is only partly cooled by liquid, there is
great danger of breakage; second, because, by heating the sides, the
film of liquid which creeps up is evaporated and the solid deposited
becomes baked hard and in some cases is decomposed. To prevent
the formation of a solid crust around the edges, which even at best
will take place to some extent, the dish should occasionally be tilted
back and forth a little, so that the crust may be dissolved, or
loosened, and washed back into the middle of the dish.

While evaporating a solution over a flame it should be carefully
watched, for if it should be allowed to evaporate to dryness the
dish would probably break and the product be spoiled. If a pre-
cipitate or crystals separate from the liquid and collect in a layer
at the bottom, the dish may break, because where the solid pre-
vents a free circulation of the liquid the dish becomes superheated,
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and then when in any one place the liquid does penetrate, the
sudden cooling causes the porcelain to crack. Usually when a
solid begins to separate from a boiling liquid the evaporation should
be stopped and the liquid left to crystallize. After that the
mother liquor may be evaporated further in a smaller dish.

(b) Evaporating to Dryness. The only circumstances under
which a direct flame may be used to evaporate to dryness are
that the dish shall be held in the hand all the time and the contents
rotated to keep the sides of the dish wet.

Steam Bath. Laboratories are sometimes
equipped with general steam baths, which
are copper or soapstone chests kept filled
with steam, and provided with round open-
ings in the top into which evaporating
dishes may be set.

Each student, however, may set up a
steam bath, as shown in Fig. 5, at his own
desk. After the water in the beaker
reaches the boiling point a very small
flame is all that should be used, because
the steam that escapes around the sides of
the dish is wasted; only as much as will
condense on the bottom of the dish is

e offective.  'With such a steam bath there
Vs —\ is no danger of spattering or of decom-
Fre. 5. Steam Bath for posing the solid product while evaporating

Evaporating to Dry- , gilution to dryness.

ness.  Note 6 (6) Hot Plate. A large, thick iron plate
kept hot with a burner or with steam coils is useful for drying
certain damp preparations.

7. DISSOLVING SOLID SUBSTANCES

The process of dissolving solid substances is hastened, first
by powdering the substance as finely as possible, and second by
raising the temperature. The solid and solvent should be heated
together in a porcelain dish (not in a beaker), and care should be
taken to keep the mixture well stirred, for if the solid should settle
in a layer on the bottom, that part of the dish would become
superheated and would be likely to break (see last paragraph in
Note 6 (a)).
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The finer particles of the solid dissolve first; as the solution
becomes more concentrated the rate of solution grows slower, and
it takes a very long time to dissolve the remaining coarser par-
ticles. Hence when a limited amount of solvent or reagent
is used, as for example when copper is to be dissolved in a minimum
amount of nitrie acid, it is best to hold in reserve perhaps one-tenth
of the reagent; when the nine-tenths are almost exhausted and the
reaction with the coarser particles has almost stopped, pour off the
solution already obtained, and treat the small residue with the
fresh acid held in reserve.

8. CRYSTALLIZATION

(a) A great number of pure substances are capable of assuming
the crystalline condition when in the solid form. Crystals are
bounded by plane surfaces, which make definite and characteristic
angles with each other and with the so-called axes of the crystals.

The external form of a crystal reflects in some manner the shape
or structure of the individual molecules of the substance, for the
crystal must be regarded as being built up by the deposition of
layer on layer of molecules, all of which are placed in the same
definite spatial relation to the neighboring molecules.

When a substance takes on the solid form very rapidly (as when
melted glass or wax cools) its molecules do not have an opportunity
to arrange themselves in a regular order, and consequently the
solid body is amorphous. The axes of the individual molecules
point in every direction without regularity, and caonsequently the
solid body possesses no crystalline axes or planes.

It is evident from the above that the essential condition favor-
ing the formation of perfect crystals is that the solid shall be built
up very slowly. This is the only general rule which can be given
in regard to the formation of perfect crystals.

The excellence of a chemical preparation is judged largely
from its appearance. The more uniform and perfect the crystals,
the better appearance the preparation presents.

In the following preparations sometimes a pure melted sub-
stance is allowed to crystallize by simply cooling; the cooling
should then take place slowly. More often crystals are formed
by the separation of a dissolved substance from a saturated solu-
tion. Perfect crystals can best be obtained in this case by keep-
ing the solution at a constant temperature and allowing it to
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evaporate very slowly. This is easily accomplished in industrial
works where large vats of solution can be kept at a uniform tem-
perature with steam coils and allowed to evaporate day and night.
On the laboratory scale it is almost impossible, first on account
of variations in temperature, and next on account of dust which
inevitably falls into an uncovered dish.

The majority of substances are more soluble at higher temper-
atures than at lower. If a solution just saturated at a high
temperature is allowed to cool very slowly, it is possible for the
solid to separate so slowly as to build up perfect crystals. This is
an expedient that can be adopted to advantage in several of the
preparations. In many cases, however, when a saturated solution
cools it becomes supersaturated, sometimes to a high degree. Then
when crystallization is once induced it occurs with such rapidity
that a mass of minute crystals, instead of a few large, perfect ones,
is produced. To avoid this supersaturation a few seed crystals
(1.e., very small crystals of the kind desired) may be placed in the
solution before it has cooled quite to the saturation point. These
form nuclei on which large crystals can be built up, and when they
are present it is impossible for the solution to remain super-
saturated.

In carrying out the following preparations the principles just
stated should be kept carefully in mind; but in many instances
specific suggestions will be given as to the easiest method for ob-
taining good crystals of any particular substance.

Large crystals, it is true, present a pleasing appearance, but
oftentimes they contain a considerable quantity of the mother
liquor inclosed between their crystal layers. Hence if purity of
product is the sole requisite, it is often more desirable to obtain
a meal of very fine crystals. Such a meal is obtained by crystal-
lizing rapidly and stirring while crystallizing. Some substances
are so difficult to obtain in large crystals that it is more satisfactory
to try only to obtain a uniform crystal meal.

(b) Purification by Recrystallization. When a given substance
crystallizes from a solution, it generally separates in a pure con-
dition irrespective of any other dissolved substances the solution
may contain. Thus a substance can be obtained in an approxi-
mate state of purity by a single crystallization. Portions of the
mother liquor (containing dissolved impurities) are, however,
usually entrapped between the layers of the single crystals, not to
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mention the liquid which adheres to the crystal surfaces. By
dissolving the crystals, the small amount of impurity likewise
passes into the solution, but only a small fraction of this impurity
is later entrapped by the crystals when they separate from this
mother liquor. By several recrystallizations, then, a substance
can be obtained in a very high state of purity.

9. DRYING

(a) A preparation that is not affected by the atmosphere can
be dried by being spread in a thin layer, allowing the liquid adher-
ing to the grains or crystals to evaporate. Paper towels are
extremely useful in drying preparations because a great deal of the
moisture is absorbed into the pores. When a corrosive liquid, for
example nitric acid, clings to the product, the latter is best spread
on an unglazed earthenware dish, which absorbs the liquid without
being attacked by it. During the drying the material should
occasionally be turned over with a spatula.

If the material is not decomposed by heat it can be dried much
more rapidly in a warm place, as on a steam-heated iron plate
(steam table); but a product containing water of crystallization
should never be dried at an elevated temperature. During the drying
the preparation must, of course, be carefully protected from
dust.

(b) Efflorescent crystals and crystals which absorb carbon di-
ozxide should be quickly pressed between paper towels until as
much as possible of the liquid is soaked up, and then they should
be wrapped in a tight package in several layers of fresh paper
towels and left in the cupboard for not more than 24 hours. The
liquid is drawn by capillarity into the paper and evaporates from
the outer surface, but the paper so impedes the circulation of air
that water vapor does not escape, and the crystals will not effloresce
unless left for more than a day. With preparations that react
with carbon dioxide (such as barium hydroxide) the solution which
soaks into the paper retains all the carbon dioxide which might
otherwise contaminate the product.

(¢) Substances which decompose on standing exposed to the air
may be quickly dried if they are first rinsed with alcohol, or with
alcohol and then ether. Rinsing with alcohol removes nearly all
the adhering water, and a further rinsing with ether removes
the alcohol. Alcohol evaporates more rapidly than water, but
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ether evaporates so rapidly that a preparation wet with it may be
dried by a very few minutes’ exposure to the air.

Alcohol and ether are both expensive and should be used spar-
ingly. They can be used most effectively as follows: After all
the water possible has been drained from the preparation, transfer
the latter to an evaporating dish and pour over it enough alcohol
to moisten it thoroughly; stir it with a spatula until the alcohol
has penetrated to every space between the crystal grains, then
pour off, or drain off, the alcohol and treat the preparation in like
manner with another portion of fresh alecohol. After that wash
it once or twice with ether in exactly the same way. If the
preparation is washed on the filter, drain off the water as thor-
oughly as possible, stop the suction, add just enough alcohol to
moisten the whole mass, and after letting it stand a few moments
drain off the liquid completely. Apply a second portion of alcohol
and portions of ether in the same manner.

10. PULVERIZING

In chemical reactions in which solid substances are involved the
action is limited to the surface of the solid, and for this reason it is
evident that it must be much slower than reactions which take
place between dissolved substances; it is also evident that, the
more finely powdered a solid substance, the greater is its surface,
and therefore the more rapidly it will react.

For grinding any quantity of a substance a large porcelain
mortar (say 8 inches in diameter) with a heavy pestle is preferable
to the small mortars usually supplied in the desks. One or more
such mortars is placed in the laboratory for general use.

If a hard substance can be obtained only in large pieces, it should
first be broken with a hammer, then crushed into small particles
in an iron or steel mortar, after which it should be ground in the
porcelain mortar. In the final grinding it is often advisable to sift
the fairly fine from the coarser particles, then to finish grinding
the former by itself and to crush and grind the coarser particles
apart.

11. NEUTRALIZING

Various indicators are used to determine whether a solution is
acidic or basic. For example, litmus is red in the presence of acid,
blue in the presence of a base, and of an intermediate purple tint
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in pure water or a neutral salt solution. When a solution which
is acid must be rendered exactly neutral, base is added until the
solution gives the neutral tint to litmus. If the contamination
will do no harm, a drop or two of the litmus solution is added
directly to the liquid; otherwise, a drop of the liquid must be with-
drawn on a stirring rod and touched to a piece of litmus paper.

It is a tedious operation exactly to neutralize a solution in this
way, but the process is greatly facilitated if a fraction of the liquid
to be neutralized is held in reserve in another vessel. The reagent
may be added rather freely to the main portion until the neutral
point. is not only reached but overstepped. Then a part of the
reserve._ may be added and the reagent again added, but more
cautiously this time, and so on until the whole solution is exactly
neutralized.

The procedure outlined in the last paragraph is a general one
to follow whenever adding a reagent which must be used in exactly
the right amount and not in excess: always hold a fraction of the
original material in reserve before adding the reagent to the main
portion.

12. DRY REACTIONS; FURNACES

Dry solid substances do not react appreciably with each other
at ordinary temperature. Reactions are made possible in two
ways: first, the wet way, in which the substances are dissolved and
thus brought into most intimate contact. In many cases solution
also produces ionization, which, as is known, greatly increases
chemical activity.

Reactions in the dry way are rendered possible by heat. Heat
alone increases the rapidity of a chemical reaction, it being a gen-
eral law that the speed is increased from two to three times for
every increase of 10°C. in temperature. If one or more of the
reacting substances are melted by the heat, the same sort of inti-
mate contact is brought about as in solutions. Fusion is like-
wise a means of producing electrolytic dissociation, and on this
account also it increases chemical activity.

In some of the furnace reactions in which none of the substances
are melted, as, for example, in the reduction of strontium sul-
phate to strontium sulphide by means of charcoal (see Prepa-
ration 20), the process probably takes place by virtue of a cer-
tain amount of gas which is continuously regenerated. A little
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of the hot charcoal is oxidized to carbon monoxide, which then
reduces some of the strontium sulphate, it being itself changed
to carbon dioxide thereby; the latter gas comes in contact with
incandescent charcoal, and carbon monoxide is again produced.

Reactions in the dry way are usually carried out in crucibles
of iron, clay, or graphite, according to which one is least attacked
by the reagents. For rather moderate temperatures the crucible
may be heated over a flame; otherwise the requisite temperature

_ can be obtained in a furnace.

N The form of furnace to be rec-

= \j I ommended for this work is repre-

sented in Fig. 6. It consists of a

cylinder of fire clay, 7 inches high

and 7% inches in external diameter,

which is surrounded by a sheet-

iron casing. It is heated, as

shown, by a blast lamp intro-

duced through an opening in the

Fic. 6 lower part of one side. If a suit-

able air blast is not available, a

gasoline blow torch (such as is commonly used by plumbers) is
serviceable.

When such a furnace as that described is heated as hot as possible
with a well-regulated mixture of gas and air, a temperature of
about 1,450°C. can be obtained. For carrying out ordinary chem-
ical preparation work an accurate enough measure of the tem-
perature is given by the color of the glowing interior of the furnace,
and the approximate centigrade values corresponding to different
colors are as follows:

GAS

AR

Incipient red heat.......................... 550°
Dullredheat.................. ... iin 650°
Redheat.......... ... oot 800°
Bright red heat........ ... ... o 1,000°
Yellowheat...............ccoiiiiiiae .. 1,200°
Whiteheat. . ....... ... ... ... .. .. 1,350°

13. GAS GENERATORS

(a) Carbon Dioxide, Hydrogen, and Hydrogen Sulphide. The
simplest form of generator for these gases in shown in Fig. 7.
The solid material, cracked marble for carbon dioxide, feathered
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zine for hydrogen, and ferrous sulphide for hydrogen sulphide, is

G

placed in the 300-ce. thick-walled genera-
tor bottle. The tubes are fitted as shown,
and in the drying tube is placed a plug
of cotton wool to strain the acid spray
out of the gas, or if the gas is to be dried,
granulated calcium chloride held in place
with a plug of cotton wool on either side.
Enough water is poured in through the
thistle tube to cover its lower end and
then about 5 cc. of 6 N HCl. The gas
begins to generate rather slowly, but if
one is impatient and adds more acid at
once the action will soon become so vio-
lent as to drive foam out through the
delivery tube. After a few minutes add
more acid, 1 cc. at a time, in order to keep
up the evolution of gas at the desired rate.

)

Vgaé

b
i

Fia. 7

() Ozxygen and Acetylene.

F1a. 8
let a single drop of water fall on the material. Note the effect,

The apparatus shown in Fig. 8 is
more suited for generating these
gases, which are produced by allow-
ing water to drip respectively on
sodium peroxide and calcium car-
bide. Remove the fittings from the
flask and place in it the required
amount of dry material. The sodi-
um peroxide to be used comes under
the trade name of “ Oxone ”’; it has
been fused and then cracked into
good-sized lumps which are so hard
that they do not react with too
much violence with water. With
the fittings still removed from the
flask, fill the thistle tube with water,
open the pinch cock and allow the
vertical tube to become completely
filled, then close the pinch cock.
Replace the fittings in the flask.
Open the pinch cock cautiously to
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and thereafter let the water in, a single drop at a time, to obtain
the desired flow of gas.

(¢) Automatic Gas Generator for Carbon Dioxide, Hydrogen and
Hydrogen Sulphide. The apparatus shown in Fig. 9 is based on
the principle of the familiar Kipp generator, and it is especially
applicable if a solution is to be saturated with the gas in question,
as, for example, when an ammoniacal solution of common salt
is to be saturated with carbon dioxide in the preparation of
sodium bicarbonate by the Solvay process.
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Assemble the apparatus as shown in the diagram. The stem
of the generator tube E should reach flush with the bottom of the
stopper but not below. The delivery tube C should reach nearly
to the bottom of the generator bottle D. Place the requisite
amount of calcium carbonate (or zinc, or ferrous sulphide) in the
generator tube. Then insert a loose plug of glass wool F about
1} inches long so that it will stand about midway between the
top of the solid material and the stopper in the mouth of the tube,
and act as a gas filter (to remove acid spray). Pour the requisite
amount of acid into the reservoir A; clamp the reservoir at just
the same height as the generator tube, and pour in water cautiously



WEIGHING 21

until the acid rises and barely touches the solid in the generator
tube. The generation of gas will now begin and proceed auto-
matically as fast as the gas is allowed to flow from the delivery
tube H.

Place the solution to be saturated with the gas in the flask G,
insert the stopper and delivery tube, but let the stopper remain
loose until the air is entirely expelled. Then make the stopper
tight; the gas will pass in as rapidly as it can be absorbed by the
solution. Shaking the receiving flask will greatly increase the
rapidity of absorption, but this should be done with a good deal
of caution at first, because if the undiluted acid is drawn too sud-
denly up in the tube E, the violence of the reaction may either blow
out the stoppers or drive foam through the glass wool filter F and
into the delivery tube H. After the solution is partly saturated
the flask may be shaken continuously and the reservoir A raised
to a higher level.

14, WEIGHING
Two types of balances are available for weighing:

1. Rough Balances or Platform Scales. These are to be used
for weighing out materials approximately for preparations and
qualitative experiments and for weighing heavy objects of more
than 100 grams.

2. Analytical balances, which will weigh accurately to a centi-
gram. These balances are enclosed in glass cases. They are not
as sensitive as the best analytical balances, which weigh to one-
tenth of a milligram, but they are sufficiently accurate to do some
kinds of work extremely well and are so sensitive that they require
careful and intelligent handling. Hence before using one of these
balances apply to an instructor for tndividual tnstruction as to its
mantpulation. The balances must not be used until permission
1s obtained. The following general rules must always be ob-
served:

1. Noload of more than 100 grams should be put on the sensitive
balances. No object heavier than this will need to be weighed
with a greater precision than can be obtained on the platform
scales.

2. The material to be weighed, unless it is in a single, clean,
dry piece, should never be placed directly on the scale pan.
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Usually powdered solids are weighed in a small vial or on a piece
of paper. The object to be weighed should be placed on the left-
hand pan, the weights on the right.

3. To be accurate the weights must be kept clean. Never
touch them with the hands, but use the forceps.

4. When altering the load or weights, the scale pans must rest on
the floor of the balance case. Never leave the lever raised ex-
cept in taking the final swing after the weights are adjusted.
During the swing the balance door must be closed, and before it
is opened the pans must again be lowered.

5. The same balance and set of weights must be used through-
out any one experiment in order that possible errors in the weights
or balances may cancel in the successive weighings.



CHAPTER 1
THE QUANTITATIVE ASPECTS OF CHEMISTRY

So many things happen when substances undergo a chemical
change that it is no wonder the student is astonished and even
bewildered by his observations. He soon learns that there is an
entire change in physical properties of the reacting substances and
finds that this phenomenon is usually the easiest to observe.
Also he is able to discover the transformations of energy which
always accompany a chemical change, although this is usually
confined to observations of the evolution of heat.

He learns, usually from the text book, that no mass is lost or
gained during a chemical change and that the total weight of the
substances before and after is the same. This rule is known
as the law of the conservation of matter, and it is more difficult
for the student to convince himself of the truth of this character-
istic of chemical change by direct observation because the ex-
periments must be quantitative and require apparatus for meas-
uring and weighing.

When hydrogen combines with oxygen to form water it is easily
observed that a great deal of heat is given off, also that a liquid
substance is formed and that the gases taken decrease in volume
and in fact entirely disappear when exactly the right mixture is
used. When measuring tubes are used it is observed that, when
2 volumes of hydrogen and 1 volume of oxygen are mixed, the
gases entirely disappear after the reaction has taken place.
When more than 2 volumes of hydrogen are taken to 1 of oxygen,
the excess of hydrogen over the 2 volumes is found to remain
unaffected; and likewise when more than 1 volume of oxygen is
taken to 2 volumes of hydrogen, the excess of oxygen over the
1 volume is found to remain unchanged after the reaction. How-
ever, to determine that 1.008 parts by weight of hydrogen com-
bine with exactly 8.00 parts by weight of oxygen requires elabo-
rate apparatus and very painstaking measurements. This pro-
portion, 1.008 :8.00, is known as the combining ratio. Similar

exact ratios exist in all chemical changes. When oxygen and zine
23
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combine to form zine oxide the ratio is found to be 1.00 of oxygen
to 4.09 of zine. No matter how much zine or oxygen is used, the
amount of the one or the other in excess of this ratio will be left
over after combination has taken place.

Some substances do not combine with each other but each may
combine with a third. Under such conditions a ratio may be
calculated between the two substances that did not combine.
Fluorine will not combine directly with oxygen, but each of these
elements will combine with hydrogen. In hydrofluoric acid the
ratio by weight is 1.008 of hydrogen to 19.00 of fluorine. In
water the ratio by weight is 1.008 of hydrogen to 8.00 of oxygen.
The combining ratio of oxygen to fluorine might be expected to be
8:19 or 1:2.375.

1. DETERMINATION OF THE CoOMBINING RATIO OF ZINC
AND OXYGEN

Zinc and zinc oxide are both substances the weights of which
can be determined accurately, so that the quantity of oxygen which
is combined in the oxide can be found by difference. To convert
quantitatively a definite amount of zinc into the oxide by means
of direct combination with oxygen would be a difficult operation;
but the same result is accomplished indirectly by first treating
the metal with nitric acid to obtain the nitrate and then decom-
posing the zinc nitrate by heat, which leaves a residue of zine
oxide.

Materials: zinc, chemically pure, about 20 mesh..
nitric acid, 6 N.
Apparatus: 4-inch porcelain dish.
5-inch watch glass.
600-cc. beaker.
Bunsen burner.
triangle, nichrome wire.
iron ring and ring stand.

Copy the following form on the left-hand page of your-note
book for recording data:

Weight of evaporating dish + zine............ -___ grams
Weight of empty evaporatingdish. ........... - .. grams

Weight of zine......... ... ... o it evs  _e_- grams
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Weight of evaporating dish + zinc oxide

after first heating............ -=-- grams

second heating. ......... -~ grams

third heating........... -e-_ grams
final weight. . ........... ... ... ... ... —-w- grams
Weight of evaporating dish + zine............ —___ grams
Weightofoxygen. .. ..., - ___ grams

Procedure: Weigh accurately a 4-inch porcelain evaporating
dish. Place in it about 1 gram of pure zinc, and again weigh ac-
curately. Add 5 cc. of water, and cover the dish with a 5-inch
watch glass. Add 5 ce. of dilute nitric acid (6 N). Note the
nature of the reaction which takes place and the color of the gas
which is evolved. If the reaction stops completely before the
zince has entirely dissolved add 3 cc. more of dilute acid. When
solution is complete remove the watch glass and, with a jet of
water from the wash bottle, rinse the drops of liquid clinging from
the under side into the dish. Place the solution on a water bath
(beaker of boiling water), and leave it to evaporate (with the
watch glass removed) as much as possible. When only a small
amount of sirupy liquid (melted zinc nitrate) is left, take the dish
to the hood, support it on a wire triangle, and heat carefully with
a very small flame, holding the burner in the hand. If the liquid
starts to boil, remove the flame at once, because every tiny drop
that spatters out of the dish means a loss of material. Heat until
the mass thickens and red fumes escape, and finally, after the mass
becomes perfectly dry, heat quite strongly for a few minutes.
Cool and weigh. Again heat quite strongly and weigh. The
weight ought not to have decreased, but if it has, the heating must
be continued until the weight becomes constant.

Calculation. From the weight of the zinec and the zinc oxide
find the combining ratio of oxygen and zinc.

2. WeigHT OF A LITER OF OXYGEN

Oxygen is generated by heating potassium chlorate, and its
weight is determined by the loss in weight of that material.
Since the gas is collected over water, under the conditions of
temperature and pressure prevailing in the laboratory, the volume
must be corrected to standard conditions by means of the formula
on page 44.
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Materials: potassium chlorate, dry, powdered.

Apparatus: wash bottle (see p. 5).
6-inch Pyrex test tube with 1-hole rubber stopper.
600-cc. beaker.
pineh cock.
2.5-inch funnel.
iron ring and ring stand.
Bunsen burner.
burette clamp.
2 feet of rubber tubing.

Data Form:
(a) Weight of test tube + potassium chlorate.. __.____ grams
(b) Weight of empty testtube. . ............. ______ grams
(¢) Weight of potassium chlorate. ............ ______ grams
(d) Weight of test tube and contents after heat-
0T grams
(¢) Weight of oxygen............. .. ...... ___.__ grams
(f) Weight of beaker + water............... ______ grams
(9) Weight of beakerempty................ ______ grams
(h) Weight of water....................... R grams
(#) Temperature...............oovivveuenn oo °
(7) Barometric pressure. ................... oo ___ mm.
(k) Vapor pressure (p. 353) ............. ... ______ mm.

Procedure: Set up the apparatus as shown in Fig. 10. Clamp
the wash bottle in an inverted position. Attach a 2-foot piece of
rubber tube to the mouth piece of the wash bottle. Slip a pinch
cock over the tube, and insert a small funnel in the open end.
Raise the funnel to the position shown by the dotted lines in
Fig. 10. Pour water through the funnel, and fill the wash bottle
nearly to the top of the vertical tube. Close the pinch cock,
and replace the funnel with the capillary tip from the wash bottle.
Connect the other tube of the wash bottle to the Pyrex test tube
by means of an elbow tube and rubber connection. Open the
pinch cock and allow water to run out of the wash bottle into
the beaker. If the apparatus is tight the flow of water will stop
completely after a moment. Close the pinch cock, remove the
Pyrex test tube, dry it, and weigh it accurately. Place in it
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about 2 grams of dry powdered potassium chlorate and again
weigh it accurately. (The potassium chlorate must be finely powd-
ered and thoroughly dried. Use the material which has been
especially prepared for this experiment. It will be found in the
balance room.) Connect the tube to the apparatus. Dip the
capillary jet in a beaker of water, and raise the beaker until the
surface of the water is at the same level in the beaker and in
the flask. Open the cock until water has run in or out to equalize
the pressure. Then close the cock. In this way the air in the
apparatus at the start is at atmospheric pressure. At the end it
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must be brought to the same pressure, so that the two volumes
are directly comparable. Nofe: It is important that the flexible
rubber tube be filled completely with water; otherwise, when the
levels are equalized, there will be a column of air in one part and
a column of water in another part of the tube and the pressure on
the gas in the flask will not be the same as that of the atmosphere
on the water in the beaker. Empty the beaker and weigh it on
the platform balance (do not use the analytical balance) without
drying it. Hold the jet pointing into the beaker so that the
water may be seen dripping into it, and thus the rate of the pro-
duction of gas regulated. Open the pinch cock and commence
heating the potassium chlorate, so that a steady, but not a rapid,
stream of water runs from the jet. Heat slowly to avoid exces-
sive pressure and to prevent the entrainment of finely divided
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solid salt in the gas stream issuing from the tube. If for any
reason the heating is interrupted during the process, submerge
the jet beneath the liquid, so that water, not air, will be sucked
back into the tube and flask. When about 400 cc. of water have
been forced over, submerge the jet and allow the ignition tube to
cool to room temperature. Raise the beaker to equalize the water
levels, and close the cock. Record the temperature of the lab-
oratory and the barometer reading. Weigh the water in the
beaker on the platform balance, which gives the actual volume of
the oxygen evolved. Calculate its volume under standard con-
ditions. Weigh the tube again, and the loss gives the weight of
oxygen.

Calculation. From your data calculate the weight of 1 liter of
oxygen under standard conditions.

3. DETERMINATION OF THE VOLUME oF HYDROGEN DISPLACED
BY ZINC

When hydrochloric acid reacts with zinc a definite volume of
hydrogen is displaced by a given weight of metal. The weight
of zinc dissolved can be accurately determined, and when the
volume of hydrogen liberated is corrected to standard conditions
the ratio between the two is obtained.

Materials: zinc metal, rod 2.5 em. by 0.6 cm.
hydrochloric acid, 6 V.

Apparatus: 4-inch drying tube and 1-hole rubber stopper.
300-cc. flask.
2.5-inch funnel.
water trough.
iron ring and ring stand.
burette clamp.
wire triangle.
pinch cock.
two 18-inch pieces of rubber tubing.
copper wire. :

Data Form:
Weight of zinc before reaction «.eeuv.uvn . ool grams
Weight of zinc after reaction ..... e ool grams

Weight of zinc consumed in the reaction ....... __.____ grams
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Weight of flask and water ................... occcao. grams
Weight of empty flask ............. ... ... ... .. - grams
Weight of water ........... ... .. ... ciivivs oo grams
Barometric pressure . . ......... .. i iin. e mm.
Temperature ... ........oiuieiiineinnirians  mmmmmn °
Vapor pressure (p.353) . .. ..o iiii i e - mm.

Arrange the apparatus as shown in Fig. 11. Clamp a drying
tube in a vertical position with its larger end down. Fit this end
with a stopper through which passes a short glass tube. Connect
the latter by means of 18 inches of rubber tube, provided with a
pinch cock, with a funnel supported upright in a considerably
higher position than the drying tube. From the other end of the
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drying tube lead an 18-inch rubber tube to a trough. This tube
should have a right angle, 3-inch glass tube, attached to its end.
Inside the drying tube is to be placed the zinc. Obtain a rod of it
about 2.5 cm. long and 0.6 cm. in diameter. Clean and dry it, and
weigh it accurately. A short piece of twisted copper wire supports
the zinc in the tube. Pour water into the funnel until the whole ap-
paratus is filled, and close the pinch cock. When everything is
ready invert a 300-cc. flask completely filled with water, over the
end of the glass tube in the trough. Pour dilute hydrochloric acid
(6 N) into the funnel and allow it to pass the pinch cock until
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hydrogen is evolved from the metal. The cone of the funnel
should always be kept well filled with liquid, and care must be
taken that no bubble of air is sucked into the stem. Collect the
hydrogen in the flask, and when the gas has forced the level of
the liquid nearly into the neck begin to wash the acid out of the
apparatus by pouring water into the funnel. Have the acid com-
pletely removed, and thus the evolution of hydrogen stopped by
the time the water level stands at about the middle of the neck.
Equalize the level inside and outside the neck of the flask, and
while in this position mark the level by means of a rubber band.
Record temperature and barometric pressure. Determine on the
platform scales the weight of water required to fill the volume
occupied by the hydrogen. Dry the zine carefully on a piece of
filter paper, and weigh it accurately on the sensitive balances.

Calculation. (1) Calculate the volume of hydrogen under stand-
ard conditions equivalent to 1 gram of zinc. (2) From the com-
bining ratio of zinc and oxygen (Experiment 1), find the volume
of hydrogen equivalent to 1 gram of oxygen. (3) From the weight
of 1 liter of oxygen (Experiment 2), find the volume of hydrogen
equivalent to 1 liter of oxygen. Note that the calculation of the
ratios (2) and (3) is based on an assumption, namely, that the
quantity of hydrogen displaced by a given weight of zinc would
combine with the same weight of oxygen that would combine with
the given weight of zine.

4. Tue CoMBINING RATIO 0F HYDROGEN AND
OXYGEN IN WATER

It is only with great care and refined apparatus that volumes of
gases can be successfully weighed. It not being feasible to weigh
hydrogen and oxygen as such in this experiment, the oxygen will
be obtained from solid copper oxide, the loss of weight of which can
be determined. If an excess of dry hydrogen is led over the copper
oxide, the excess that does not combine with the oxygen to form
water will pass on unchanged. By collecting all the water in
some material which absorbs it, its weight may be found. The
amount of the hydrogen combined is then given by the differ-
ence between the weight of the water and that of the oxygen.

Hydrogen gas generated from zine and hydrochloric acid is
passed through a tube containing calcium chloride to remove any
water vapor, then over heated copper oxide, with the oxygen of
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which it combines, and then through another calcium chloride
tube to absorb the water vapor formed.

Materials: copper oxide, fine wire form.
feathered zine.
anhydrous calcium chloride.
6 N hydrochloric acid.

Apparatus: Pyrex combustion tube, 10 inch.
two 4-inch side arm U-tubes.
porcelain boat.
8-ounce common bottle.
thistle tube.
rubber stoppers.

Bunsen burner.
two 4-inch iron rings.
2 ring stands.

cotton.

Data Form:

Weight of boat + copper oxide before reaction. ______ grams
Weight of boat + copper after reaction...... ______ grams
Weight of oxygen ............... ... ... .. ______ grams
Weight of U-tube afterreaction .............. ______ grams
Weight of U-tube before reaction ............. ______ grams
Weight of waterformed .................... _____. grams

Procedure: While setting up the apparatus as shown in Fig. 12
heat 5 or 6 grams of copper oxide to redness in a porcelain boat
so as to drive off any water it may contain. Place about 30 grams
of feathered zinc in an 8-ounce bottle. Through a tight-fitting,
two-hole rubber stopper pass a thistle tube reaching to the bottom
and an elbow tube just entering the top of the bottle. Fill each
of the U-tubes with granular calcium chloride to within 2 em. of
the side arms, and insert a loose plug of cotton on top of the
calcium chloride on each side. Attach one of the U-tubes to the
generator tube on one side and the combustion tube on the other.
The latter should slope downward at an angle of 5° to 10°.
The other end of the combustion tube is attached to the second
drying tube. The two ends of the glass tubes should touch under
the short rubber connector. The second calcium chloride tube
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should be prepared with especial care and be weighed accurately
just before starting the operation. Prolong its open arm with an
elbow tube whose one end, drawn out to a capillary, is turned
upward. Test the tightness of the apparatus: This may be done
by adding enough water to the generating bottle to seal the end

of the thistle tube, then holding a finger on the exit tube of the
apparatus and pouring more water into the thistle tube. If the
top of the column of water in the thistle tube maintains its level
the apparatus is tight. Pour a few cubic centimeters of 6 N
hydrochloric acid through the thistle tube, let hydrogen generate
slowly, and fill the apparatus while preparing the rest of the
material.

After it has cooled, accurately weigh the porcelain boat filled
with the copper oxide. Place the boat carefully, without spilling
any of the copper oxide, in the middle of the combustion tube.
Add a little more acid to the generator, and wait until the ap-
paratus is completely filled with hydrogen before proceeding fur-
ther. Never bring a flame near the apparatus until the purity of
the hydrogen escaping has been proved. Test the hydrogen by
holding a short test tube over the jet and carrying the tube, mouth
downward, to a distant flame. If the gas does not explode, but
burns quietly, quickly convey the tube, still with mouth down-
ward, to the jet. If the hydrogen still burning in the tube ignites
the jet, it is then safe to proceed with the experiment. The gas
at the jet should be left burning. Increase the evolution of hydro-
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gen a little, being careful in adding acid to pour it in a thin stream
down the side of the tube so as not to drag with it bubbles of air,
as this would introduce oxygen, which would be burned to water
in the combustion tube. Let the hydrogen generate 3 minutes
longer to sweep any last traces of oxygen from the apparatus,
and then begin heating the copper oxide rather gently, using the
wing-top burner. Before the experiment is ended any con-
densed water must be completely driven over into the calcium
chloride tube by playing the flame gently over the parts of the
tube where moisture is seen. When the tube has cooled to room
temperature, disconnect the hydrogen generator from the drying
tube and blow slowly enough air (from the lungs) through the
apparatus to displace all the hydrogen. Weigh the boat to find
the loss, and the calcium chloride tube to find the increase in weight.

Calculation. Calculate the combining ratio of hydrogen and
oxygen, that is, how many parts by weight of oxygen combine
with 1 part of hydrogen.

From this ratio and the volume ratio calculated in Experiment
3, find the weight of 1 liter of hydrogen. This involves the
assumption that the quantity of hydrogen displaced by that
weight of zinc which combines with a given amount of oxygen is
the same as would combine directly with that amount of oxygen.
By comparing the result obtained with the known weight of a
liter of hydrogen (=0.090 gram) decide whether this assumption is
correct.

5. DETERMINATION OF THE APPROXIMATE MOLECULAR WEIGHT
OF A VorATILE Liquip BY Dumas’ METHOD

According to Avogadro’s principle, the volume occupied by the
gram molecular weights of all gases, under standard conditions,
is the same. Determinations made with a large number of gases
have shown that this volume is 22.4 liters. For example, 2.016
grams of hydrogen, or 32 grams of oxygen, or 71 grams of chlorine
occupy a volume of 22.4 liters at 0° and 760 mm. pressure. If a
new gas is discovered, its molecular weight can be determined by
finding the weight that occupies a volume of 22.4 liters under
standard conditions.

This method can be applied also to substances which are liquid
or solid at 0° and 760 mm. pressure, provided they can be vapor-
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ized, without decomposition, at a temperature which will permit
the accurate measurement of the volume occupied by a given
weight of substance. If the pressure and temperature of the
determination are also known, this volume can be reduced to stand-
ard conditions, and the weight, which would be required to fill
224 liters under standard conditions, calculated. This weight
in grams is the molecular weight.

In the following experiment we shall use carbon tetrachloride
as the “ unknown ”’ substance, the molecular weight of which is
to be found.

Materials: pure carbon tetrachloride, 12 ce.

Apparatus: Dumas bulb (250-cc. bulb with neck drawn to a
capillary).
600-cc. beaker.
250° thermometer.
2 Bunsen burners.
burette clamp. ,
wire holder and cover.
unglazed porcelain chips.
4-inch iron ring and ring stand.
cork stopper, split.

Data Form.:
Weight of the open Dumas bulb filled with

AL (@) . et e et cmmmaa grams
Weight of the sealed Dumas bulb filled with

CClivapor (B) .. ovivi e oo grams
Weight of the Dumas bulb filled with water (¢).. ___.__ grams
Barometricpressure ............. ... . 000t amam-a mm.

Temperature of the boiling waterbath ........ _._..__
Room temperature ................ ... 0000 oo

Procedure: Weigh accurately a clean, dry Dumas bulb. Intro-
duce into it about 12 cc. of carbon tetrachloride by warming the
bulb and allowing it to cool with the tip dipping into the liquid.
Heat about 300 cc. of water to approximately 50° in a 600-cc.
beaker. Drop a few pieces of porous tile into the beaker, so that
the water will boil without ‘ bumping.” Immerse the bulb in the
water, and hold it in this position by putting the wire holder around
the neck of the bulb. Cover the beaker, and clamp the upper end
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of the wire holder to a ring stand. A split cork stopper will hold
the wire in the jaws of the clamp. The bottom of the bulb should
be about 1 ecm. from the bottom of the beaker. Carry the apparatus

|| [} lﬁl %/_’Split Cork.

to the hood, and heat the water
with a low flame until it reaches
the boiling point. Maintain the
bath at this temperature until
the carbon tetrachloride has en-
tirely vaporized, and the excess
vapor has escaped through the
opentip. After alighted match
is no longer extinguished at the
tip, wait two minutes for the
vapor in the bulb to be heated
to the temperature of the boiling
water, and for the pressure in-
side the bulb to come to equilib-
rium with the atmosphere out-
side. Still keep the water
boiling, and, by means of a
second burner, warm the ex-
posed stem to vaporize any car-
bon tetrachloride which may
have condensed in it. Seal the
bulb by holding the flame at
the tip of the capillary. Re-
move the bulb from the beaker,
dry it, and tip it bottom up.
The condensed carbon tetra-
chloride will run into the stem
of the bulb, and if the tip is not
completely sealed bubbles of air
will be drawn through the liquid
into the bulb. If this happens
turn the bulb right side up and
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immediately reheat the tip. If the seal is satisfactory allow the
bulb to cool to room temperature and weigh it accurately.

After the sealed bulb has been weighed it is to be filled with
water and weighed on the platform (not the analytical) balance.
Water from which dissolved air has been expelled must be used
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to fill the bulb. To this end, while the sealed bulb is being cooled
and weighed, boil about 300 cc. of distilled water in an 8-inch por-
celain evaporating dish, and cool it rapidly. After the sealed bulb
has been weighed, immerse the stem in the air-free water and break
off the tip of the stem. Water will rush into the bulb and fill it
practically completely if the preceding manipulation has been
skilfully performed. If more than 3 ce. of air is found in the bulb,
reject your data to this point and start the experiment again.
The weight of the condensed carbon tetrachloride left in the bulb
may be neglected as it is very small in comparison with that of the
water.

Perform the experiment a second time, starting with a dry
bulb. From your data make the following calculations for each
of the duplicate determinations:

1. The volume of the bulb (c-a), neglecting the weight of air
in the bulb and the coefficient of expansion of the glass.

2. Reduce to standard conditions the volume of vapor in the
bulb at the recorded bath temperature and pressure (assuming
that the vapor would not condense) (v; CCly).

3. Reduce to standard conditions the volume of air in the bulb
when it was weighed (vy air), and find the weight of this air,
using 1.293 as the weight of a liter of air (d).

4. The actual weight of the empty bulb (a-d) (e).

5. The weight of carbon tetrachloride vapor (b-¢).

6. The molecular weight of carbon tetrachloride.

Notes and Problems

The law of definite proportions states that whenever two (or
more) elements combine to form a definite compound the ratio
by weight of the elements entering that compound is always the
same.

The law of multiple proportions covers the case where two (or
more) elements form more than one definite compound. The law
of definite proportions applies to each of the compounds, and the
law of multiple proportions says that the definite ratios for the
separate compounds are to each other in the ratio of small inte-
gral numbers.

Perhaps the most easily visualized statement of the law of
multiple proportions is as follows: If the same weight of one ele-
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ment is taken in each case the weights of the second element
which combine with this definite weight of the first element to form
the respective compounds are to each other in the ratio of small
whole numbers.

For example, two different substances are known which contain
copper and chlorine. In cuprous chloride 63.6 grams of copper
are combined with 35.46 grams of chlorine; in cupric chloride
63.6 grams of copper are combined with 70.92 grams of chlorine.
The weights of chlorine are in the simple integral ratio of 1:2.

The law of combining weights covers not only the behavior
described by the laws of definite and multiple proportions, which
apply to specific compounds and to specific pairs of elements, but
it covers the combining ratios in all compounds. In the illustra-
tion above we chose apparently arbitrarily 63.6 grams of copper
and found that the corresponding weights of chlorine were 35.46
and 70.92 in the respective compounds. Without stopping to
inquire why we chose 63.6 grams rather than 1 gram or 100 grams,
let us inspect the following tabulation of combining weights.

Cu €00 H O S8 H ¢C

Cuprous chloride. ... ... 63.6 35.46

Mercurous chloride. .......... 35.46 200.6

Mercuric oxide.. . . .................. 200.6.. 16

Sulphur dioxide.. . ............ ..o, 16... 16

Cupric sulphide. ....... Bl.8. . 16 )
Hydrogen sulphide ................ e 16.. 1.008
Water. .. ... 8. ....... 1.008
Carbonmonoxide. . . . ................... ... - Z 6
Carbon tetrachloride.. ........ 70.92 . . e 6
Chlorine monoxide. . .. ....... 70.92......... 16

It is obvious that the combining weights of the elements are in
every case small whole multiples of recurring numbers: Cu 31.8;
Cl 35.46; Hg 200.6; O 8; S 16; H 1.008; C 6. If we had taken
any other weight, say 100 grams of oxygen, as a starting point
it is evident that the same uniformity would be manifest, but the
fundamental weight of each element would be different.

The law of combining weights may be stated as follows: For
every element a combining weight may be chosen such that in all
pure compound substances the ratio of the number of combining
weights of the different elements is the ratio of simple integrals.

The Atomic Theory. Dalton was impressed by the significance
of the facts generalized in these three laws, particularly the law
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of multiple proportions, and he found for them a reasonable ex-
planation in the atomic theory (1808). According to this theory,
the elements consist of atoms which were thought by Dalton
to be indivisible. The atoms of the same element are all alike
in weight and in all their other properties; the atoms of different
elements differ in properties. When elements combine to form
compounds, it is the individual atoms which are concerned.

Suppose for example one atom of element A combines with
one atom of element B, to form the compound AB; then, since
the weights of atoms of the same element are always alike and
since whatever amount of the compound is taken it always contains
an equal number of atoms of each element, the proportion by
weight of the two elements must always be the same.in this
compound. Thus the law of definite proportions is a necessary
deduction from the atomic theory. Let it be understood, how-
ever, that the law is a fact established by careful measurements.
The theory is simply the best effort of the human mind to furnish
an explanation of the facts.

The reasoning is similar for the law of multiple proportions.
Suppose that one atom of A can combine with two atoms of B in
forming an entirely different, but none the less definite, compound.
Let us designate this compound AB;. The law of definite propor-
tions would hold for this compound as well as for the first. Fur-
thermore, if we should take such amounts of each compound that
each contained the same number of atoms of A then the second
would contain twice as many atoms of B as the first. The weight
of B in the second would, therefore, be exactly twice the weight of
B in the first compound. Thus the law of multiple proportions is
also a necessary deduction from the atomic theory.

Atomic Weights. We have found that the combining ratio of
oxygen and zine is 1:4.09. The atomic theory stipulates that
the ratio of the numbers of atoms is simple, but it may be 1:1,
1:2, 1:3, 2:1, 3:1, 3:2, 2:3 or any reasonably simple ratio.
Having at hand no way of telling what the real ratio is we pro-
ceed to assume one to be the correct ratio —in other words,
we make a guess. Where we have nothing else to guide us we
make the simplest possible guess and assume the ratio to be
1:1. If this is correct then the atom of zinc weighs 4.09 times
as much as the atom of oxygen.

The weight of a single atom is so very small that it would mean



NOTES AND PROBLEMS 39

little to us if we did express it exactly in arithmetical figures.
What we are interested in is the ratio of the weights. When a
great many million million atoms of oxygen combine with the same
number of million million atoms of zinc we make the actual meas-
urement that 1 gram of oxygen combines with'4.09 grams of zine.

Standard of Atomic Weights, O = 16. It has been interna-
tionally agreed that it is a matter of convenience to adopt the
exact number 16.000 as the atomic weight of oxygen. Exactly
16 grams is the gram atomic weight of oxygen. We may mention
as a matter of interest that 16 grams of oxygen contains 6.06 X
102 atoms, although this enormous figure is of no practical im-
portance beyond the mere fact that it is enormous and has been
determined accurately.

The atomic weight of zinc is therefore 4.09 X 16 = 65.4 if
our assumption of the 1:1 ratio is correct. Therefore 65.4 grams
of zine is the gram atomic weight of this element, and it likewise
contains 6.06 X 10% actual atoms.

Of course the fact that many cases are known where two ele-
ments can combine in different proportions to form different
compounds (multiple proportions) shows us at once that the atomic
combining ratio cannot always be 1:1. In order to establish
consistent atomic weights for all the elements on the O = 16
basis, we must either make very clever guesses as to the atomic
ratios or we must have some reliable means of finding out this
ratio. We shall state here that there are reliable methods of
doing this, one of the most useful of which will be explained in a
later section of this chapter (p. 48). In the front inside cover of
this book is printed a list of all the elements with their symbols and
their atomic weights. The atomic weights are obtained in many
cases from the combining ratio by weight with oxygen itself,
in other cases from the combining ratio with another element whose
combining ratio with oxygen is known. In every instance the com-
bining ratio by weight with oxygen must be multiplied by 16 and
divided by the atomic ratio of the element to oxygen.

PROBLEMS

1. The combining ratio by weight of zinc and sulphur is
2.039 : 1. Assuming the knowledge that the atomic weight
of zinc is 65.4 and that zinc and sulphur combine in the
1:1 atomic ratio, find the atomic weight of sulphur.
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2. The oxide formed when 1 gram of sulphur is burned
weighs exactly 2 grams. What is the combining ratio by
weight of sulphur and oxygen?

3. Using the data and assumptions of the last two prob-
lems and the atomic weight of oxygen as 16, deduce the atomic
ratio by which sulphur and oxygen combine. Write the for-
mula of this compound.

4. From .the atomic weights printed in the table, find the
percentage composition by weight in the compounds having
the atomic ratio expressed by the formulas CaO, Li,O, Fe;Os,
Fe304.

5. One oxide of chromium contains 52 per cent of chro-
mium and 48 per cent of oxygen by weight; another contains
68.42 per cent of chromium and 31.58 per cent of oxygen.
Prove that these compounds are in agreement with the law
of multiple proportions.

6. Look up the atomic weight of chromium and find the
atomic ratio in each oxide. Write the simplest formula of
each oxide.

7. One gram of potassium metal burns to give 1.82
grams of an oxide. Calculate the chemical formula of the
oxide.

8. The oxide obtained when iron is burned in oxygen has
the composition Fe = 72.4; O = 27.6. Calculate the chem-
ical formula of the oxide.

9. Find the formula of the substance whose composition
is magnesium 25.57 per cent, chlorine 74.43 per cent.

10. Find the formula of the substance whose composition
is potassium 26.585, chromium 35.390, oxygen 38.025.

Measurement of Gases. Since it is difficult to weigh a body
of gas, but comparatively easy to find its volume, the amounts of
gases are almost invariably estimated by measuring the volume.
But the volume of a definite amount of gas is very dependent on
the conditions, and to make a volume measurement have an
accurate meaning it becomes necessary to know exactly the
conditions of pressure, temperature, and dryness under which
the measurement is made. To make the results of all measure-
ments comparable it is customary to calculate what the measured
volume would become if so-called standard conditions prevailed.



NOTES AND PROBLEMS 41

By common consent of scientific men, standard conditions have
been defined as 760 mm. pressure, 0°C., and dry gas.

A remarkable uniformity has been found to exist in the behavior
of all gases under changing conditions. Three simple state-
ments, the so-called gas laws, suffice to define with a considerable
degree of accuracy the volume changes with changing pressure,
temperature, and water-vapor content.

Boyle’s law states that at the same temperature the volume of a
definite amount of a gas is inversely proportional to the pressure.
The law is expressed by the equation

b _ D
V2 M
or D1ty = Deob2

Charles’ law defines the change of volume with changing
temperature: the volume of a definite amount of a gas under
constant pressure is directly proportional to the absolute tempera-
ture. The absolute temperature is 273° plus the centigrade
temperature; but really the determination of the absolute scale
of temperature depends entirely on the behavior of gases.

The original statement of Charles’ law was made in this way:
For every degree rise or fall in temperature the volume of a gas
increases or decreases by an amount equal to sty its volume at
0°C. If this law held rigidly all the way down the scale of course
the volume of a gas would become zero at —273°C. This point,
—273°C., would be the absolute zero below which substances
could not be cooled. As different gases were studied it was found
that they obeyed this law quite exactly until they approached the
temperature at which they would condense to a liquid. The
more difficultly condensible a gas, the further down the scale it
would follow this law. Helium, which was the last gas to succumb
to efforts at liquefaction, follows the law with a good deal of accu-
racy to within a few degrees of —273°C. ‘Hence, since it was
found that the less condensible a gas the more nearly it approxi-
mated a certain ideal behavior, an imaginary ‘ perfect gas ”’ was
postulated which would have exactly the ideal behavior. The
absolute zero then is defined as the temperature at which the
volume of this perfect gas would become zero, that is —273°C.

Charles’ law is expressed in the equation

Ul_Tl

Ve Tz
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when the pressure is constant and T stands for the absolute
temperature; when the volume is held constant the pressure
must vary as the absolute temperature, or

p_Th
D2 T,

The equations for the laws of Boyle and Charles can be com-
bined into one equation for use when pressure, volume, and tem-
perature vary.

por_ T,

D2ve T,

Py _ pabe
or T, T,

Dalton’s law describes the behavior of mixtures of gases as
follows: When two or more gases are contained in the same vessel
each one exerts the same pressure as if it occupied the whole vessel
alone at that temperature. The
actual measured pressure is the
sum of the partial pressures of
the gases present.

Since we frequently have to

measure gases which are con-

Q fined over water in the measur-

ing vessel, and are consequently

Feesure mixed with water vapor, we are

especially interested in applying
Dalton’s law to water vapor.

A gas may be mixed with any
amount of water vapor up to the
saturation point, and the satura-
o tion point depends solely on the
Air Pump temperature. We need only to
be sure that the gas is saturated
with water vapor in order to cal-
| culate the effect of the latter.

Fia. 14 Saturated Water Vapor. In

order to help us make clear the

properties of saturated water vapor, let us make use of the some-
what idealized apparatus shown in Fig. 14,

—

Piston |

=

Cylinder —
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The piston, which is assumed to be absolutely gas tight, is raised
to a middle position in the cylinder and fastened there. The
stop cock to the vacuum pump is opened and the cylinder evacu-
ated until the pressure gauge reads zero. Now the cock to the
pump is closed and the cock from the water reservoir is opened to
let a thin layer of water run into the bottom of the cylinder.
Immediately the pressure gauge jumps and shortly adjusts itself
to exactly 17.4 mm. when the temperature of the apparatus
is 20°C.

Now let us raise the piston to the top of the cylinder. There
is a momentary depression of the gauge but it at once returns to
exactly 17.4 mm. Now let us force down the piston to the bot-
tom of the cylinder. Again there is a momentary change in the
gauge level but the reading immediately becomes exactly 17.4
mm. again, if the temperature is maintained constant all the time
at 20°.

Saturated water vapor is in equilibrium with liquid water. If
the vapor is not saturated and any liquid water is present, enough
of this evaporates to make the vapor saturated. Compressing
a saturated vapor would tend to increase its concentration, which
would increase its pressure. The observed fact that there is no
such increase in pressure shows that the vapor does not become
more concentrated, that is, that it does not become supersaturated
but condenses to liquid water to maintain the exact state of satura-
tion as the piston is pressed down. When the piston is drawn up
the liquid must evaporate to maintain a saturated condition of the
vapor.

At 20° the concentration of saturated water vapor is such that
its pressure is 17.4 mm. At other temperatures the concentration
is different, but it has an absolutely definite value for each tem-
perature. The pressure of saturated water vapor has been care-
fully measured at different temperatures. The values from 0°
to 100° are given in the table on page 353 in the Appendix.

If the condition of equilibrium between liquid water and water
vapor is not disturbed by the presence of any other gas, then a
cylinder full of oxygen and also saturated with water vapor will
contain the same quantity of water vapor as a cylinder of the
same size containing only saturated water vapor. Dalton’s law
would then require that the partial pressure of water vapor be
the same in both cylinders and that the apparent pressure in the
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oxygen cylinder be the sum of the partial pressures of the oxygen
and the water vapor.

This deduction can be verified experimentally. Let dry oxygen
run into the dry cylinder until the gauge stands at 760 mm. at 20°.
Then run a thin layer of water into the bottom of the cylinder.
The gauge begins slowly to rise, and finally it stops at 777.4 mm.
if the temperature is still 20°. Thus the partial pressure of sat-
urated water vapor is 17.4 mm. and is not affected by the pres-
ence of the oxygen gas. It takes a much longer time to saturate
the space in the cylinder when oxygen is present because the water
vapor has to diffuse through the oxygen, but the final result is
exactly the same. The oxygen does not diminish the capacity
of the space for the water vapor.

Suppose now that we have to measure a quantity of oxygen
which has been collected in a measuring tube over water in a
trough. The oxygen has bubbled up through the water and we may
assume that it has in this way become fully saturated with water
vapor. We raise or lower the measuring tube until the level of
the water is the same inside and outside the tube. On the outside
surface of the water the atmosphere is exerting its pressure which
is transmitted through the liquid to the gas within the tube.
Let us say that the barometer reads 740 mm. Then the pressure
of the gas in the tube is 740 mm. This pressure, however, is the
total of two partial pressures, that of the oxygen and that of the
water vapor. Let us say that the temperature is 20°; then the
partial pressure of the water vapor is 17.4 mm.; and the pressure
of the oxygen is 740 — 17.4 = 722.6 mm. The volume read in
the measuring tube is, say, 60 cc. We want to calculate the volume
of the oxygen under standard conditions. Substituting in the
general gas equation we have:

722.6 X 60 _ 760 X Vg
273 +20 273

or

273 7226
Vi = 60 X 555756 X 760

The general formula for reducing to standard conditions the vol-
ume of a gas measured over water is

273 P — aq. tens.

Va = Vas X 7o X =760
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V4 = volume of gas under standard conditions.
Vs = the observed volume under conditions of experiment,.
t = temperature of the gas.
p = pressure upon the moist gas.
aq. tens. = tension of saturated aqueous vapor at ° (see table).

PROBLEMS

11. Reduce 125.3 cc. of gas at 725 mm. to 760 mm. pressure.

12. A cylinder of 2500-cc. capacity contains oxygen under
91.5 atmospheres pressure. Find volume in liters after the
gas is run into a tank under atmospheric pressure.

13. Reduce 125.3 cc. of gas at 25.8° to 0°.

14. A sealed glass tube contains 125.3 cc. of gas at 27°
and 783 mm. pressure. What will be the pressure if the
tube is heated to 300° without change of volume?

15. Reduce 125.3 cc. of gas at 740 mm. and 20.7° to stand-
ard conditions.

16. Reduce 125.3 ce. of gas at 15.3 atmospheres and
—65.5° to standard conditions.

17. Reduce 125.3 cec. of gas measured over water at 740
mm. and 20.7° to standard conditions.

18. A certain quantity of dry hydrogen gas occupies 2,275
liters at 25° and 760 mm. If this gas were bubbled through
water and collected in a vessel over water, what volume would it
then occupy at the same temperature and the same barometric
pressure? Assume that no hydrogen is dissolved in the water.

Gay-Lussac’s Law of Combining Volumes. The measurement
of the volumes of gases which enter into chemical reaction led
Gay-Lussac to perceive the existence of an extremely simple
relationship which is known by the above title and which may be
stated as follows: The volumes of gases which react chemically
are in the ratio of small whole numbers. Furthermore, if the
products of the reaction are also gaseous their volumes are also in
the relation of small whole numbers to each other and to the vol-
umes of the original gases.

Gay-Lussac was unable to explain this law on the ground of
any reasonable hypothesis. He tried to postulate that equal
volumes of different gases must contain the same number of
atoms, but this postulate was almost at once found to be un-
tenable and he had nothing better to offer.
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Avogadro’s Principle. In 1811 Avogadro suggested the hy-
pothesis that at the same temperature and pressure all gases con-
tain in equal volumes an equal number of molecules. He defined
the molecule as the smallest particle of a substance and drew a
clear distinction between molecules and atoms; a molecule of a
compound would of necessity contain two or more atoms, at least
one atom of each constituent element. But the startling feature
of Avogadro’s hypothesis was that it demanded as a necessary
deduction that the molecules of the elementary gases, oxygen,
nitrogen, hydrogen, and chlorine, should consist of two atoms each.
Such an idea was regarded by his contemporaries as preposterous
and they would have nothing to do with his hypothesis.

It was not until 1858 that Cannizzaro showed how Avogadro’s
principle accounted for the reactions of gases and a great variety
of chemical combinations. Since then it has come to be recog-
nized as one of the most fundamental laws of chemistry. It has
been said that modern chemistry dates from 1858.

In order to show that the molecules of oxygen, nitrogen, hydro-
gen and chlorine must be diatomic if Avogadro’s principle is
tenable, let us consider the following data which have been estab-
lished by measuring combining volumes of gases and of course
reducing all volumes to standard conditions:

2 volumes of hydrogen + 1 volume of oxygen give 2 volumes
of water vapor.

1 volume of hydrogen 4+ 1 volume of chlorine give 2 vol-
umes of hydrogen chloride.

2 volumes of ammonia give 3 volumes of hydrogen + 1
volume of nitrogen.

In the first set of data let us assume that the 1 volume of oxygen
contains 1 million molecules. Then the 2 volumes of water vapor
according to Avogadro’s principle will contain 2 million molecules
of water. But the water vapor is a homogeneous substance, and,
since it contains oxygen, every molecule of it must contain at
least 1 atom of oxygen. Therefore, there must be at least 2 million
atoms of oxygen which were derived from the 1 million molecules.
Therefore, every molecule of oxygen must contain at least 2 atoms.

Following the same line of reasoning 1 million molecules of
hydrogen and 1 million molecules of chlorine produce 2 million
molecules of hydrogen chloride which must contain at least 2
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million atoms of hydrogen and 2 million atoms of chlorine. There-
fore the molecules of hydrogen and of chlorine must each con-
tain at least 2 atoms.

Since 2 volumes of ammonia yield only 1 volume of nitrogen,
the same reasoning shows that the molecule of nitrogen must
contain at least 2 atoms.

Molecular Weights. The atomic weight of oxygen has been
settled by convention as 16, and since there are at least 2 atoms of
oxygen in a molecule, the molecular weight of oxygen must be at
least 32. Let us neglect the qualification ¢ at least ”’ and take the
molecular weight of oxygen as 32 without qualification, making
this our standard from which to reckon all other molecular and
atomic weights.

On this basis the molecular weight of any gaseous substance is
easily calculated if we know the weight of a measured volume
of that gas under any stated conditions. From this determination
the weight of 1 liter of gas under standard conditions can be com-
puted. Then, the weight of 1 liter of the gas is to the weight of
1 liter of oxygen as the molecular weight of the gas is to 32, the
molecular weight of oxygen.

Gram Molecular Weight; Mole. The molecular weight is an
abstract number although the molecular weights are related to each
other in the same ratio as the actual weights of the molecules.
The gram molecular weight is, however, a concrete quantity, being
the molecular weight number in grams. It is a quantity that is so
frequently spoken of that the name has been contracted to mole.
A mole of oxygen is 32 grams of oxygen.

Gram Molecular Volume or Molal Volume. One mole, or 32
grams of oxygen, under standard conditions occupies a volume of
224 liters. According to Avogadro’s principle, the same volume
would contain exactly 1 mole of any other gas under standard con-
ditions; this volume, therefore, assumes a great importance, and it
is called the gram molecular volume or for brevity molal volume.

To find the molecular weight of any gaseous substance it is
necessary therefore only to find the weight in grams of 22.4 liters
of the gas under standard conditions. In actual practice it is not
convenient to weigh containers which hold 22.4 liters. It is only
necessary to know the weight of any volume and the conditions of
the experiment. From these data the molecular weight can be
calculated.
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Avogadro’s Number. The actual number of molecules of a gas
in 22.4 liters under standard conditions has been determined by
several different methods. The results agree very well, and the
value generally accepted is 6.06 X 10®. This quantity has been
named Avogadro’s number in honor of the man who first suggested
the principle on which it depends. It is the number of molecules
in a mole of any substance, whether gas, liquid, or solid. It is
also the number of atoms in a gram atomic weight of an element.

Atomic Weights. In an earlier section (page 39) it was shown
that the atomic weight of an element could be obtained by multi-
plying the combining ratio of the element with oxygen by 16, the
atomic weight of oxygen, and dividing the result by the assumed
atomic ratio. We are now in a position to verify the atomic
weights so found and thus to prove whether the assumed atomic
ratio was correct.

We shall start with the molecular weight of oxygen as 32 and
first demonstrate that on this basis the atomic weight of oxygen
is 16.

Weight in | Percentage | Weight of | Greatest

Substance grams of 1 | by weight | oxygen in | common

mole of oxygen 1 mole divisor

Water. ................. 18.016 88.81 16 1X 16

Carbon dioxide......... 44 . 72.7 32 2 X 16

Sulphur trioxide........ 80 60 48 3 X 16

Aceticacid............. 60 53.3 32 2 X 16

Phenol................. 94 17.02 16 1 X 16

Nickel carbonyl......... 170.8 37.5 64 4 X 16
Phosphorus oxy-

chloride.............. 153.4 10.43 16 1 X 16

Oxygen................. 32 100 32 2X 16

There are hundreds of gaseous compounds of oxygen whose
densities have been measured and whose molecular weights are
thus known. The molecules of these compounds can contain
a small whole number of atoms of oxygen but never fractional
numbers. The percentage by weight of oxygen in these compounds
can be found by chemical analysis. This percentage of the molal
weight will be the number of grams of oxygen in a mole of the
compound, and this number must be either the atomic weight
of oxygen or some small even multiple thereof. In the above
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table a few typical examples are selected from the data for all
gaseous or volatile oxygen compounds.

The smallest number in the next to the last column is 16, and
this must be the atomic weight of oxygen because it represents
the smallest weight of oxygen in the molecular weight of any of its
compounds. It is extremely unlikely that there would not be at
least some compounds whose molecules contained but a single
atom. But if such could be the case and 16 were for example
twice the atomic weight, we should expect that 8 would be the
greatest common divisor and that numbers equal to 3 X 8 or
5 X 8 and therefore not divisible by 16 would be found in the
next to the last column. We can therefore be reasonably certain
that 16 is the actual atomic weight and not a multiple of the atomic
weight of oxygen.

A similar study of other elements, for example of chlorine, hy-
drogen, sulphur, mercury, shows that in all the gaseous or volatile
compounds of these elements the smallest weight ever found in
the molal volume is 35.46 grams of chlorine, 1.008 grams of hydro-
gen, 32.06 grams of sulphur, and 200.6 grams of mercury; further-
more, when the molal volume contains a greater weight of these
elements, the weight is invariably a small even multiple of these
smallest weights. Thus the atomic weights of these elements
as given in the table are verified.

The following table shows selected examples from the col-
lection of the data for all gaseous or volatile chlorine compounds.

Weight in | Percentage | Weight of | Greatest

Substance grams of 1 | by weight | chlorine in | common

mole of chlorine 1 mole divisor

Hydrogen chloride. .. ... 36.5 97.22 35.5 1X35:5

Chlorine................ 70.9 100 70.9 2X35.5

Mercuric chloride. ... ... 270.9 26.19 70.9 2% 35.5

Arsenic trichloride. . .. .. 182.1 57.7 107.0 3X35.5

Silicon tetrachloride. ... 170.2 83.4 142 4% 35.5
Phosphorus penta-

chloride.............. 208.3 85.2 177.5 55X 35.5

Derivation of a Formula. Let us take for example ethyl ether.
This substance is a liquid at ordinary temperature and pressure
but it is easily vaporized. We must first find its molecular weight.
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By measurement it is found that 1 liter of the vapor at 136.5°C.
and 760 mm. weighs 2.203 grams. Reduce the volume to stand-
ard conditions:

273
Ve = 1.000 X ——————— = 0.6667 lit
v = 1000 X o 1365 .
Thus 0.6667 liter under standard conditions weighs 2.203 grams.
224 liters will weigh
224

— . = 74.
0.6667 X 2.203 = 74.02 grams

Thus the molecular weight is 74.02.
Chemical analysis shows that the composition of ethyl ether is:

C, 64.87 per cent; H, 13.53 per cent; O, 21.60 per cent

The weight.of each of these elements in one mole is:

C: 0.6487 X 74.02 = 48.02 = 4 X 12.01 grams
H: 0.1353 X 74.02 = 10.01 = 10 X 1.008 grams
O: 0.2160 X 74.02 = 15.99 = 1 X 16.00 grams

Therefore the mole of ethyl ether contains 4 gram atomic weights
of carbon, 10 gram atomic weights of hydrogen, and 1 gram atomic
weight of oxygen and the formula is C,H,,0.

PROBLEMS

19. One liter of a certain gas under standard conditions
weighs 2.25 grams. Calculate the molecular weight of this
gas.

20. The molecular weight of a certain volatile substance
is to be determined: 0.435 gram of the substance is placed
in an evacuated vessel and the whole is heated to 136.5°, at
which temperature the substance is entirely converted to gas.
The pressure and volume of the gas are now found to be
380 mm. and 405.6 cc., respectively. Calculate the molecu-
lar weight of the gas.

21. When a certain liquid substance is vaporized, its vapor
is found to weigh 5.413 times as much as an equal volume of
air under the same conditions. Assuming the average mo-
lecular weight of air to be 28.955, find the molecular weight
of the substance.
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22. The composition of the above substance is found by
analysis to be: carbon, 45.87 per cent; hydrogen, 3.21 per
cent; and bromine, 50.92 per cent. Calculate the formula of
the substance.

23. A certain compound of chlorine and copper is found to
have the composition: copper, 64.2 per cent; chlorine, 35.8
per cent. When 0.52 gram of this substance is heated to
a sufficiently high temperature to convert it completely into
a gas, it takes the place of a certain volume of air. This
amount of air is found to measure 58.8 cc. under standard
conditions. Calculate the molecular weight and the chemi-
cal formula of the compound.

24. A liquid substance has the composition: carbon,
12.76 per cent; hydrogen, 2.13 per cent; bromine, 85.11 per
cent; and when vaporized its vapor density is 93.3 times
that of hydrogen. Calculate the molecular weight and the
formula of the compound.

25. The chloride of a new element contains 38.11 per cent
of chlorine and 61.89 per cent of the element. The vapor
density of the compound referred to air is 12.85. What is
the atomic weight of the element as far as investigation of
this one substance can give it?

26. Cyanogen contains 46.08 per cent carbon and 53.92
per cent nitrogen. Its density is 1.796 times that of air.
Calculate its formula.

27. In a current of pure oxygen in a combustion tube 0.5000
gram of a substance is burned. The products of combustion
are passed through a calcium chloride tube which weighs
36.5011 and 36.7824, respectively, before and after the ex-
periment. Find the percentage of hydrogen in the substance.

28. The products of combustion in Problem 27 are further
passed through a tube containing caustic soda, and this weighs
40.4010 and 42.1184 grams, respectively, before and after the
experiment. Find the percentage of carbon in the substance.

29. The above substance is converted into a vapor at 273°,
and 0.100 gram is found to occupy a volume of 34.9 ce. at
760 mm. Find the molecular weight of the substance.

30. From the results calculated in Problems 27, 28, and 29
find the formula of the substance.



CHAPTER 1II
WATER AND SOLUTION

Water is in many respects the most important and interesting
substance on the earth’s surface. By its presence in abundance
the physical and chemical conditions necessary for the existence
of life are maintained on the earth. By far the greater part
of the chemical changes, both in nature and in industry, which have
a direct bearing on human life and welfare, involve water, either as
a direct participant in the change or as a solvent for the substances
which are changing.

PrEPARATION 1

Porasstum NITRATE, KNO;, FRoM SopiuM NITRATE AND
Porassivm CHLORIDE

Solubility plays a controlling part in many chemical processes
of which the present one is a typical example.

Salts, as well as strong acids and strong bases, exist in a pe-
culiar state when they are in solution. This is known as the state
of ionization and is more fully dealt with in Chapter III; but for
our present purposes it is sufficient to know that salts consist of
electrically charged radicals, the metallic radicals being positive
and the non-metallic radicals negative. These radicals are held
together in the compound by electrostatic attraction, which is
enormous. When the salt is in solution, the electrostatic at-
traction still exists and prevents the negative radicals from getting
away from the positive radicals, but there is a certain freedom
of movement which allows radicals to exchange places easily,
subject only to the condition that every negative radical must be
electrically balanced at all times by some positive radical.

When sodium nitrate and potassium chloride are dissolved,
the solution contains four ions, Nat, NO;~, K*, Cl7, and from
these ions not only could the two original salts be reconstructed,
but also two new salts, potassium nitrate and sodium chloride,
through a regrouping of the radicals. Which of the four salts will

crystallize from a solution containing the four ions depends solely
52
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on their solubilities, which may vary much or little with the
temperature. The following table gives the solubility at different

GrAMS OF SALT SoLUBLE IN 100 GraMs oF WATER

At 10° At 100°
KNO; 21 246
Na(Cl 36 40
KCl 31 56
NaNOQ; 81 180
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VARIATION OF SOLUBILITY WITH TEMPERATURE

temperatures for each salt. Thus, at 10°, 21 grams of KNOj; are
soluble in 100 grams of water. This means that, if an excess of
solid potassium nitrate is shaken with pure water until no more
will dissolve, the clear solution will then contain 21 grams of
KNO; for every 100 grams of water. On the other hand, if a
solution of 42 grams of KNOj in 100 grams of water obtained at a
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higher temperature is cooled to 10° and stirred until an equilibrium
is attained, all but 21 grams of the salt crystallizes out, and the
solution has exactly the same concentration as that obtained in the
other way.

A very important fact concerning solubilities is that the solu-
bility of a given salt is practically unaffected by the presence of
another salt in the solution, provided only that the other salt does
not possess one of the same ions as the first salt.

For example, suppose that sodium nitrate and potassium chloride
in equivalent amounts are added to 100 grams of water at 10°, so
that the total weight of K+ and NO;~ radicals will be 42 grams;
the potassium nitrate in excess of its solubility will then crystallize
out, and 21 grams of the crystals will thus be obtained. The
presence of the radicals of sodium chloride in the solution is with-
out effect on the potassium nitrate.

"In the following procedure 2 formula weights (F.W.) of NaNOQO;
(170 grams) and 2 F.W. of KCl (149 grams) are together treated
with 210 grams of water at the boiling temperature. The 170
grams of NaNOj; will dissolve in the water since this amount will
not nearly saturate 210 grams of water, but from the table it is
seen that it will take only 118 grams of KCl to saturate this amount
of water. If this were the only consideration we should expect
118 grams to dissolve and 31 grams of KCI to remain undissolved.
But we must consider the presence of the Na* ions also in conjunc-
tion with the Cl~ ions, and since only 84 grams of NaCl are soluble
in 210 cc. of water and in all 2 F.W. or 117 grams of NaCl are
available we may conclude that 33 grams will crystallize out.
This removes Cl~ from the solution and upsets the equilibrium
which would otherwise exist between the solid and dissolved KCI.
Thus the entire KCI will dissolve and furnish the entire 2 F.W. of
Cl™ ions for the 2 F.W. of NaCl. The K* and NO;™ ions thus
made available constitute 2 F.W. or 202 grams of KNO;, which
according to the table would be completely soluble in 210 cc. of
water at 100°. Hot filtration at this point will retain a part of
the NaCl as solid in the filter but allow the whole of the 2 F.W. of
KNO; to pass into the filtrate. Cooling of the filtrate will allow
a new state of equilibrium to be established corresponding to the
solubilities at the lower temperature.

In preparing a preliminary report for this preparation, copy
thoughtfully into the laboratory note book the flow sheet of the
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procedure and answer the following questions based on the flow
sheet. For the purposes of the calculations one will have to
assume that in every filtration a perfect separation of solution from
crystals is obtained — a condition which obviously is not realized
in practice.

Frow SHEET

Heat in a covered casserole 170 grams of NaNOs, 149 grams of KC1, and 210 ce. of water. Boil
the mixture 1 minute and then filter hot. Do not rinse out the casserole but use it for the second

boiling.

On Filter: Filtrate (B): Coolto 10° and filter.

NaCl, dirt, and | On Filter: Filtrate (D): Saturated with KNO3 and NaCL Pour it
some KNOs;. into original casserole containing impure NaCl (4). Boil
Transfer to cas- | Crystals of 5 minutes. Filter hot.
serole in which | KNOs impure.
first boiling | Fressand wash
was made. with 20 ce. ice- | On Filter: Filtrate: Cool to 10° and filter.

cold water. NaCl dirt and a

little KNOQs.
On Filter: Filtrate: Saturated
KNO; impure. | with KNO; and
Press and wash | NaCl Save tem-
with iece- cold porarily in flask

Save tempora. water. labelled *‘mother

rily. liquors.”’

(4) (Cl') (B) (ll" ) (@)
l
RECRYSTALLIZATION

Unite the two lots of moist impure KNOs, add half their weight of distilled water, and heat
until solution is complete. Cool to 10° and filter, pressing out as much as possible of the liquid.
Stop suction. Pour 15 ce. ice cold distilled water over the erystals and let it permeate the mass.
Apply suction and pressure. Test for chloride. If any is found repeat the washing process until
the product is free from chloride. Add all filtrates to the mother liquors, G.

1. What weight of KNO; will be dissolved in the hot filtrate
(B)?

2. What weight of NaCl will be dissolved in the hot filtrate
(B)?

3. What weight of solid KNO; will separate when the filtrate
(B) is cooled to 10° (C)?

4. What weight of solid NaCl will be obtained together with
the KNO; in (C)?

5. Assume that boiling the filtrate (D) after adding (A) re-
duces the amount of water to 150 grams; how many grams of
NaCl will be left on filter (E) after filtering at 100°?
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6. How many grams of KNO; will be obtained in (F) after
cooling the filtrate from (E) to 10° and filtering?

7. How many grams of NaCl will be obtained in (F)?

8. If (C) and (F) are now united and water added to make a
total of 100 grams of water, the whole heated to 100° and then
cooled to 10°, how many grams of KNOj; will separate on cooling
to 10°?

9. How many grams of NaCl will separate from the solution in
Question 8 in cooling to 10°?

Materials:  crude Chile saltpeter, NaNQj, 170 grams = 2 F.W,
crude potassium chloride, KCl, 149 grams = 2 F.W.

Reagent: AgNO; solution.

Apparatus: 750-cc. casserole.
5-inch watch glass.
5-inch funnel.
perforated filter plate.
suction flask and trap bottle.
250° thermometer.
iron ring and ring stand.
Bunsen burner. '

Procedure: Place the NaNOj; and KCl in a 750-cc. casserole.
Add 210 cc. of water, cover with a watch glass, and place over a low
flame. While keeping watch of the casserole to see that its contents
do not boil, prepare a suction filter according to Note 4 (b) on
page 6. Then raise the flame under the casserole and watch it until
boiling commences. Lower the flame, and let the mixture boil
gently just 1 minute, keeping the watch glass over the casserole
to retard evaporation. While it is at the boiling temperature pour
(see Fig. 1, page 5) the mixture from the casserole into the suction
filter. Quickly scrape most of the damp salt into the filter, and
cover the funnel with a watch glass to retard cooling. . Do not
rinse out the casserole but reserve it with the adhering salt and to
it add the batch of crystals (A) as soon as they have been
drained from the hot liquor. Pour the filtrate (B) into a beaker,
and cool it to 10° by setting it in a pan of cold water or ice
water.

Stir the crystallizing solution so as to obtain a uniform crystal
meal which is easier to handle and drain on the filter than the



POTASSIUM NITRATE 57

larger crystals that would be obtained by slow cooling. Separate
the KNOj; erystals (C) from the cold liquor by means of the suction
filter (observing the last sentence of Note 3, page 5). Press the
mass of crystalsin the filter to squeeze out as much of the solution
as possible. The thin layer of solution left adhering to the surfaces
of the crystals is saturated with NaCl. To remove the greater
part of this, stop the suction, pour carefully over the surface of the
crystals 20 cc. of ice-cold distilled water, let this water penetrate
into the mass of crystals for perhaps 30 seconds, then apply suction
and drain these washings into the rest of the filtrate. Pour the
filtrate (D) into the casserole in which the batch of NaCl crystals
(A) is reserved. Bring this mixture to the boiling point and boil
gently 5 minutes with the casserole uncovered, thus allowing a
part of the water to escape by evaporation. Then filter at the
boiling temperature exactly as in the first instance. Cool the
filtrate, and collect and rinse a second crop of KNOj; crystals
(F) in exactly the same manner as the first crop (C). Reserve the
filtrate in a flask labeled “ mother liquors ” (G). Add together the
two crops of KNOj crystals (C and F), and test them for chloride
by dissolving about 0.1 gram in 2 ce. of water and adding 5 drops of
dilute HNOj; acid and 1 drop of AgNOjs solution. A considerable
white precipitate will be seen, indicating the presence of chloride,
and the crystals must be purified by recrystallization. Weigh
the crystals while they are still moist, add to them in a beaker one-
half this weight of distilled water, and warm until solution is
complete.*

Cool the solution to 10° with stirring, and pour the mixture
on to the suction filter. Some of the filtrate, which is saturated
with KNO3, may be poured back into the beaker to rinse the last
of the crystals on to the filter. Drain the crystals with suction,
pressing them down compactly in order to squeeze out as much of
the solution as possible. Stop the suction. Pour carefully over
the crystals 15 ce. of ice-cold distilled water. Let it permeate the
whole mass, then again apply suction and drain and collect all the

* If the solution is not perfectly clear at this point it must be filtered.
Dilute it with 50 cc. of water so that it will not ““ freeze »” on the filter. Pour
it at the boiling temperature without suction through a filter, and then pour
20 ce. of boiling water around the upper edge of the filter, letting it run through
into the filtrate to carry the last of the KNQO;. The solution will have to be
evaporated to bring it back to its original volume.
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filirate and washings in the flask of ““ mother liquors 7’ (G). Again
test for presence of chloride. A trace will probably be shown.
Continue the washing process, using 15-ce. portions of ice water
each time until no test is shown for chloride. Transfer the crystals
to white paper towels. Fold the towels over the crystals to make
a compact package, and leave the package over night to dry at
room temperature. Transfer the dry crystal meal to a dry 4-ounce
bottle and label the preparation neatly.

If a sufficient quantity of pure product is not obtained, all the
mother liquor should be boiled down in the 750-cc. casserole and
used as a starting point in repeating the foregoing procedure.

Fifty grams may be regarded as a satisfactory yield.

The sequence of operations in this preparation can be readily
followed on the flow sheet, page 55.

QUESTIONS

1. In the recrystallization of the potassium nitrate why is it
preferable first to dissolve completely the batch of crystals in water
by heating and then cool to obtain the crystals again, instead of
merely washing the crystals with the same amount of cold water?

2. Define metathesis.

3. If we had barium nitrate and potassium sulphate from which
to prepare potassium nitrate, make a list of the solubilities of the
four salts concerned and arrange a flow sheet of a method by which
pure potassium nitrate could be obtained. Which of the opera-
tions would offer the most difficulty?

PrEPARATION 2
PREPARATION OF A HYDRATE

CRrYSTALLIZED SoDIUM CARBONATE, Na,CO;10H:O, FrOoM
ANuyYDROUS Sop1uM CARBONATE

Many substances, as acids, bases, salts, and even elements,
when they separate from solution, or crystallize, carry water with
them. Familiar examples are (H3AsO,).-H,O, Ba(OH),-8H.0,
CuS045H:0, and Cl;-8H:0. Such substances, when dried, show
no evidence of fluidity, that is, of the property one must natu-
rally think of as belonging to water, even sometimes when more
than half the weight of the substance is water. Such substances
are called hydrates, and the same substance without the water is
known as the anhydrous substance. Substances containing water
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of this nature are crystalline, and the water is also known as
water of crystallization. This fact should not lead one to think
that water is necessary for the formation of a crystal, because
many crystals do form that do not contain water. :
Soda ash is commercial anhydrous sodium carbonate. When a
solution saturated at boiling temperature is allowed to cool to
below 33°, a transparent crystalline mass separates of the formula
Na,CO;3-10H,0, known commercially as soda crystals or sal soda.
If water is evaporated
from the solution, satu-
rated at 100°, a solid of the
composition Na,CO3;-H;0
separates. Besides the
dekahydrate and mono-
hydrate there is at least .
one other well-recognized
hydrate, the heptahydrate, o
N3,2003‘7H20. ThlS com-
pound separates from so- \
lution only over a narrow
range of temperature and

o
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The curves in Fig. 15 o

show the different hydrated |
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rium with the saturated r
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peratures. It will be seen ; /

that the dekahydrateisthe 4 /
stable hydrate Ol’lly below Solﬂobiﬁty (Glr%ms An%xoydr.ous itl)azcos ﬁ'? 100 Gr:x?mWatgg)
33°. Inthefollowing prep- Fia. 15

aration, if barely enough

water to form the dekahydrate were added to the anhydrous soda
ash and the mixture heated to 100°, a complete solution would not
be obtained because some monohydrate would separate. Enough
water, therefore, is taken to hold all the monohydrate in solution
at the boiling point. When this solution cools to below 33° it
may become highly supersaturated with the dekahydrate unless a
few crystal fragments of the dekahydrate are added. It occasion-
ally happens that if no seed crystals are added the heptahydrate
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is the first to separate spontaneously. However, below 33° the
heptahydrate is more soluble than the dekahydrate, and, therefore,
with the seed crystals added, and equilibrium established with the
latter salt, the heptahydrate again dissolves.

Matervals:  anhydrous sodium carbonate, Na,COj; 106 grams
=1F.W.

Apparatus:  500-cc. flask.
5-inch funnel.
8-inch crystallizing dish.
8-inch glass plate to cover dish.
porcelain filter plate.
Bunsen burner.
iron ring and ring stand.

Procedure: Place the sodium carbonate and 250 ce. of water in
the flask and warm it to just short of the boiling point until the
salt is dissolved. See Note 7, page 13. Filter the hot solution
into the crystallizing dish, keeping the dish covered with a glass
plate except where the stem of the funnel enters. When the solu-
tion has cooled below 33° add a few crystal fragments of the deka-
hydrate. Set the dish, completely covered, in your desk. After
6 hours or longer separate the crystals from the remaining liquid by
pouring the contents of the dish into a funnel in the bottom of
which is placed the perforated porcelain filter plate without any
paper. It may be possible to get additional crystals from the
mother liquor by cooling it still more. After the crystals have
drained dry them on paper towels. See Note 9 (b), page 15. The
crystals should not be left more than over night wrapped in the
paper towels. When they are dry place the crystals in an 8-ounce,
cork-stoppered bottle.

QUESTIONS

1. What reasons have you for believing that the water in crystal
hydrates is in chemical combination with the salt?

2. How could anhydrous sodium carbonate be prepared from
the hydrate?

3. How could the monohydrate, Na,CO;-H:0, be prepared?
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PrEPARATION 3
PREPARATION OF A HYDRATED DOUBLE SALT
AMMONIUM-COPPER SULPHATE, (NH,):S0,CuSO,6H0

Besides forming molecular compounds with water (hydrates)
certain salts have the property of combining with a second salt
either with or without water. In these combinations the charac-
ter of the individual salts is somewhat modified but not completely
changed. Hence the name, “ double salts’”. In physical prop-
erties such as crystalline form, solubility, and, in some cases, color,
the crystals of the double salt differ from those of the simple salts.
These compounds follow the law of definite proportions.

Ammonium sulphate crystallizes from solution as the anhydrous
salt, (NH4),SO,; copper sulphate as the hydrate, CuSO5H.0;
but when equivalent amounts of the two salts are in solution
together the double salt, (NH,):S0,CuSO,-6H,0, separates first
because it is less soluble than either of the single salts.

Materials:  copper sulphate, CuSO45H,0, 50 grams = 0.2 F.W,
ammonium sulphate, (NH,),S0,, 27 grams = 0.2
F.W.

Apparatus: 8-inch porcelain dish.
8-inch crystallizing dish.
5-inch funnel and filter paper.
iron ring and ring stand.
Bunsen burner.

Procedure: Pulverize the copper sulphate, and dissolve it with
the ammonium sulphate in 250 cc. of warm water, to which 10 drops
of 6 N HoSO, have been added. The solution should not be boiled.
Filter the warm solution into an 8-inch crystallizing dish covered
with a glass plate except where the stem of the funnel enters, and
allow it to stand over night with the cover on. Remove the cover
and allow water to evaporate slowly until a satisfactory yield has
been obtained. This usually requires about 4 days. Seed crystals
are available at the store room, but crystallization usually starts as
soon as the solution cools to room temperature. If a crystal meal
is desired follow the procedure suggested in Note 8 (a), page 14.
Decant the mother liquor from the crystals, wash them with a
little distilled water, and dry them thoroughly, at room tempera-
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ture, on paper towels. The double salt tends to effloresce, and the
crystals should be transferred to a stoppered bottle as soon as
they are dry.

QUESTIONS

1. Determine whether double salts can be prepared containing
sodium sulphate and copper sulphate; potassium sulphate and
copper sulphate.

(a) Dissolve 1 gram of potassium sulphate and 2 grams of
copper sulphate in 10 cc. of hot water. Pour the clear solution on
a watch glass. When crystals have formed, see if they are all of
the same kind (i.e., the double salt), or of two distinct kinds (the
two simple salts).

(b) Repeat the experiment using 1 gram of anhydrous sodium
sulphate and 2 grams of copper sulphate. Account for your results.

PrEPARATION 4
Potasstum-CoPPER SULPHATE, KSO, CuS0,-6H,0

Read the preliminary discussion which precedes the preparation
of ammonium-copper sulphate, page 61.

Materials:  potassium sulphate, K:SO,, 35 grams = 0.2 F.W.
copper sulphate, CuSO,-5H.0, 50 grams = 0.2 F.W.

Apparatus: 8-inch porcelain evaporating dish.
5-inch funnel and filter paper.
8-inch crystallizing dish.
iron ring and ring stand.

Bunsen burner.

Procedure: Prepare potassium-copper sulphate from potassium
sulphate and copper sulphate. Follow the procedure outlined in
the previous preparation. Determine the volume of water to be
used to give a saturated solution at 25°.

Solubility of the anhydrous salts in 100 grams water at 25°:

CuS0, 23 grams
K80, 12«
KzSO4‘CUS04 11 ¢«
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Experiments
HyYpRATES

1. Water of Hydration. Heat a crystal of blue vitriol
CuS0,4-5H,0 rather cautiously in a dry test tube holding the
tube in a nearly horizontal position. Observe that the
crystal gradually loses its blue color and becomes white and
powdery, also that drops of water condense on the cooler
part of the tube. Let the tube cool to room temperature and
add a few drops of water to the white copper sulphate.
Observe that the material regains at once its original blue
color and that it grows so hot that the hand cannot be held
on that end of the tube.

Water combined as water of hydration in crystals is in a true
state of chemical combination, for the hydrated crystal shows
the following characteristics of a chemical compound.

First: Its crystalline form is different from that of the anhy-
drous compound. In some cases (as in this instance) there is a
difference in color. :

Second: It follows the law of definite proportions, for example,
every sample of blue vitriol which has been crystallized from water
at room temperature has exactly the composition expressed by the
formula CuSO,5H0. (The next experiment is a quantitative
one designed to prove that a crystal hydrate has a definite com-
position.)

Third: There is a marked heat effect produced by the combina-
tion of the anhydrous salt and water.

2. Composition of a Crystal Hydrate. The mineral gyp-
sum contains, besides calcium sulphate, also a certain pro-
portion of water. The latter may be completely driven off
by heat, leaving anhydrous calcium sulphate.

Weigh accurately a clean, dry, 15-cc. porcelain crucible.
Place approximately 2 grams of gypsum in it and weigh again.
Cover the crucible, support it on a nichrome triangle, and
heat (to avoid breaking the cover warm this first uniformly by
playing the flame over it carefully from above) to redness
for 20 minutes in the Bunsen flame. Rest the triangle and



64 WATER AND SOLUTION

crucible on top of a good-sized beaker and allow to cool.
Again weigh the crucible and contents. Repeat the heat-
ing, and if a further loss of weight occurs repeat until two
successive weighings are the same. This is to ensure that all
the water is driven off. The cover is used for a double pur-
pose: to prevent fragments of the crystals snapping out of
the crucible from sudden expansion of the steam, and to
keep the heat in.

Calculate the percentage by weight of water in gypsum.
From this result calculate the number of molecules of water
of crystallization in gypsum, assuming the formula to be
CaS0,nH;0 (atomic weights on front cover page).

If the experimental work is carefully done it will be found that
nis an even whole number. Thus the substances calcium sulphate
and water combine chemically in amounts proportional to simple
integral multiples of their molecular weights just as elements com-
bine in amounts proportional to simple integral multiples of their
atomic weights. Although the crystal hydrate is just as truly a
chemical compound as is calcium sulphate or water, nevertheless
the force holding the substances together in this compound is
secondary to that holding the elements together in the simpler
compounds.

3. Efflorescence. Place on a watch glass some crystals of
sodium carbonate Na:CO3-10H:0, zinc sulphate ZnSO,-7H,0,
or disodium phosphate Na,HPO,12H:0, and leave them
exposed to the air for some time.

Observe that the surface of the crystals soon becomes white
and powdery and finally the whole crystal changes to a white
powder.

This change which is known as efflorescence is caused by loss of
water of hydration from the crystal, leaving either the anhydrous
salt or a less hydrated salt (of definite composition, however).
Every crystal hydrate has a definite vapor pressure at a given
temperature. If this vapor pressure is greater than the partial
pressure of the water vapor in the air the crystal hydrate will lose
water to the air. This will continue until all the water is lost
or equilibrium between the water vapor in the air and in the
hydrate is reached.
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Vapor pressure in milli-
meters of mercury at 20°

Na2804- 10H20 ............ 13.25
NazHPO4‘12H20 .......... 13.1
Nach3‘10H20 ............ 12.6
InSO4s7H 0. ..ol 10.07
SrCle6H0 ............... 5.8
CUSO4‘5H20 .............. 4.8
BaCly2H0. ... .......... 4.04

The partial pressure of the water vapor in the air varies from
day to day, but the average is about 8-10 mm. Hydrates like
Na,CO;-10H:0 will lose water on exposure to such air, while salts
like BaCl;-2 H,O will not lose water unless the water vapor in the
air is unusually low.

Heating blue vitriol increases its aqueous tension, and thus
the dehydration by heating is in fact an artificially induced efflor-
escence.

4, Deliquescence. Place on a watch glass small lumps of
any of the following compounds: calcium chloride, zinc
chloride, potassium hydroxide, sodium hydroxide, ferric
chloride. Note that in a few minutes the surface becomes
covered with moisture, and that after a longer time the solids
have completely changed to liquid. This liquefaction is due
to condensation of the water vapor of the air at the surface
of the solid and the dissolving of the solid material. All
deliquescent substances are very soluble in water. The ten-
sion of the vapor escaping from water is always lessened by
substances dissolved in it, and when this tension is lowered
to below that of the water vapor existing in the atmosphere,
water is absorbed by the solution from the air. In general,
substances will deliquesce when the aqueous tension of their
saturated solutvons is less than the tension of water vapor in
the air.

ELEMENTS AND WATER

When substances like salts and water form compounds the
force of attraction is of a subordinate character, and the formula
of a hydrate is usually written with a period between the formula
of the salt and that of the water, for example, CuSO5H:0.
This indicates that the “ primary ”’ valence of the element is satisfied
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in the simple compounds, and that it is only some sort of ‘“secon-
dary”’ valence which holds the substances in combination.

When elements react with water, however, a change in the
primary valence is usually involved.

A rather unusual instance of a hydrate of an element is chlorine
hydrate, Cl;-8H,0, which ecrystallizes from ice-cold water which
is saturated with chlorine. This substance is clearly a molecular
compound, for if these crystals are placed in a watch glass and
allowed to come to room temperature, chlorine gas escapes and
water containing only the amount of chlorine corresponding to
an ordinary saturated solution is left.

5. Sodium and Water. Danger. Pour about 50 cc. of
water into a 4-inch porcelain dish. Select a piece of metallic
sodium half the size of a pea and press it in a folded filter
paper to remove the adhering kerosene. Drop the metal on
the surface of the water. Stand at least 3 feet from the dish.
Note that the sodium floats; that it almost immediately melts
to a globule with a bright metallic surface; that a gas is given
off freely under the impulse of which the globule races about
over the surface of the water; that finally the globule entirely
disappears, and then that the remaining solution is strongly
alkaline, turning litmus blue and making the fingers slippery
when wet with it. Often, after the sodium has melted and
become hot, there is a violent explosion which throws the
caustic solution and the burning metal about, hence the
danger.

The gas evolved is hydrogen; the alkaline character of the
solution is due to sodium hydroxide which is left dissolved in the
water

2Na + 2HOH — 2NaOH + H,

Sodium is a much more active element than hydrogen and has dis-
placed an equivalent amount of it from water. Sodium hy-
droxide then may be regarded as water in which sodium has taken
the place of one-half of the hydrogen. A gram atom of sodium
can replace a gram atom of hydrogen; in other words, the valence
of sodium is 1.

6. Calcium and Water. Drop a few pieces of metallic
calcium (in the form of turnings) into a test tube of clear
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water. Note that a gas is evolved; collect a little of it, and
note that it burns like hydrogen. Note that the water re-
mains clear for a little time but that soon it becomes cloudy
owing to the separation of a finely divided white solid sub-
stance. The solution colors litmus blue but produces hardly
a noticeable slippery feeling between the fingers.

This experiment is similar to the preceding one. Calcium dis-
places hydrogen from water

Ca + 2HOH b Ca(OH)2 + H2

but the reaction is less violent ; calcium is thus shown to be a less
active metal than sodium. Furthermore, the product obtained
by substituting calcium for hydrogen in water, calcium hydroxide,
is sparingly soluble and appears as a solid substance as soon as
more than enough of it has been formed to saturate the solution.
The formula Ca(OH), shows that one gram atomic weight of
calcium can take the place of two gram atomic weights of hydro-
gen; therefore, the valence of calcium is 2.

It is only the most active metals that displace hydrogen freely
from cold water; nevertheless, many of the metals do react with
water but for one reason or another the reaction does not progress
far. We just saw that calcium hydroxide was only sparingly
soluble. The hydroxides of magnesium, zine, aluminum, lead,
iron are even less soluble. Thus, although a freshly cleaned piece
of metal may react with water, the hydroxide which is produced
adheres to the surface as a coating which separates the metal and
the water. This is the main reason why most of the fairly active
metals seem to be without action on water.

The following few experiments illustrate the action of such
metals with water. In every case it is a question of removing or
breaking through the film of insoluble material coating the surface.

7. Magnesium and Water. (a) Note the appearance of
the surface of some magnesium ribbon. Scrape the surface
with a knife and note the bright metallic luster. Note also
that this luster quickly grows dim. Put the magnesium into
a test tube half filled with water and note that no reaction
takes place. Heat the water to boiling and note that hydro-
gen is not evolved.
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(d) To try the effect of dry steam on hot magnesium,
clamp a piece of Pyrex glass tubing 1 em. in diameter and
18 inches long in position at an angle of about 5° with the
horizontal. Connect the lower end of the tube with a flask
in such a manner that steam generated from the water in the
flask may be conducted through the tube. Connect the
upper end of the tube with a delivery tube, arranged so that the
gases produced in the reaction may be collected over water
in a trough. Place some pieces of magnesium ribbon in the

- middle of the tube. Pass steam through the tube and heat it

cautiously at the lower end until the condensed water is
evaporated and the steam is “dry.” Get the whole length
of the tube well warmed with the burner, so that it appears
perfectly dry inside, and then heat the section containing the
magnesium as strongly as possible. It is rather difficult to
get the magnesium to catch fire, and it may be necessary to
stop the water boiling in the flask for a moment, because the
steam cools the magnesium below its kindling temperature.
As soon as the magnesium catches fire pass steam rapidly
through the tube. Slip a test tube full of water over the end
of the delivery tube. Notice that the magnesium appears to
burn in the dry steam with much the same brilliancy as in air;
that a white smoke and ash (magnesium oxide) is produced
asin air. The blackening of the parts of the glass that were in
contact with the melted magnesium or its vapor may be dis-
regarded as far as the purpose of this experiment goes; it is
due to a reduction of the silicon dioxide of the glass to silicon.
The gas collected in the test tube is found to burn with a color-
less flame and is thus shown to be hydrogen.

(¢) Magnesium amalgam is an alloy (much like a solution)
of mercury and magnesium. It is made by rubbing powdered
magnesium and mercury together in a mortar. Considerable
rubbing is necessary, because the oxide film on the surface of
the metal has to be rubbed off before the mercury can begin
to dissolve the metal. When the amalgamation once begins,
a good deal of heat is produced and the process is soon finished.
A semi liquid or a stiff amalgam is obtained, according to the
proportions used.

Drop a small lump of magnesium amalgam into a test
tube of cold water. A violent reaction takes place. A gas
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is evolved freely which burns with a colorless flame character-
istic of hydrogen. The contents of this tube grow very hot,
and the amalgam disintegrates to yield a finely divided gray
powder which stays suspended in the water.

In experiment (b) the action was extremely slow until the
magnesium reached its melting point. From then on no coherent
film would stick to the liquid surface, and without this mechanical
hindrance to the reacting substances coming in contact with each
other, the natural activity of the magnesium came into play.

In experiment (¢) the amalgam is liquid or at least semi liquid
so that no coherent film of magnesium hydroxide can adhere to the
surface.

That magnesium must be a much more active element than hy-
drogen is shown by the vigor with which it displaces it; in ex-
periment (b), for example, the fact that the oxygen with which the
magnesium was combining had to be withdrawn from its com-
bination with hydrogen did not appear to diminish the vigor of the
reaction sensibly, for the incandescence seemed as bright as if the
magnesium ribbon had been burning in oxygen.

8. Iron and Water. Iron filings do not produce any
measurable quantity of hydrogen either in cold or hot water.
Set up the apparatus described in Experiment 7 (b). Put a
layer of fine iron filings in the middle of the combustion tube
in place of the magnesium. Heat cautiously to vaporize the
liquid water condensed in the tube, and then heat the iron
filings strongly. As the steam from the delivery tube con-
denses in the water in the trough it is seen that an occasional
bubble of gas rises in the test tube. After a short time enough
has collected to test and it is found to burn like hydrogen.

Apparently in this case the coating of oxide on the surface
of the iron is not entirely impervious to gases. At the high tem-
perature the steam diffuses more rapidly through the layer and
thus the production of hydrogen becomes measurably rapid.

9. Removal of Protective Coating by Chemical Action.
Note that aluminum metal resembles magnesium in that it
displays a brilliant metallic luster when its surface has just
been scraped but it quickly loses the brightness of its luster.
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Drop some aluminum turnings into some sodium hydroxide
solution. Note that gas is immediately given off and that the
aluminum in time dissolves completely. The gas is found to
burn like hydrogen.

Insoluble aluminum hydroxide is known to react readily with
sodium hydroxide producing the soluble sodium aluminate

Al(OH); 4+ 3NaOH — NasAlO; 4 3H,0

With the aluminum hydroxide coating thus continually removed
by the sodium hydroxide there is nothing to prevent the progress of
the primary reaction between aluminum and water.

2A1 4+ 6H,0 — 2A1(OH); 4 3H,

10. Chlorine and Water. The * chlorine water”’ in the re-
agent bottle is prepared by dissolving chlorine gas in water.
Take a few cubic centimeters of this solution and (to make
sure that it has been acted upon by light) expose it a few min-
utes to direct sunlight or for a longer time to strong diffused
daylight. Boil the solution under the hood to drive off any
chlorine which is left, and then test the liquid with litmus.
The litmus is turned red. Fill a test tube with chlorine water
and invert it in a small beaker containing chlorine water.
Leave the whole in the bright sunlight for several hours. A
few cubic centimeters of a colorless gas collect in the top of the
inverted test tube, and the yellow color of the chlorine water
gradually fades out. The gas causes a glowing splinter to
burst into flame, which identifies it as oxygen.

Metals more active than hydrogen displaced that element from
water. Non-metals, on the other hand, if active enough, would
displace the oxygen. It is obvious that this is what has happened
and that the acid remaining in solution is hydrochloric acid, HCI.

The total effect of the change is given by the equation

2Cl, + 2H.0 — 4HCI1 + O,

That chlorine is not greatly more active than oxygen is shown by
the fact that this reaction does not take place in the dark, and only
slowly under the action of sunlight.
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OxipEs AND WATER

Nearly all the elements are capable of combining with oxygen
to form oxides. All the oxides have a greater or less tendency
to combine with water or with other oxides. In general the oxides
of metals combine with water to form bases, and the oxides of non-
metals combine with water to form acids.

11, Sodium Oxide and Water. Support a porcelain cru-
cible cover on a triangle and heat it to redness; while it is
thus hot, place upon it, by means of iron pincers, a piece of
sodium the size of a small pea. Remove the burner and let
the sodium burn. When cold dissolve the white oxide in a few
cubic centimeters of water and test the solution with litmus.
Notice some effervescence when the oxide is dissolving. Note
that the solution turns litmus blue and feels very slippery
when rubbed between the fingers.

When sodium burns in an abundance of air an oxide of the
formula Na;O, and called sodium peroxide is formed. When
sodium peroxide is treated with water it reacts according to the
equation

2N3202 + 2H20 — 4NaOH + 02
thus losing one-half of its oxygen and yielding soluble sodium
hydroxide. If the peroxide is heated with sodium out of contact
with the air sodium oxide, Na.O, is formed. This compound
has half as much oxygen to a given weight of sodium as the per-
oxide. Sodium oxide reacts with water to form sodium hydroxide
without the liberation of oxygen.

Na.O + H.,O — 2NaOH

Sodium hydroxide, NaOH, is very soluble in water; it is one of the
strongest bases.

12, Calcium Oxide and Water. The well-known sub-
stance ‘ quicklime ”’ is calcium oxide. Calcium oxide could be
made by burning bits of calcium, but the oxide quickly coats
over the surface of the metal, and it is difficult to make the
interior portions of the lump react. For this experiment
take a lump of quicklime out of a recently opened container.
Cover it with water in a porcelain dish and then pour off the
excess of water that did not soak into the porous lump. Note



72 WATER AND SOLUTION

that the lump soon grows very hot, giving off clouds of steam,
and swells up and tumbles apart to form a fluffy white powder.
Stir a little of this powder with water. It makes a milky
suspension. If some of this suspension is placed in a test tube
the white solid settles and a clear liquid remains above. This
liquid colors litmus blue.

It is obvious from the large amount of heat developed that
the affinity between calcium oxide and hydrogen oxide is very
great.

Ca0 + H,0 — Ca(OH),

The same substance, calecium hydroxide, is formed here as in the
action of calcium metal on water, only in this case no hydrogen is
displaced. Calcium hydroxide is not very soluble in water, and
mainly on that account it is not as strong a base as sodium hydrox-
ide. The saturated solution is called “lime water.”

13, Magnesium Oxide and Water. Burn a piece of mag-
nesium ribbon held in pincers so that the ash falls into a
clean dish. Stir half of the ash into a small beaker full of
water and test the solution with litmus. Wet the other half
of the ash with a single drop of water and place the moistened
mass on one side of a strip of red litmus paper. Look on the
other side of the paper and note that in a little while the center
of the wet spot turns blue.

MgO + H;0 — Mg(OH).

Magnesium- oxide does not combine as energetically with water
as calcium oxide, and the magnesium hydroxide formed is very
much more insoluble than calcium hydroxide. Thus the satu-
rated solution of the hydroxide is barely alkaline enough to color
litmus blue.

The hydroxides of aluminum and of the heavy metals are much
more insoluble even than magnesium hydroxide, and for the most
part their suspensions do not affect litmus. The hydroxides of the
metals are, however, considered basic although very weakly so.

14. Non-Metal Oxides and Water. Burn small pieces
of (a) phosphorus (use red phosphorus), (b) sulphur, and
(¢) carbon (charcoal) successively in large, clean bottles of
air, The phosphorus and sulphur may be introduced in a
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deflagrating spoon made by winding a piece of wire around a
piece of chalk one end of which has been scooped out. A
large piece of charcoal should be attached to a wire and held
in the flame until it glows brightly before it is put in the jar.
Quickly add 3 to 5 cc. of water to each bottle, close it with a
glass plate (or the palm of the hand), and shake vigorously a
few moments. Test the solutions with litmus. In each case
the litmus turns red.

This experiment shows that non-metals form oxides which react
with water to produce acids.

4P + 502 d 2P205 P205 + 3H20 e 2H3PO4
S 4+ 0; — SO, SO, + H.,O = H,S0;
C + 02 hd COg COz + H20 ‘—_—\- H2003

The oxides of phosphorus and sulphur are quite readily soluble
but carbon dioxide is very much less soluble.

WATER CoNTAINS Two SEPARATELY REPLACEABLE PORTIONS
or HYDROGEN

When sodium or calcium reacts with water hydrogen is liberated
and sodium or calcium hydroxide is formed. The formula
NaOH or Ca(OH); shows that the compound still contains one-half
of the hydrogen of the original water, but let us imagine for a
moment that we are in the place of the early chemists who were
finding out things for the first time. They carefully dried these
hydroxides and then tried experiments to see if any more hydrogen
was obtained from the hydroxides. When they found that they
could obtain an amount of hydrogen just equal to that displaced
from the water by the metal when the hydroxide was prepared,
they drew the conclusion that water contained two parts of hydro-
gen in combination with one part of oxygen. This experiment was
one of the strong arguments which led to the adoption of the
formula H,0 for water rather than HO.

15. Mix 2 grams of dry powdered sodium hydroxide and
3 grams of zine dust in a mortar. Place the mixture in
a hard glass test tube fitted with a delivery tube. Heat the
mixture in the tube; collect a little of the evolved gas and
show by a test that it is hydrogen.
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Water as a Solvent: Concentration of Solutions

The importance of water depends in very large measure on its
ability to dissolve other substances. Oftentimes substances
which, in the dry state, will not react, do react when they are dis-
solved and their solutions mixed. If a reaction is to be brought
about between two substances in solution it is a matter of impor-
tance to know how much of each solution to take, and to do this
it is necessary to know the concentration of the solutions.

Concentration is the ratio of the amount of dissolved sub-
stance either to the volume of the solution or to the weight of the
solvent. In the problems in this chapter, and generally in analy-
tical and synthetic chemistry, the concentration is based on the
volume of the solution, usually 1 liter. In Chapter III, on the
other hand, concentrations are based on weight of solvent, usually
1,000 grams. The amount of dissolved substance may be expressed
in weight — grams — but it is usual in chemical work to express it
in moles, formula weights, or equivalent weights.

Mole. A mole is one gram molecular weight of a substance,
e.g. 36.5 grams of HCL.

Molal Solution. A molal solution contains one mole of dis-
solved substance in 1 liter of solution, e.g., 40 grams of NaOH or
98 grams of HySO,. One liter of the solution contains less than
1,000 grams of water, but the weight of the whole solution is
usually more than 1,000 grams.

Formula Weight. A formula weight of a substance means
exactly the same as a mole if the formula is the molecular formula.
Sometimes, however, the molecular weight of a substance is not
known although its composition is known and an empirical formula
isgiven. In such a case the meaning of the term mole is not cer-
tain, but the meaning of formula weight is perfectly definite: it is
the number of grams obtained by adding up the total of the atomic
weights in the formula as it is written.

Formal Solution. A formal solution contains one formula
weight of the dissolved substance in 1 liter of solution.

Equivalent Weight. The gram equivalent weight of a sub-
stance is that amount which is equivalent in a reaction to 1.008
grams of hydrogen. The gram equivalent weight of an acid is
found by dividing the molecular weight by the number of hydro-

gens available for a reaction such as neutralization. The gram
equivalent weight of HCI is :%§ grams, and of H,SO, 92—8 grams.
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The gram equivalent weight of a base is the weight in grams re-
quired to neutralize one gram atomic weight of hydrogen in an
acid. In the reaction HCl 4+ NaOH — H,0 4+ NaCl one mole
of NaOH exactly neutralizes one mole of HCl. Therefore, 40
grams of NaOH are equivalent to 36.5 grams of HCL. If calcium
hydroxide is used, the equation Ca(OH), 4+ 2HCl — 2H.O +
CaCl, shows that the gram equivalent weight is %’ or 37
grams.

The gram equivalent weight of salts is obtained in the same way.
In the two neutralization reactions mentioned above, one mole of
NaCl and one-half mole of CaCl; are each equivalent to one mole
of HCl. The equivalent weights are —581—5 grams of NaCl and %
grams of CaCl,.

Normal Solution. A normal solution contains one equivalent
weight of the dissolved substance in 1 liter of solution. In a liter
of normal hydrochloric acid (written 1 N HCI) there are %‘—5
grams of hydrogen chloride and enough water to make 1 liter of
solution. A liter of 6 N HCI contains 6 times as much acid,
6 X 36.5

1
it is not convenient to measure or weigh hydrogen chloride gas in
making solutions, a concentrated solution of known composition
is diluted to the desired normality. The concentrated acid of
commerce is approximately 12 N, and, to make a 1 N solution from
1, LO00
712

grams of hydrogen chloride in a liter of solution. Since

ce. are diluted to 1 liter. A liter of normal sulphuric acid

contains 92§ grams of the pure acid. In practice, concentrated

sulphuric acid, which is approximately 36 N, is diluted to give the
desired normality. A normal solution of sodium hydroxide con-
tains 40 grams of base in a liter of solution; one of Ba(OH), con-

tains 17 grams of base in 1 liter of solution.

2

From this discussion it is obvious that 1 liter or I N acid will

neutralize exactly 1 liter of 1N base. It follows that a given

volume of a 1N solution of any acid will exactly neutralize an
equal volume of a 1 N solution of any base.
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Experiment 6
STANDARDIZATION OF SOLUTIONS

If we have a solution of an acid of known normality we can
determine the concentration of an unknown basic solution by
finding what volumes of the two solutions are required to produce
neutrality. For example, it is found that 60 cc. of a 0.5 N hydro-
chloric acid solution are required to neutralize 25 ce. of a sodium
hydroxide solution of unknown concentration. The normality
of the base is 1.2, or the solution contains 48 grams of solid NaOH
per liter. In general )

Ny: Ng=Vg:Vy
V4 = volume of acid and N4 = normality of acid.
Vs = volume of base and N = normality of base.

Instead of a hydroxide a carbonate may be used to neutralize an
acid Na,C0; + 2HCI — 2NaCl + H;0 + CO,
A 1N solution of sodium carbonate (molecular weight = 106)

contains 1—(;5 grams of solid in a liter of solution. Since sodium
carbonate can be obtained in a high state of purity and can be
accurately weighed it is frequently used to determine the exact
concentration of an acid solution. Any solution, the concentration
of which has been accurately determined, is known as a ‘“ standard
solution.”

In this experiment hydrochloric acid will be standardized against
a known weight of pure sodium carbonate. A solution of methyl
orange will be used as an indicator to tell when the solution is
neutral. This indicator is pink in acid solution and yellow in
alkaline solution (see page 135).

The process of comparing the concentration of solutions is
known as titration. The apparatus used is a burette, a glass tube
accurately graduated in cubic centimeters.

Apparatus: two 50-cc. burettes.
2 burette clamps. .
500-cc. graduated cylinder.
bottle with glass stopper.
bottle with rubber stopper.
300-cc. Erlenmeyer flask.
large vial.
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Materials: 12 N hydrochloric acid.
sodium hydroxide, pellet form.
sodium carbonate, anhydrous.
solution of methyl orange.

Procedure: (a) Prepare an approximately 0.5N HCI solution
by diluting 21 cc. of 12N HCI with 479 ce. of distilled water.
After thoroughly mixing, store it in the glass-stoppered bottle.

. (b) Prepare an approximately 0.5 N NaOH solution by weighing
out 10.5 grams of the solid fused NaOH (0.25 F.W., allowing
5 per cent for impurities). After thoroughly mixing with 500 ce.
of distilled water, store it in the rubber-stoppered bottle.

(¢) Pour about 10 ce. of the hydrochlorie acid solution into one
of the burettes. Rinse it back and forth, and let the acid drain
out of the tip. Repeat the rinsing with two more 10-cc. portions
of acid. Fill the burette with the acid solution and clamp it to a
ring stand. In the same manner rinse and fill the other burette
with the sodium hydroxide solution. Clamp this
burette to the same ring stand. Make sure that
there are no bubbles of air in the tip of the burettes.
If any are found, they must be removed. This
can be done by opening the stop cock and allowing
the solution to run out rapidly. Drain enough of
the solution from the burette to bring the menis-
cus on the graduated scale. Allow the solution
to stand a minute until the film of liquid on the
wall of the tube has time to drain. Read the
position of the lower curve of the meniscus. This
should be done by putting a strip of white paper
around the burette with the upper straight edge
two small divisions below the bottom of the menis- N
cus and bringing the eye to a position exactly hori- Fra. 16
zontal with upper edge of the paper (Fig. 16).

Record this reading as the initial volume. Do not try to set the
meniscus on any particular line, but read it exactly wherever it
comes to rest. Run approximately 40 cc. of the HCI into the
300-cc. Erlenmeyer flask; add 100 cc. of water and 2 drops of
methyl orange. Then run in NaOH until the color changes from
pink to yellow. Rotate the flask to insure thorough mixing, and
rinse down the wall of the flask with distilled water from the wash
bottle. Since the ‘“end point” is probably overstepped a little,

w@u[un]nu[nn[;no

f
»
i

(oo

Al




78 WATER AND SOLUTION

add HCI, drop by drop, until the color changes to pink, and then
make sure that a single drop, or less, of NaOH turns the color yel-
low after thorough mixing. Record the final reading of both bur-
ettes. Calculate the number of cubic centimeters of HCI equiva-
lent to 1 cc. of NaOH. Confirm your result by running a duplicate,
and for the final value use the average of your two determinations.
Enter your data in your note book according to the following plan:

HCl acainst NaOH

First trial Second trial
HCI end reading 41.23 ce. 41.20 ce.
Initial reading 1.33 0.05
39.90 cc. 41.15 ce.
NaOH end reading 40.70 cc. 4243 ce.
Initial reading 0.25 0.65
40.45 cc. 41.78 cc.
1 ce. NaOH = cc. HCI 0.9864 0.9849

Average 0.9857

(d) Standardize the HCI solution against pure anhydrous
sodium carbonate. Put some dry sodium carbonate (balance
room) into a large vial, and weigh it accurately. Transfer ap-
proximately 1 gram of the solid to a dry 300-cc. Erlenmeyer
flask. Weigh the vial again to find the exact weight of the sodium
carbonate. Add 100 cc. of distilled water to the flask, and 2 drops
of methyl orange. When the carbonate has dissolved completely,
run in the HCIl from the burette, about 2 cc. at a time, with
shaking after each addition, until the pink color disappears more
slowly on shaking; and then proceed more cautiously until a single
drop of the acid turns the color from yellow to red. If the “end
point ”’ is overstepped, add NaOH to bring the yellow color back,
and again add HCl, a drop at a time, until the exact end point is
reached. Immediately perform a duplicate standardization with
a second sample of pure Na,CO;. On the left-hand page of the
note book should be recorded the weight of the Na,COs, and the
initial and final reading of both the HCl and NaOH burettes.

From the total HCIl subtract the volume equivalent to the
NaOH that may have been used in titrating back. Find the
number of equivalent weights of Nay,COj; equal to 1,000 ce. of
the HCl. Take the average of the duplicate determinations as
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the normality of the HCl. Calculate also the exact normality of the
NaOH.

Preserve these standardized solutions for the later determina-
tion of the yield of NaOH in the electrolysis of brine (page 185)
and in the preparation of NaOH (page 183).

Specific Gravity. The specific gravity of a liquid is the ratio of
its weight to the weight of an equal volume of pure water at the
temperature of its maximum density (4°C.). This applies alike
to pure liquids such as acetic acid and to solutions.

Substances dissolved in water change the specific gravity, and
since specific gravity is one of the properties of a liquid most easily
measured with great precision, it is much used by chemists for
determining the concentration of solutions which are known to
contain only a single dissolved substance.

Tabulations have been prepared for many common substances
such as hydrochloric acid, sodium hydroxide, ammonia, and al-
cohol, in which the specific gravity and the corresponding percent-
age by weight of the solution have been placed in parallel columns
covering the whole range from pure water to saturated solution.
For example, if we wish to find the concentration of a given solu-
tion of NaOH, we measure its specific gravity which proves to be
1.390. Opposite this specific gravity in the table we find (inter-
polating if necessary) the percentage composition by weight, and
we derive the concentration as follows:

SoLutioN oF NaOH

Specific gravity 1.390 Percentage by weight 36.00
Weight of 1 liter = 1,000 X 1.390 = 1,390 grams
Grams NaOH per liter = 1,390 X 0.3600 = 500.4
F.W. of NaOH per liter = 500.4/40 = 12.5
Normality of NaOH solution = 12.5

The Use of the Formula Weight Method in Chemical Arithmetic.
A chemical equation tells not only what substances, but also how
much of these substances, are involved in a chemical reaction.
For example, the equation

Na,CO;3; + Ca(OH)z — CaCO; + 2NaOH

reads: 1 F.W., or 106 grams, of sodium carbonate reacts with1 F.W.,
or 74 grams, of calcium hydroxide to give 1 F.W., or 100 grams, of
calcium carbonate and 2 F.W., or 80 grams, of sodium hydroxide.
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If now we want to find the weight of materials necessary to
provide 400 grams of NaOH we translate this into F.W. From
inspection of the equation we find the number of F.W. of each
material and then translate into grams:

400 grams NaOH = 400/40 = 10 F.W.
NaoCO; required = $ X 10 = 5 FW. = 5 X 106 = 530 grams
Ca(OH); required = 3 X 10 = 5 FW. = 5 X 74 = 370 grams

PROBLEMS

1. How many times normal is each of the following solu-
tions?

(a) molal H.SO,.

(b) formal Al;(SOy)s.

(¢) molal AIClIs;.

(d) 0.1 molal Na3PO4.

(e) 3 molal H2SO.,.

() 6 molal HNO;.

(g) 2.5 formal MgSO,.

2. How many times formal are the following solutions?

(a) 6 N HCL

(b) normal NazPO,.

(C) 05N KzSO4.

(d) 0.1 N K,(FeCgNg).

(e) 0.4N Ba(OH).,.

(f) normal CuSO,.

3. (@) What is the normality of a solution of HCI contain-
ing 39 per cent by weight of HCI and of specific gravity 1.19?

() of a solution of HCI containing 20 per cent by weight
and of specific gravity 1.12?

(¢) of a solution of HNO; containing 68.6 per cent by
weight and of specific gravity 1.41?

(d) of sulphuric acid containing 96 per cent HsSO, and of
specific gravity 1.84?

4. What is the percentage by weight of the following
solutions?

(a) 6 N HNOs, specific gravity 1.195.

(b) 6 N HCI specific gravity 1.100.

(¢) 6 N H,S0,, specific gravity 1.181.

(d) 0.5N H(C.;H30;), specific gravity 1.00.
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5. How many cubic centimeters of the concentrated sulphu-
ric acid of 3 (d) should be taken to make 1 liter of normal
solution?

6. How many liters of HCI (gas, figured at standard condi-
tions) are required to make 1 liter of 12 N acid?

7. (a) How many cubic centimeters of 6 N HCI are needed
to dissolve 1 gram of zinc? Zn 4+ 2HCl — ZnCl, + H..

(b) How many cubic centimeters of hydrogen are evolved?

8. (a) What weight of calcium carbonate will react with 1
liter of 6 N HCI? CaCO; + 2HCI] — CaCl; 4+ H,0 + CO..

(b) What volume of carbon dioxide will be evolved?

9. It is desired to find the concentration of a solution of
calcium hydroxide. Five hundred cubic centimeters of this
solution are carefully measured into a beaker, litmus is added,
and a 0.5 N solution of HCl is run in until the color just changes
from blue to red. The volume of the HCI solution thus used
is 40 ce.

(a) What is the normal concentration of the calcium hy-
droxide solution?

(b) the molal concentration?

(¢) the percentage by weight (specific gravity = 1.00)?

GENERAL QuEesTioNs II

1. Define solution.

2. Water is essential to the maintenance of plant and
animal life. Discuss the properties of water that make it so.

3. Discuss the nature of the compounds of salts and water.

4. Describe two different classes of compounds formed
from oxides and water.

5. What is the meaning of the term hydrate? Why is
the compound of an oxide and water not regarded as a hy-
drate?

6. Explain the use of the term hydroxide in naming the
compound of a metal oxide and water.

7. Contrast the action of a metal with that of a metal
oxide on water in the formation of a hydroxide.

8. Contrast the formation of chlorine hydrate with the
action of chlorine and water in sunlight.



CHAPTER III
THE THEORY OF IONIZATION

A substance dissolved in a liquid is in a state that resembles the
gaseous state in many respects. It is thoroughly dispersed, and
just as a gas expands into any available space, so a dissolved sub-
stance or solute expands or diffuses until its concentration is uni-
form throughout the solution. It is its tendency to expand which
makes a gas exert pressure. The similar tendency of a solute to
expand throughout the liquid causes osmotic pressure, which is
very similar to gas pressure and has approximately the same mag-
nitude as the pressure of an equal number of moles of a gas in the
same volume at the same temperature. The molecular weights
of gaseous substances can be determined when the weight, volume,
temperature, and pressure are known. Similarly the molecular
weight of a solute can be determined when its weight, volume of the
solution, temperature, and osmotic pressure are known. Although
osmotic pressure is difficult to measure there are other properties
of solutions, related to osmotic pressure, which are readily measured
and serve to determine the molecular weight of the solute.

Soluble substances fall into two classes: those that give solutions
which do not conduct electricity, called non-electrolytes; and those
that give solutions that do conduct electricity, called electrolytes.
In solution non-electrolytes behave normally, or in other words,
molecular weight methods show the same number of moles that one
would expect to find in the gaseous state of that substance if it
were volatile. Electrolytes, on the other hand, show a greater
number of moles than one would normally expect to find.

These facts are accounted for in the theory of ionization, ac-
cording to which electrolytes in solution are dissociated into ions.
These ions are the positively and negatively charged parts into
which the electrolytes dissociate. The individual ion has the same
effect as a complete unionized molecule in causing osmotic pres-
sure and related effects. Under electrical attraction the ions can
move through the solution towards the respective electrodes and

thus they can conduct a current.
82
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A careful study of the laboratory experiments and a working
out of the problems in the following sections should give one an
understanding of the theory of ionization, a theory which is of the
greatest service in interpreting the chemistry of solutions. Al-
though the experiments are printed consecutively in one section
and the problems in the next, the two sections should be studied
together.

Experiments

1. Osmotic Pressure. The formation of osmotic membranes,
as well as the existence of osmotic pressure, may be qualitatively
shown by what may be called the mineral garden, prepared as
follows: small lumps or crystals.of certain very soluble salts, such
as ferric chloride, copper chloride, nickel nitrate, cobalt chloride,
and manganese sulphate, are dropped into 50 cec. of a solution of
sodium silicate, or water glass (sp. gr. 1.1), in a small beaker.
The success of the experiment depends on using small, distinct
fragments of the salts. Their behavior resembles that of grow-
ing seeds, as they appear to sprout immediately and to send up
shoots toward the surface of the liquid, which grow with a visible
rapidity.

Record this experiment in the note book, giving a description
and an explanation in your own words. Wash the beaker im-
mediately after the experiment, as the sodium silicate solution
will etch the glass.

ELECTRICAL CONDUCTIVITY OF SUBSTANCES IN SOLUTION

Use the conductivity apparatus found on the ends of the desks, a
diagram of which is given in Fig. 17.

Electrodes A consist of copper rods set so that they will pass into
the two arms of a U-tube when it is raised from underneath. A
lamp of high wattage should be used with these electrodes, which
are designed to show differences in conductivity among good
conductors.

Electrodes B consist of fine platinum wires supported upon glass
rods, and are to be used with a lamp of about 15 watts. They
are to be used in testing the conductivity of solutions of weak
electrolytes in a 3-inch vial. This vial may be raised until the
electrodes are immersed in the liquid. Before testing the conduc-
tivity of any given solution rinse the platinum electrodes with
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distilled water until, when they are immersed for 10 seconds or
more, no sign of a glow is seen in the lamp filament. To illustrate
the necessity for this precaution, first immerse the electrodes in
hydrochloric acid solution, then, without rinsing, immerse them in
a vial of pure water; the lamp will glow very distinctly.

43

00 ap
|
|

T

— Copper

Fiag. 17

2. Electrical Conductivity. (a) Pure Substances. Note that
the lamp does not glow when air fills the space between the elec-
trodes. Then raise successively between electrodes B distilled
water, alcohol, pure acetic acid (labeled “glacial acetic acid ”’),
and place in contact with electrodes A lumps of any two dry
salts found in the laboratory, for example, common salt, NaCl,
and blue vitriol, CuSO,4-5H:0.

What general statement can be made about the conductivity
of pure non-metallic substances, gaseous, liquid, or solid?
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(b) Solutions of Electrolytes. Test for conductivity each of
the following solutions: Crush about 0.3 gram of each of the solid
salts tested in (a) to a powder and dissolve each in 10 cc. of water.
Add 10 drops of glacial acetic acid to 10 ce. of water. Dilute 2
ce. of each of the laboratory acids (which are already in solution
in water) with 10 cc. of water. Dissolve about 0.3 gram each of
sodium hydroxide and potassium hydroxide in 10 cc. of water.
Dilute 2 ce. of ammonium hydroxide solution with 10 ce. of water.

List the above solutions in the order of their conductivity.
What classes of substances conduct when in solution? What ex-
planation can you give of electrolytic conductance, and how can
you account for the fact that some solutions conduct much better
than others?

(¢) Solutions of Non-Electrolytes. Dissolve 0.5 gram of cane
sugar, 0.5 gram of urea, 0.5 cc. of aleohol, 0.5 cc. of glycerine each
in 10 cc. of water, and test the conductivity of the solutions.

Acips

3. Test the conductivity of pure tartaric acid (a solid) and of
pure acetic acid (glacial acetic acid).

Then test the conductivity of these same acids dissolved in
10 to 20 parts of water, and also of other common laboratory acids
diluted with water.

Look up the percentage of ionization in 0.1 N solution (table
on page 100) of each of the acids. What component is common to
all acids and is responsible for the characteristic properties of
acids? Name the other components (7.e., species of ions or mole-
cules) in any acid solution.

4, Strong and Weak Acids. In order to compare the strength
of acids it is necessary to have solutions of the same concentra-
tion. Prepare 50 cc. each of 0.1 N hydrochloric and acetic acids
by diluting 5 cc. of 1N acid with 45 cc. water. Carefully com-
pare the conductivity of these 0.1 N acids, using electrodes B.
Carefully compare the intensity of the sour or acid taste,* but donot
swallow any of the acid. Rinse out the mouth with water. Quite
a bit of experimenting is necessary to find just the amount of acid

* Since a chemist should be familiar with the taste of hydrogen and hy-
droxyl ions, we have set the very bad precedent here of giving directions to
taste the dilute solutions of acids and bases. In no other case should any
laboratory chemical be taken in the mouth.
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to take and how long to hold it on the tongue in order to get a fair
estimate of the comparative acidity. It must be borne in mind
that the strong acid may partly paralyze the nerves of the tongue
for a short time; therefore, after tasting one acid, wait a short time
before tasting another. Compare the effect of the two 0.1N
acids on blue litmus.

The conductivity of the two acids ought to be proportional to
the degree of ionization; likewise the sour taste, which is the
property of the hydrogen ion, ought to be proportional to the
degree of ionization; even the weaker acid contains enough hydro-
gen ions completely to turn the color of the very sensitive litmus,
so no difference is shown by this indicator.

Make a tabulation for each acid of the number of grams of the
four components present in 1 liter of 0.1 N solution: (1) water,
(2) un-ionized acid, (3) hydrogen ion, (4) acid radical ion. (Con-
sult table of ionization values on page 100.) Arrange the tabula-
tion for each acid somewhat on the following plan.

CompoNENTS IN 1 LiTER oF 0.1 N AceTic AcID

Total acetic acid 0.1 X 60 = 6.0grams
Water 1000 — 6 = 994 ¢

Ionized acetic acid........... = .....
Un-ionized acid. . ........... = .....

Bases

5. Test the electrical conductivity of a dry lump of sodium or
potassium hydroxide (do not handle it with the fingers) before its
surface has become wet by taking moisture from the atmosphere.
Then test the conductivity of dilute solutions of sodium, potassium,
and ammonium hydroxides. Rub a single drop of 1N NaOH
lightly between the thumb and forefinger and note the slippery
feeling. Immediately rinse the alkali from the fingers since it
would very soon take off the skin. Repeat the experiment with a
drop of 1 N NH,OH.

Look up the percentage of ionization in 0.1 N solution of each
of the bases. What component is common to all bases and is
responsible for the characteristic properties of bases? Name the
other components in any base solution.
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6. Strong and Weak Bases. Repeat in every detail Experiment
4, using sodium hydroxide and ammonium hydroxide as typical
of a strong and a weak base. Make similar tabulations of the
weight of each of the components, (1) water, (2) un-ionized base,
(3) metal radical ion, and (4) hydroxyl ion, in 1 liter of 0.1 N
solution.

NEUTRALIZATION

7. Neutralization of a Strong Acid and a Strong Base. Fill
a narrow U-tube with 1 N hydrochloric acid and insert electrodes
A until the lamp glows dimly but distinctly. Note carefully the
depth to which the electrodes are inserted. Then refill the tube
with 1N sodium hydroxide, again insert the electrodes to the
same depth, and notice how strongly the lamp glows.

Run 10 cc. of 1 N hydrochloric acid into a beaker, add 1 drop
of litmus solution, and then add 1N sodium hydroxide until the
color changes to blue. Add a drop or two more acid until the
color again changes, and finally bring the solution to the exact
neutral point when 1 drop of acid will turn the litmus red and a
single drop of base will bring back the blue.

Fill the same U-tube with this neutralized solution, insert the
electrodes to the same depth as before, and compare the conduc-
tivity of the neutral solution with that of the acid and the base.

Explain the process of neutralization according to the ionic
theory, and account for any differences noted in the conduectivity.
Write the ionic equation.

Write ionic equations from now on whenever it is possible. Use
the intersecting method as described in Rules 1-8 on page 104.
Do not, however, neglect to give the explanation in words in ad-
dition to the equation.

8. Neutralization of a Weak Acid and a Weak Base. Test
separately the conductivity of 1N acetic acid and of 1N am-
monium hydroxide, this time using electrodes B. Neutralize
10 cc. of the 1 N acid by adding the 1NV base in the same manner
as in Experiment 7; and compare the conductivity of the neutral-
ized solution with that of the acid and base separately.

Explain the neutralization of a weak acid and a weak base ac-
cording to the ionic theory, and account for the change observed
in the conduectivity. Explain why the neutral solution contains
no undissociated molecules of the acid and base.
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9. High Ionization of All Salt Solutions. The object of Ex-
periments 7 and 8 was to show the relative number of ions in
equivalent acid and base solutions and in the neutral solution re-
sulting from adding the two together. In Experiment 7 the
same electrodes held the same distance apart with the same vol-
ume of liquid between them were used on all three solutions tested.
Hence the brightness of the lamp was proportional to the number
of ions in the solution. But in Experiment 8 a different kind
of electrode was used, and, although a valid comparison of
the concentration of ions in the three solutions of that experiment
was obtained, the brightness of the lamp shown for the neutral
solutions of the two experiments gives no comparison of the num-
ber of ions. Remember that the neutral solution in each experi-
ment is 0.5 N with respect to the salt.

Prepare again a neutral solution of sodium chloride by neutral-
izing normal sodium hydroxide with normal hydrochloric acid,
and a neutral solution of ammonium acetate by neutralizing
normal ammonium hydroxide with normal acetic acid. Test the
conductivity of both solutions with electrodes A and again test
both with electrodes B.

What general statement can be made about the ionization of
salts? Explain again (although the write-up of Experiment 8
should already contain the explanation) why the salt of a weak
acid and a weak base can be as highly ionized as the salt of a strong
acid and a strong base.

DisPLACEMENT OF WEAK AcIDS AND BASEs

10. Displacement of a Weak Acid from its Neutral Salt by
Means of a Stronger Acid. (a) To 2 cc. of 1 N sodium benzoate
solution, NaC;H;0:, add a few drops of 6 N H,80,. At 30 drops
to the cubic centimeter how many drops of the 6 N acid would be
equivalent to the 2 ce. of 1 N salt? How does this experiment
illustrate the displacement: of a weak acid from its salt?

(b) Observe cautiously the odor of 6 N acetic acid. Dilute
1 ce. with 5 ce. of water to make the solution 1 N and see whether
the odor is still detectable in the cold. Warm the solution and see
if the odor is noticeable.

Warm 2 cc. of 1N sodium acetate solution, NaC,H30,, barely
to the boiling point. Remove it from the flame and observe
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whether it has an odor. Add a few drops of 6 N H,SO, to the warm
sodium acetate solution and observe whether there is an odor of
acetic acid. Suppose that exactly equal volumes of 02N
NaC.H;0, + 0.2N HCI had been used; what percentage of the
way to completion would the reaction have gone? Compare the
completeness of this reaction with that of neutralization.

(¢) To 5 ce. of sodium carbonate solution add acetic acid, a
few drops at a time, till action ceases. What is the gas formed?
What acid is displaced in this case? How is the completeness of
its displacement affected by the escape of the gas?

(d) Treat a small quantity of calcium carbonate with an excess
of dilute hydrochloric acid, and see whether it will all dissolve.
Calcium carbonate is usually considered as an insoluble substance,
nevertheless it is slightly soluble in pure water. Look up its
exact solubility (solubility table on page 364). How would the
acid react with the small amount of calcium carbonate in solution?
How would the equilibrium between the solid calcium carbonate
and its saturated solution be affected by this reaction? To sum
up, explain how the calcium carbonate dissolves in acids.

11, Displacement of a Weak Base from Its Neutral Salt by
Means of a Stronger Base. (a) Note whether a solution of am-
monium chloride has the odor of ammonia. Warm 2 cc. of this
solution to about 50°, note again whether there is an odor; add a
little sodium hydroxide solution and again note if there is an odor.

At 50°, ammonia, NH;, from the non-electrolytic dissociation
of NH,OH (see page 111), escapes as a gas from the solution to a
sufficient extent to give a powerful odor. Thus the odor of am-
monia indicates the presence of NH,OH in solution. On the other
hand, the amount of gas which escapes during this experiment is
too small to cause a significant change of concentration of the com-
ponents of the solution. If equal volumes of cold 0.2 N NH,CI
and 0.2 N NaOH are mixed, to what degree of completion does the
formation of un-ionized NH,OH proceed?

(b) To 1 cc. of a magnesium sulphate solution add 5 cc. of water
and then a few drops of sodium hydroxide solution. Look up
the solubility and the degree of ionization of magnesium hydroxide
(page 101). Calculate the hydroxyl-ion concentration in a sat-
urated solution of Mg(OH)s,.

(¢) To 1 cc. of magnesium sulphate solution add 5 ce. of water
and then a few drops of ammonium hydroxide solution. Then
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add some ammonium chloride solution. Explain the effect on the
hydroxyl-ion concentration of adding an ammonium salt to an
ammonium hydroxide solution.

(d) To 1 ce. of a ferric chloride solution add 5 cc. of water and
then a few drops of ammonium hydroxide solution. Then add
some ammonium chloride solution.

CHARACTERISTIC REACTIONS oF CERTAIN IoNs

If two ionized substances are brought together in a solution,
and one of the possible new combinations of a positive and a
negative ion is an insoluble solid substance, that substance will
form as a precipitate. Characteristic precipitates serve as a
means of identifying specific ions.

Some ions possess characteristic colors which they impart to a
clear solution. Thus the cupric ion, Cutt, is blue and all dilute
solutions of cupric salts are clear blue unless the color is modified by
another colored component. Thus the appearance of a color or
a change of color in a clear solution when a reagent is added helps
to identify the ions present.

In the following experiments an inexperienced student always
is impelled to make the mistake of using too concentrated solu-
tions and adding too much reagent. This not only wastes ex-
pensive chemicals, but it also obscures the effects to be observed.
The procedure that should be followed is to take about 1 cc. of
the solution to be tested, dilute this with 5 cc. of water, and add
the reagent a single drop at a time, shaking thoroughly after each
drop. In this way keep adding reagent until no further change
is brought about. It often happens that a limited amount of
reagent will produce an effect, say a precipitate, and a larger
amount will produce another effect, say redissolve the precipitate.
If the reagent is “dumped in "’ carelessly these effects may be missed.

12. Chloride Ions. To solutions of various chlorides, such as
hydrochloric acid, sodium chloride, and calcium chloride, add a few
drops of a solution of a silver salt — silver nitrate or silver sul-
phate. To the resulting suspension add 6 N HNO;. Does the
precipitate dissolve?

To a solution of potassium chlorate (free from chloride) add a
few drops of silver nitrate.

How may the presence of chloride ions be recognized? Why
is not the same test given by the chlorine in potassium chlorate?
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13. Sulphate Ions. To solutions of soluble sulphates, such as
sodium sulphate, copper sulphate, sulphuric acid, add barium
chloride solution. After the effect of this reagent is noted add
hydrochloric acid to see whether the precipitate is redissolved by
acid.

14, Copper Ions. (a) To 5 cc. of copper sulphate solution,
add NH,OH in small amount and then in excess.

In writing ionic equations consider the light blue precipitate as
Cu(OH)., for the sake of simplicity, instead of the rather indefinite
basic salt. To explain the deep blue color consult page 118.

() To another sample of cupric salt solution add ammonium
sulphide. Divide the black suspension in two parts; add HCI
to one part, and NH,OH to the other, to see whether the precipi-
tate is soluble in either of these reagents.

15. Zinc Ions. Repeat every step of the preceding experiment
using a zine salt instead of a copper salt.

Using the information gained in these two experiments, devise
a method by which you could detect the presence of a small amount
of zine salt in a solution containing copper salt.

16. Ferrous Ions. Repeat (a) and (b) of Experiment 14 upon a
ferrous salt instead of a cupric salt.

(¢) To a solution of ferrous sulphate add a freshly prepared
solution of potassium ferricyanide, K;(Fe(CN)s).

17. Ferric Ions. (a) To a solution of ferric chloride add
NH,OH.

() To other samples of the ferric salt solution add potassium
ferrocyanide K (Fe(CN)s), and potassium thiocyanate, KCNS,
respectively.

18. Silver Ions. (a) Recalling Experiment 12, state how
chloride ions may be used as a reagent for silver ions.

() To 2 cc. of 0.1 N AgNO; add NH,OH very cautiously as
follows so as to avoid an excess at the beginning. Dilute 1 cc.
of the 6 N NH,OH with 10 cc. of water, and transfer 1 drop of
the dilute solution, hanging to the end of a stirring rod, to the
AgNO; solution. Continuing to add the reagent in these very
small portions, observe whether a precipitate is formed at any time,
and-whether it redissolves with an excess of the reagent.

(¢) To 2 cc. of 0.1 N AgNO; add 0.5 ce. of 1N NaCl, which
gives an excess of chloride ions.

Add 6 N NH,OH cautiously so as to avoid a large excess until
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the precipitate has redissolved. The object of the rest of this
experiment is to show that a very appreciable excess of NH,OH
is necessary to keep AgCl from reprecipitating. Add 6 N HNO,
1 drop at a time by means of a stirring rod until a precipitate
which fails to redissolve with shaking just appears. With the
thumb over the mouth of the test tube, shake so that any drops
of reagent clinging to the sides of the tube are completely mixed
into the suspension. Remove the thumb and note whether the
odor of ammonia can be detected.

IoNic DISPLACEMENTS

19. Electromotive Series of the Metals. (a) Place a few
pieces of zinc in 5 ce. of 0.2 N solution of copper sulphate, shake
the mixture frequently, and after about 15 minutes withdraw
1 ce. of the solution and test it for copper and for zinc ions, apply-
ing the information obtained from the preceding experiments.
If any copper ions are still present let the remainder of the mixture
stand for 15 minutes more with frequent shaking, and repeat the
test. Continue until you have reached a conclusion as to whether
copper ions can be completely displaced from solution by zinc.

(b) Repeat (@) using 5 cc. of about 0.5 N CuSOy solution and
some clean pieces of iron wire.

(c) Again repeat (a) using 5 cc. of 0.1 N AgNO; solution and
some clean pieces of copper wire.

(d) Recall (or find out by experiment, if preferred) the be-
havior of silver, copper, iron, and zine with hydrochloric acid or
dilute sulphuric acid. Make a list of these metals, including hy-
drogen, in the order of their ionizing potential,

HyproLysis

20. Dissolve about 0.5 gram each of ferric chloride, sodium
chloride, and sodium carbonate in a little water, and test each
solution with red and blue litmus.

Explain the relation of hydrolysis to the observed results.

Are the reactions of hydrolysis complete? If not, explain why.

21. Hydrolysis a Reversible Reaction. (a) To a solution made
by dissolving 0.5 gram of solid ferric chloride in 10 cc. of water
add powdered calcium carbonate. How is the extent of the
hydrolysis of ferric chloride affected by the calcium carbonate?
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(d) To about 0.2 gram of powdered bismuth oxide, BixOs, in a
dry test tube add 6 N HCI a drop at a time with shaking until the
powder is dissolved. About 12 drops should be necessary. In-
stead of bismuth oxide one may start with basic bismuth nitrate
(Bi(OH):NO; or BiONO;). Then add 20 cec. of water to the tube
and mix the contents, observing the white precipitate. Again add
6 N HCI drop by drop with shaking until the precipitate just
redissolves. Then add the solution to 200 cc. of water in a beaker.
The hydrolysis product of the chloride may be a mixture of
BiOHCl,, Bi(OH).Cl, Bi(OH);. For simplicity consider it all
as Bi(OH),Cl. Write ionic equation for the hydrolysis, and
explain its reversibility.

SovLuBILITY PrODUCT

22. Prepare a nearly saturated solution of potassium chlorate
by shaking vigorously about 5 grams of the finely powdered salt
with 15 ce. of water for 5 minutes. Let the undissolved salt
settle and pour off the clear solution, dividing it equally among
three test tubes.

(a) To one portion add about 0.5 gram of solid potassium
chloride.

(®) To a second portion add about 0.5 gram of solid sodium
chlorate. ,

(¢) To a third portion add about 1.5 grams of solid sodium ni-
trate. In each tube agitate the mixture until the added crystals
have dissolved. These crystals can be distinguished from any
finely crystalline precipitate that falls out of the solution.

Tabulate the solubility in formula weights per liter at room tem-
perature of KClO;, KCl, NaClO;, and NaNO:s.

What is the numerical value of the solubility product of KClO3?

How many formula weights of KClO; could dissolve in a liter of
1.5 formal NaClO;? How many grams?

HyproGEN IoN CONCENTRATION

23. Effect of Its Neutral Salt on the Strength of a Weak Acid.
(a) Methyl orange is an indicator which is used much in the same
way as litmus to show the presence of hydrogen ions. In the
presence of a considerable hydrogen-ion concentration it is pink.
As the hydrogen-ion concentration grows less the color passes



94 THE THEORY OF IONIZATION

through transition shades to a clear yellow, the latter color being
reached before the neutral point is reached. The yellow color re-
mains the same in neutral solution and in the presence of hydroxyl
ions.

In five test tubes place respectively 10 cc. of 1N HCI, 10 ce.
of 1 N HAc, 10 cc. of 1 N HAg, 10 cc. of pure water, 10 cc. of 1N
NaOH, and to each add 2 drops of methyl orange solution. The
first tube shows the pink color imparted by strong acids, and the
fourth and fifth the yellow color. The second and third tubes
should, of course, show exactly the same color tone. Now drop
into the third tube about a gram and a half of crystallized sodium
acetate, NaC.H30,-3H,0, and dissolve the salt by shaking. Now
compare the colors of the second and third tubes, still keeping
the other tubes for reference colors.

(b) The acid strength may be compared by the rapidity of the
reaction with calcium carbonate. In each of two small beakers
place 1 gram of powdered calcium carbonate and 10 cc. of water,
and stir until the powder is entirely wet. Have ready two solu-
tions as follows: one consists of 30 cc. of 1 N acetic acid, the other
of 30 ce. of 1 N acetic acid in which an equivalent amount, about
4 grams of sodium acetate, NaC,H302:3H,0, has been dissolved.
At the same instant add the two solutions to the respective
beakers containing calcium carbonate. The rapidity of efferves-
cence should be compared, also the time it takes for the solid to
dissolve entirely.

Notes and Problems
MEASUREMENT OF JONIZATION

Molal Lowering of the Freezing Point. The temperature at
which pure water.is in equilibrium with ice is the standard fixed
point of thermometry and is designated as 0° on the centigrade
scale. This point, which is called the freezing point, is reproducible
to the greatest precision of thermometric measurements. This
point is reproducible, however, only when the water is pure.
Substances in solution in the water always lower the freezing point,
and not only that, the extent of the lowering of the freezing point
follows some very simple rules with a precision great enough to
make those rules apparent: For non-electrolytes, that is, sub-
stances whose solutions do not conduct electricity, the first rule
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is that, with the same substance, the extent of the freezing point
depression is proportional to the quantity of substance dissolved
in a given weight of water. The second rule is that, for different
substances, equimolal amounts produce the same freezing point
lowering with the same amount of water. A statement com-
bining these two rules is as follows: The lowering of the freezing
point is proportional to the number of moles of dissolved sub-
stance in a given amount of water. The proportionality factor is
given by the molal lowering of the freezing point, which is 1.86°C.
and is the effect produced by one mole of dissolved substance in
1,000 grams of water. This rule holds only when the solid sepa-
rating from the solution is pure ice, but this is almost invariably
the case when the solution is fairly dilute.

It should be clear that the above statements show a method
of determining the molecular weight of a substance dissolved in
water provided that the substance is a non-electrolyte.

The same regularities hold for solutions in solvents other
than water except that there is a different proportionality factor;
1.e., the molal lowering of the freezing point is different for each
different solvent.

The following set of problems will allow the student to find
whether he has grasped the significance of the statements in the
foregoing paragraphs. For the present we will consider the be-
havior of electrolytes as irregular. In a later section we will try
to discover any regularity that may appear in the * irregularities ”’
and see if that too can be reduced to any significant rule.

1. At what temperature will a solution freeze that is made
by dissolving 1 gram of sugar, Ci2H2:0,;, in 10 grams of
water?

2. — one mole of urea, CO(NH_;),, in 10 liters of water?

3. How many grams of methyl alcohol, CH;OH, should be
added to 1,000 grams of water to give a solution that will
freeze at —10°?

4. What is the molecular weight of a substance, 3 grams of
which dissolved in 50 grams of water gives a solution freezing
at —0.93°? The solution does not conduct electricity.

5. Pure benzene freezes at 5.48°. What is the molecular
lowering of the freezing point for benzene if a solution of
6.4 grams of naphthalene, C,Hs, in 100 grams of benzene
freezes at 3.03°?
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6. When 4.88 grams of a certain other substance are dis-
solved in 50 grams of benzene the solution freezes at 2.85°.
What is the molecular weight of the substance?

Osmotic Pressure. From a consideration of the nature of osmotic
pressure (page 83) one would wonder how it could ever be meas-
ured. The pressure of a pure gas against a mercury surface or a
piston is readily determined. The total pressure of a gas mixture
is also just as readily determined, but the partial pressures of the
individual gases in the mixture cannot be separately measured.
Although osmotic pressure resembles the partial pressure of one
gas in a mixture, the problem is much more complicated than with
gases because of the enormous cohesion of liquids. If water, for
example, did not possess cohesion the expansive force of liquid
water at room temperature would be about 1,000 atmospheres.
Thus the cohesive force of water, or of a solution, is more than
1,000 atmospheres, and this force would apply to the molecules
of solute as well as of solvent to prevent them from escaping from
the bounding surface. Osmotic pressure does not exert its force
against a bounding surface such as a beaker or the air. Within
the solution the cohesive force acting upon the molecules of
solute is the same in every direction, and hence the net effect is
zero. Thus the solute resembles a gas, the cohesion between its
own molecules is negligible, and it expands until it has filled
the whole solution at a uniform concentration.

If a solution of sugar is placed in the bottom of a tall cylindrical
jar and pure water is carefully run in on top of it, so as to avoid
mixing the layers, and the whole is left undisturbed, the sugar by
virtue of its osmotic pressure diffuses upward until it has filled
the whole solution. The diffusion is of course slow because of the
friction between the sugar molecules and the water. If now we
could imagine a movable membrane impermeable to sugar,
the pores of which were filled with water, and if this membrane
were placed above the layer of sugar solution, and the cylinder
above the membrane were filled with pure water, then if the sugar
diffused upward it would have to push the membrane before it and
water would pass through the membrane as the latter moved
upward. Such a membrane is called a semipermeable membrane.
The pressure which would have to be applied to the membrane
to prevent its being pushed upward would be equal to the osmotic
pressure of the sugar.
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Suchmembranesdoactuallyexist. Manyanimal membranes and
the cell walls of plants serve as more or less perfect semi-permeable
membranes. Many films of inorganic substance also can be pre-
pared which are permeable to water but not to dissolved substances.

Experiment 1 in the first part of this chapter illustrates quali-
tatively the effect of osmotic pressure. The very soluble salts
dropped into the sodium silicate solution at once begin to dissolve,
forming a layer of solution about the lumps. At the junction
between this layer and the sodium silicate solution a coherent film
of insoluble silicate of the metal is formed:

2Fet++ 6C1~
38i0s™~ 6Nat

a
Fe:(Si0s)s ]

This film is impermeable to salt molecules and ions and permeable
to water. The concentration of the nearly saturated salt within
is higher than that of the sodium silicate outside, and hence the
osmotic pressure from within is greater than that from without
and the film is forced to expand, allowing water to enter and dis-
solve more of the salt. The actual result is the same as if the
water were sucked in through the film. This creates an hydro-
static pressure which is, of course, uniform inside the sac and con-
sequently the film is expanded at the point where it is thinnest
which is at the top. Thus the osmotic pressure accounts for the
effect which we observed — the little colored sprouts shooting up
from the lumps of the salt towards the top of the solution.

7. Find the osmotic pressure of 1 gram of sugar dissolved
in 10 grams of water at 0°.

8. — of 1 gram of urea, CO(NHs),, in 10 grams of water at
0°.

9. How many grams of sugar should be dissolved in 1000
grams of water to give an osmotic pressure of 1 atmosphere
at 0°?

" 10. — togive the same pressure at 38°?

11. What is the molecular weight of a substance, 5 grams
of which at 0° in 250 cc. of water has an osmotic pressure of
2.24 atmospheres? ‘

ITonization. The electrical conductance of electrolytes is ex-
plained in terms of the ionic theory by the presence of independent
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charged radicals — the ions — which move through the solu-
tion and carry the current to the electrodes. The question arises
as to how these charged particles affect the freezing point. Ions
of opposite charge exert an enormous attraction for each other,
and this attraction would be expected to impede their freedom of
motion. On the other hand, each ion in the interior of the solu-
tion is surrounded by ions of opposite charge, and the resultant
force of strong ionic attraction from all directions is zero. Hence
at the other extreme we might expect the motion of each ion to
be as unrestricted as the motion of an uncharged molecule.

The actual measurement of the freezing-point lowering caused
by electrolytes has led us to choose the second postulate, that
is, of the freedom of motion of the charged ions, as the nearer ap-
proximation to the true condition within the solution.

If we proceed, then, in the assumption that charged ions have
the same effect on the freezing point as uncharged molecules, we
can again regard the freezing-point lowering as proportional to the
total number of moles in a given solution, only we must revise our
definition of mole so as to include moles of ions as well as moles
of non-electrolytes. For example, if 1 formula weight of AB is
50 per cent ionized into A+ B~ we have 0.5 mole of AB, 0.5 mole
of A+ and 0.5 mole of B™, or in all 1.5 moles, and the effect of AB
on the freezing point would be 1.5 times what we would expect
if AB were a non-electrolyte.

The following set of problems will test our grasp of the principle
discussed in this section.

12. Assuming complete ionization of the electrolyte, what
would be the freezing point of 10 grams of NaCl in 500 grams
of water?

13. — of 10 grams of CaCl; in 500 grams of water?

14. — of 10 grams of FeCl; in 500 grams of water?

15. — of 10 grams of K Fe(CN); in 500 grams of water?

K;Fe(CN)s — 4K+ + Fe(CN)s "~~~

16-19. What is the osmotic pressure at 0° of the salt in
Questions 12-15, inclusive?

20. What is the osmotic pressure of 0.1 mole of NaCl in
1,000 grams of water if the salt is 86 per cent ionized?

21. — of 0.1 mole of BaCl; in 1,000 grams of water if the
salt is 72 per cent ionized?
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The degree of ionization of a salt may be calculated from the
freezing point of its solution. For example, if 0.1 mole of KsSO4
(17.4 grams) dissolved in 1,000 grams of water freezes at —0.454°,
we know that 0.1 mole of un-ionized substance will lower the
freezing point 0.1 X 1.86 = 0.186° and that 0.1 mole of a com-
pletely ionized substance giving 3 ions will lower the freezing
point 3 X 0.186 = 0.558°. The actual freezing-point lowering,
0.454°, lies between these values and thus indicates incomplete
ionization. The proportion of the salt ionized is found by di-
viding the difference caused by the actual ionization, 0.454 — 0.186
= 0.268°, by that which would be caused by 100 per cent ion-
ization, 0.558 — 0.186 = 0.372°, thus giving 0.268/0.372 = 0.72.
Thus the salt is 72 per cent ionized.

22. If 9.45 grams of chloracetic acid, H(C.H,0.Cl), dis-
solved in 1,000 grams of water show an osmotic pressure of
2.51 atmospheres, find the per cent ionization of the acid,
assuming that only one hydrogen is ionizable and that the
negative ion has the composition of the radical shown in the
parenthesis.

23. A solution of 101 grams of potassium nitrate in 1,000
grams of water freezes at —3.05. Calculate what percentage
of the salt is ionized.

EXTENT oF IoNIZATION

In the last section the method was illustrated by which per
cent ionization could be calculated from freezing point on the
assumption that ions and un-ionized molecules are of equal effect.
In the following tables are given the values calculated for the
ionization of various electrolytes in 0.1 equivalent solution on
the basis of this assumption. These values we shall designate as
the apparent ionizations. They come out approximately the same
whether they are calculated from electrical-conductivity measure-
ments or from freezing points.

Since the solvent is undeniably the agent that facilitates ioniza-
tion, it is obvious that the more solvent, or in other words the more
dilute the solution, the greater the percentage of ionization. In
very dilute solutions (1 mole of solute in 10,000 liters of solvent)
strong electrolytes are practically completely ionized. In solu-
tions more than 0.1 equivalent the apparent ionization is less than
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SavTs

Neutral salts, with very few exceptions, are highly ionized. If
they are classified, as in the table below, according to the valence
of their ions, it is found that all belonging to any one class have

practically the same degree of ionization.

The six classes which

are indicated may be typified by KNO;, Ba(NOs)z, K:8C,, FeCls,

Na;PO,4, and ZnSO,, respectively.

Percentage ionization in

T f salt
ype of sa 0.1 equivalent solution
MR e 86
MHR R~ 72
MMAR™. . 72
M++RRR-............o 65
MM R ..o 65
Mt R 45
Acips
Substance Percentage ionization in

0.1 equivalent solution

HCl, HBr, HI, HNO, }
HCIOa, HCIO4, HMnO4
H.S0, = H* + HSOf ..o
HSO, = H+ 4+ SO .o
H,C:Oy @HY*+HCO .. oo
H.S0; = H* + HSO;~
HSOs—2H* 4+ 805 . ...coiiiiienn,
H:POs =2 H+ + H,PO—. ..o
H. PO, = Ht+ + HPO4__ ...........
HPO,~=2H*+ PO, ...........
H;AsO; = H* + H,As04
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Bases
Substance Percentage ionization in
0.1 equivalent solution
KOH,NaOH...........coiiiiiiiiiieen., 86
Ba(OH); 2 Batt + 20H-............... 75
NHOH. ... 1.4

Ca(OH):, Mg(OH): are but slightly soluble, but so far as they do
dissolve they are dissociated to about the same extent as Ba(OH),
in a solution of the same concentration.

The hydroxides of the heavy metals are very insoluble and, as a
rule, very weakly basic.

AgOH is soluble to the extent of 1 part in 15,000 of water, in
which solution about 33 per cent of its molecules are ionized. Itis
thus a moderately strong base.

Hydroxides of the type Zn(OH);, Fe(OH);, Mn(OH), are less
basic than AgOH, and hydroxides of the type Fe(OH)s, Cr(OH)s,
Al(OH); are still much less basiec.

Pure water contains 0.000,000,1 mole of H* ions and 0.000,000,1
mole of OH~ ions per liter.

that given in the table, for example hydrochloric acid in 12N so-
lution is only 13 per cent ionized.

The data above have been calculated from measurements of
electrical conductivity and freezing-point lowering. Although
both methods give concordant results for the degree of ionization,
it has for a long time been felt that these results are subject to
considerable uncertainty. The proximity of other ions retards or
dampens the effect of ions in causing electrical conductivity or
lowering of freezing point in such a way that the calculated per-
centage of ionization is almost certainly too low for strong electro-
lytes. For weak electrolytes the data in the above table are
reliable. The practice generally followed in the succeeding pages
of ignoring any un-ionized fraction of salts, strong acids, and
strong bases has a good deal of justification beyond that of mere
convenience,

Ionic REAcCTIONS

It is very probably true that all chemical reactions are due to a
rearrangement of the electrical forces residing in the atoms and
molecules concerned. Reactions taking place in water solution
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among substances that are ionized are clearly electrical in nature.
On the other hand, a very large number of organic substances (that
is, compounds of carbon) are not perceptibly ionized even in
water solution. At ordinary temperature such substances do not
enter into rapid chemical reaction as electrolytes do.

Non-Ionic Reactions. This term is applied to all slow reactions
in which none of the substances involved show any measurable
degree of ionization; there seems to be no great advantage in
trying to deal with them from the electrical viewpoint.

Ionic Reactions. All reactions among ionized substances clearly
involve electrical forces, and it is the purpose of this outline to
deal with various types of ionic reactions.

Tonization as a Reversible Reaction. The ionization of a sub-
stance is itself a chemical reaction. Pure anhydrous acetic acid
does not possess the properties of an acid: it does not react with zine
or calcium carbonate, nor does it turn blue litmus red. Yet if a
little acetic acid is dissolved in water it acquires the properties
of an acid: it dissolves zinc with evolution of hydrogen, it dis-
solves calcium carbonate with evolution of carbon dioxide, and it
turns blue litmus red. These new properties betoken the presence
of new substances, the ions, and that the reaction HC,H;0, —
H+ + C,H30,” has taken place. From the preceding table it
will be seen that if 0.1 mole, or 6 grams, of acetic acid is dis-
solved in 1 liter of water 1.4 per cent of the acetic acid molecules
are ionized.

To show that this reaction may take place in the opposite
direction let us take 1 liter of a 0.2 molal sodium acetate solution.
This solution has no odor of acetic acid. Sodium acetate is a
strong electrolyte, and we may regard it as 100 per cent ionized in
this fairly dilute solution. Let us now mix with this solution 1
liter of 0.2 molal hydrochloric acid, another strong electrolyte
which we may regard as 100 per cent ionized. We will now have
brought together into 2 liters the ions of 0.2 mole of sodium
chloride, which remains ionized, and 0.2 mole of acetic acid. The
latter, however, does not remain fully ionized but immediately
comes to the equilibrium point at which 1.4 per cent only of the
total acetic acid is ionized (the solution is 0.1 molal in acetic acid).
That acetic acid has actually been formed, H+ 4+ C.H3;0.” —
HC;H;30;, can be perceived by the odor of acetic acid which is
now apparent.
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Equilibrium. When 0.1 mole of HC,H;0, is dissolved in 1 liter
of water and the two opposing reactions have adjusted themselves
so that 1.4 per cent of the acid is in the ionized condition and 98.6
per cent is in the un-ionized condition, a state of equilibrium is
said to exist. Such a point of equilibrium exists for every ionic
reaction and, as in the example just cited, it is independent of the
direction from which it is approached.

Ionization is a very rapid reaction, as is, indeed, the reverse
reaction, or association; and the point of equilibrium is reached
with great rapidity. In fact, in the time taken to dissolve an
electrolyte in water, and uniformly mix the solution by stirring,
complete equilibrium is attained.

For the sake of comparison a non-ionic reaction may be cited.
If 2 volumes of hydrogen (uncombined hydrogen, not hydrogen
ions) are mixed with 1 volume of oxygen in a glass jar at ordi-
nary temperature, nothing appears to happen. Yet we know this
mixture is not in equilibrium. By the careful use of certain cata-
lyzers, the two gases will combine slowly but completely to form
water, even if the temperature is kept from rising. As we well
know, if a spark is applied to the mixture a violent reaction takes
place. Equilibrium for this reaction exists only when it has gone
practically to completion in the direction 2H, + O, — 2H,0, and
yet at ordinary temperature and without catalyzers the reaction
is so slow that it will not have reached an equilibrium condition
in many years.

Equattons for Ionic Reactions. Reactions involving ionized
substances cannot be adequately represented by single equations,
because such equations cannot show all the species of ions and
molecules that take part in the changes. In fact, each species of
undissociated molecule concerned requires a separate equation
to show its passage into, or out of, the ionized condition; but
these equations may be written together so as to intersect and give
a complete picture of the whole change.

In the next section eight rules to be observed in writing ionic
equations are given, and by following these rules one is able
to give, by means of the equations alone, both a fairly complete
description, and a remarkably good explanation, of the reaction.

Until the student has thoroughly mastered the ionic theory, he
should write equations in the fully ionized intersecting form for
every reaction which he studies. Later, with the practice thus
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acquired, he will be able to interpret ordinary single equations in
terms of the ionic theory.

Rules for Writing Equations tn Tonic Form:

1. Solid substances are underlined: e.g., NaCl.

2. The un-ionized part of substances in solution is shown by
the molecular formula without ionic charges: e.g., HC.H30s.

3. Ionized substances in solution are shown by the formulas
of the ions: e.g., Nat Cl™.

4. All salts, strong acids and strong bases (that is, those which
are as much as 45 per cent ionized in 0.1 equivalent solution) are
to be treated, as far as equation writing is concerned, as if they
were completely ionized: e.g., Nat Cl™; H+Cl™; Nat OH;
2H+ 80, . '

5. In equations showing the reactions of weak acids and bases,
the un-ionized parts cannot be neglected. Both the un-ionized
and ionized parts must be shown, e.g.:

HC.H;0, = H+ 4+ C.H;0,~
NH,OH =NH,*+4 OH~

6. Solid substances formed in a reaction and thus precipitated
are indicated by an arrow pointing downward: e.g., AgCl |

7. Gaseous substances formed in a reaction and thus escaping
from the solution are indicated by an arrow pointing upward: e.g.,
CO: 1

8. Intersecting equations. To represent a reaction which takes
place between two ionized substances, the formulas of the ions
should be arranged so that positive will always be adjacent to neg-
ative in either the horizontal or vertical direction. An arrow
then should be inserted to point toward the formula of the new
combination.

Agt NO;~

Cl™ Nat
)

AgCl |

When weak electrolytes are brought together a series of reactions
ensues. First the ionization of these electrolytes is shown in hori-
zontal equations as in Rule 5, but the ionic products must be placed
with positive ion above negative so that, if either new pair of ions
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combines, the reaction may be shown by an intersecting vertical
equation.

HC,H;0, = H+ 4 C.H30,”
NHOH = O‘IL{_ + NH,+
H0

Types of Reactions. A student who tries simply to remember
each chemical reaction which comes to his attention very soon
becomes bewildered, then discouraged so far as chemistry is con-
cerned, and finally he may acquire a dislike for the subject.

The remedy for this condition is to compare each new reaction
with those previously considered and to group together all those
which show such similarities as to warrant their being classified
as of the same type.

In the following pages several types of ionic reactions are dis-
cussed and illustrated with specific examples.

The most important distinction among the types is whether or
not a change of valence is involved. Valence, as we shall use the
term, is the algebraic number of unit electric charges on an ion
“ or radical.

TypEs oF IoNic REACTIONS

Metathesis — interchange of radicals —no change of valence.
(a) Precipitation.

(b) Neutralization.

(¢) Displacement of a weak acid from its salt.

(d) Displacement of a weak base from its salt.

(e) Hydrolysis. i

Formation of Complex vons — no change of valence.

Oxidation and Reduction — valence changes.

METATHESIS

Metathesis, or double decomposition, is one of the main types of
chemical reaction, and it takes place between two compounds, con-
sisting merely in an interchange of radicals, the positive radical of
the first compound pairing off with the negative radical of the
second, and the negative radical of the first pairing off with the
positive of the second. Such a reaction involves no change in
the valence of any radical concerned.
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When solutions of two ionized substances are mixed, the oppor-
tunity is thereby furnished for the formation of two new substances.
What will actually take place depends on the properties of these
two substances, as well as upon the properties of the original
substances. The various types of metathetical reactions are
classified on this basis.

Precipitation. When a solution of silver nitrate is added to a
solution of sodium chloride a voluminous, curdy, white precipitate
instantly appears and analysis of the precipitate shows it to be
silver chloride.

The mixing together of the solutions brings together the four
ions, Ag*, NO;~, Nat, and Cl~, from which four different pairs, or
complete substances, are possible, AgNOs;, NaCl, NaNO;, AgCl.
Reference to a solubility table shows that the first three of these
are very soluble, and reference to the table of ionization values
shows that each of the three is highly ionized; on the other hand,
AgCl is very insoluble. The latter salt, therefore, precipitates
until there are left in solution only the extremely few of its ions
corresponding to its solubility.

Ag+ NOs_
Cll_ Na+
AgCl)

For writing the equations of ionic reactions the set of rules
given on page 104 has been devised. Silver nitrate and sodium
chloride are each about 86 per cent ionized, according to the table.
In the equation these substances both appear as completely
ionized, the 14 per cent un-ionized portion of each which exists
before mixing the solutions being disregarded (Rule 4). As a
matter of fact, as soon as AgCl is precipitated and Ag* and CI™
ions are thus removed, the original 14 per cent of un-ionized
AgNO; and NaCl are no longer in equilibrium with the ions; fur-
ther ionization ensues, and the salts enter as completely into re-
action as if they had been 100 per cent ionized at the start.

Sodium nitrate, according to the table, is 86 per cent ionized.
Hence 14 per cent of the total amount of this salt must have passed
into the un-ionized condition. It will be noticed that this fact is
neglected in the equation. For all practical purposes the major
part of the Nat and NO;™ ions are left in exactly the same con-
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dition after the reaction as they were in the beginning, and it is
exactly this fact which is emphasized by this manner of writing
the equation, for these ions simply appear beside the oppositely
charged ions with which they were originally paired and nothing
happens to them. They are placed adjacent to each other, show-
ing that after the changes have taken place they are capable of
balancing each other electrically.

The arrow is indicative of the real reaction, and the formulas
of the components which do change are placed in the line of the
arrow and constitute the equation Ag* + C1- — AgCl, which, for
convenience, was arranged in a vertical line.

Experiments have shown that any ionized silver salt, e.g.,
Ag.S0,, AgC.H;0,, AgClO;, may be substituted for AgNOs, and
any ionized chloride may be substituted for the NaCl, and the same
results will be obtained. The union of Ag* and Cl~ ions to form
insoluble AgCl is in no wise affected by the other ions with which
these ions are at the outset in electrical balance. These other
ions will simply remain in the solution unless they, too, are the
ions of some insoluble salt, for example, BaSO, or an undissociated
molecule like H20.

The above principles do not apply solely to silver salts and chlo-
rides, but to all solutions. Reference to the table of solubilities
on page 364 will inform one whether or not a precipitate will be
formed when any two solutions of electrolytes are mixed together.

PROBLEMS

Divide a good-sized sheet of paper into two columns; in the
left-hand column describe the observable effects of bringing
together the substances noted in the cases below; in the right-hand
column write the equation in the fully ionized intersecting form,
following Rules 1 to 8, inclusive, on page 104. In the following,
unless otherwise specified, the formula stands for the substance
in a fairly dilute solution. The table of solubilities in the Ap-
pendix should be consulted.

24. AgNOj; + NaCl.

25. AgCl (solid) 4+ Nal.
26. BaClz + Nach3.

27. Pb(NO3): + HsSO04.
28. PbSO, (solid) 4 Na.S.
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29. Cd (NOs)z + Nazs.
30. CaClz + Na2804.
31. CaSO0, (solid) 4+ Na,COs.

Neutralizatvon. Acids and bases have the ability to mutually
neutralize the distinctive properties of each other.

An acid tastes sour, it turns blue litmus red, and it imparts dis-
tinctive colors to a number of other organic substances which may
be used in the same way as litmus; it reacts with active metals,
hydrogen being evolved and salts of the metal being left; it
reacts with calcium carbonate with an effervescence due to the
escape of carbon dioxide. These properties of an acid are all lost
when the acid has reacted with an equivalent quantity of a base.

A base tastes alkaline, that is, like lime water; it turns red
litmus blue, as well as imparting distinctive colors to the other
organic substances which may be used in a similar manner; it
causes a slippery feeling if a drop of its solution is rubbed between
the finger tips. These properties of a base are all lost when the
base has reacted with an equivalent quantity of an acid.

When the neutralization has been very carefully carried out, so
that exactly equivalent quantities of acid and base have been used,
the resulting solution shows none of the characteristic properties
or either acid or base. It still conducts electricity strongly, show-
ing that it contains ions; if it is evaporated a solid salt is left.

Since we know that all acids yield hydrogen ions when dissolved,
although the negative ions may be of most divergent kinds, it is
obvious that the distinctive properties of acid solutions must be the
properties of hydrogen ions. Likewise it is obvious that the dis-
tinctive properties of solutions of bases must be the properties of
hydroxyl ions.

Since we may see in the table of ionization values that pure
water contains but 0.000,000,1 mole of H* ions and 0.000,000,1
mole of OH" ions per liter, we may know in advance that when an
acid and a base are mixed the H+ and OH™ ions cannot remain in
the presence of each other, but must unite according to the reaction

H+ 4+ OH™ - H,0
until only a number corresponding to the exceedingly small con-
centration just stated is left.

A salt may be defined as a compound consisting of the positive
radical of a base and the negative radical of an acid. Hence the
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products of neutralization are always un-ionized water and a salt.
But the table of ionization values tells us that all salts are highly
ionized, although acids and bases may or may not be.

Neutralization of a Strong Acid and a Strong Base. When a
strong, that is, a highly ionized acid (for example, HCI), is neutral-
ized with a strong base (for example, NaOH), and the resulting
salt, in this case NaCl, is soluble, the essential reaction is the for-
mation of water from its ions.

H+ Cl-
Oil - Nat
H.0

In this connection a most interesting fact comes to our attention,
namely, that the heat produced by the neutralization of one
equivalent of any strong base with one equivalent of any strong
acid is always the same, namely, 13,700 calories. That the heat
effect is the same is in itself a strong indication that the reaction
is in each case the same, and this fact, then, is in entire accord with
our conception of the reaction of neutralization. In the follow-
ing table are given some of the measured values of the heat of
neutralization of acids and bases, both weak and strong.

Heat evolved by the neutralization of one equivalent of
acid with one equivalent of base (in calories)

HCl HNO;, HC,H;0, HS
NaOH.............. 13,700 13,700 13,300 3,800
KOH............... 13,700 13,800 13,300 3,800
NHOH............ 12,400 12,500 12,000 3,100

Neutralvzation of a Weak Acid or a Weak Base. Weak acids
and weak bases are but sparingly ionized. Acetic acid is typical
of a rather weak acid, being 1.4 per cent ionized in 0.1 N solution.
Ammonium hydroxide is typical of a rather weak base, it having
the same degree of ionization as acetic acid, namely, 1.4 per
cent in a 0.1 N solution. Neither acetic acid nor ammonium
hydroxide solution conducts the current strongly, but if the two
solutions are mixed, we observe what is a rather startling fact if
we have not thought out in advance what to expect, namely,
that the resulting solution is a strong conductor.
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Neither the acid nor the base alone furnishes many ions, but
when they are mixed, the H* and OH ™ ions present unite at once.
This leaves the un-ionized parts of the acid and base out of equi-
librium, and further ionization occurs in consequence. This
process continues until both the acid and the base have become
fully ionized because there can be no accurmulation of H+ and OH™
ions in presence of each other.

The neutralization of a weak acid and a weak base then con-
sists of three simultaneous but distinet ionic reactions: the ion-
ization of the acid, the ionization of the base, and the formation
of water from its ions. These reactions may be arranged in an
intersecting form in order to show which of the components take
part simultaneously in two reactions:

HC,H;0, = H+ + GCH;0:"
NHOH = OlH" + NH,*
H:0

As this train of reactions proceeds it is obvious that NH,* and
C;H;0. " ions, that is, the ions of the salt ammonium acetate, ac-
cumulate in the solution, and that their presence accounts for the
high conductivity of the neutral solution.

The total heat effect, 12,000 calories, produced by the action of
one equivalent of acetic acid and one equivalent of ammonium
hydroxide, is the sum of the heat effects of the three separate reac-
tions, and we should expect the value to be different from the
value of the neutralization of a strong acid and a strong base.
Since 13,700 calories must be generated by the formation of 1
mole of water, the difference between this value and 12,000, or 1,700
calories, must have been absorbed in the ionizing of the acid and
the base.

Displacement of a Weak Acid from Its Salt. When a salt of a
weak acid is treated with the solution of a strong acid the ions
of the weak acid unite to form un-ionized molecules and the salt
of the strong acid remains. One example of such a displacement
has been seen (p. 88, Exp. 10 (b)) in the action of sulphuric acid

with sodium acetate
2H+ SO~

2?rzH302 B 2Nat
2HC.H;30,
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This type of reaction is particularly interesting when the salt
of the weak acid is sparingly soluble. Ferrous sulphide is a salt
of the weak acid HS. It is very insoluble in water, but it passes
completely into solution in dilute HCl. The formation of the
un-ionized H,S removes 8™~ ions and thus allows the ionization
of the ferrous sulphide to continue unchecked

FeS=TFet+ 8§
2CI”  2H*

1
HSS=HST

Displacement of a Weak Base from Its Salt. An example of this
kind of process is given by the action of the strong base, sodium
hydroxide, upon a solution of the salt, ammonium chloride. The
salt solution is odorless, but the odor of ammonia is observed as
soon as the strong base is added.

NH,* Cl™
OH™ Nat
)
NH.OH

In this case, as in the case of the weak acid, the major part of the
ions of the weak base combine to form un-ionized molecules.

The strong odor is due to the escape of small amounts of am-
monia, NHj, from the solution. Ammonium hydroxide is capable
of undergoing two kinds of dissociation: the electrolytic disso-
ciation, or ionization, which we have already discussed, and a
non-electrolytic dissociation,

NHOH = H:0 + NH;

The latter sort of dissociation is subject to the same rules of equi-
librium as is ionization, and we can have un-ionized ammonium
hydroxide at the same time in equilibrium with two sets of dis-
sociation products,

NH,* + OH~ & NH,OH = NH; + H:0

Therefore, whenever NH,+ and OH™ ions are brought together,
they must come to equilibrium with a large proportion of NH,OH
and the latter must come to equilibrium with NH; and H-O and,
through the NH,OH, the NH; and H,O must be in equilibrium
with the ions. In dilute solutions, where the proportion of H:0O
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is large, the amount of NH; necessary to produce equilibrium is
small. Such a substance as pure ammonium hydroxide of the
composition shown by the formula is unknown, because, if it
existed for a moment, it would at once undergo non-electrolytic
dissociation until it came to a state of equilibrium with the prod-
ucts HoO and NH;, the first product remaining as a part of the
NH,OH solution, and the larger part of the NH; escaping as gas.
The more water present, however, obviously the less NH; is
necessary to maintain equilibrium with the NH,OH.

Basic Properties of the Metal Oxides. The oxides of the metals
are characterized as a class in that they are basic. The term
“basic ”’ implies the presence of OH™ ions when these oxides are
dissolved in or suspended in water. The most strongly basic
oxides, such as Na.0, K0, CaO, BaO, react violently with water
and produce well-defined hydroxides NaOH, KOH, Ca(OH),,
Ba(OH): which can be isolated as well-defined solid substances of
the exact composition shown by the formulas. These hydroxides
are soluble (Ca(OH), sparingly so) in water, and the dissolved
hydroxides are highly ionized into simple metal ions and OH~
ions.

The oxides of the heavy metals are likewise basie, but they are
only feebly basic. These heavy metal oxides are as a class almost
insoluble, yet when they are suspended in water a certain low con-
centration of metal ions and OH ions is built up in the solution.
Let us discuss two heavy-metal oxides, ferric oxide, Fe;0O3, and
cupric oxide, CuO, as typical of this class.

Powdered black copper oxide when stirred into water gives a
black suspension and does not visibly dissolve. If the suspension
is allowed to stand the black powder settles to the bottom and the
clear liquid above contains so few ions of Cut* and OH ™ that they
cannot be detected by the reagents commonly used for detecting
these ions, NH,OH, Na,S. Yet we are confronted with the
fact that, when acid is added to the suspension of copper oxide,
the black powder dissolves completely and we obtain a clear blue
solution of the cupric salt. The initial and final substances in this
reaction are given in the equation

Cu0O + 2HCl — CuCl; + H:0

which shows that 1 F.W. of CuO neutralizes 2 F.W. of HCL.
In a similar manner red powdered ferric oxide stirred into
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water gives a red suspension. Upon adding HCI this red powder
very slowly dissolves (much more slowly than copper oxide), and
finally a clear yellow solution of ferric salt is obtained

Fe.0; + 6HCl — 2FeCl; 4+ 3H,0

Although we are very uncertain about the intermediate forma-
tion of definite hydroxides we are certain that the water in which
the metal oxides is suspended contains metal ions and hydroxide
ions, and we can represent the equilibrium condition by the rever-
sible reactions:

CuO + H,0 = Cu(OH), = Cu++ 20H"
Fex03 + 3H:0 = 2Fe(OH); = 2Fet++ 60H

The removal of OH™ by acids allows the reactions to run com-
pletely to the right and the metal oxides to dissolve completely.
Precipitation of Metal Hydroxides. In general the addition
of a soluble base to the solution of a metal salt produces a precip-
itate. This precipitate is of rather variable composition, but its
nature is best understood if it is regarded as the hydroxide of the
metal. Thus, sodium hydroxide added to copper sulphate solu-
tion gives a light blue voluminous precipitate and sodium hydrox-

Cutt S0, " Fe+t++ 3C1-
2(111‘ 9Na+ 30?‘ 3Na+
Cu(OH), | Fe(OH); |

ide added to ferric chloride gives a voluminous reddish brown
precipitate. These precipitates which we have designated as the
hydroxides, Cu(OH), and Fe(OH);, certainly consist of the metal
oxides in combination with water, although whether it is the definite_
amount to form these definite hydroxides* is rather doubtful.
These fresh precipitates will dissolve instantly in dilute acids
instead of slowly as do the anhydrous oxides. Furthermore these
precipitates if separated on a filter and dried will lose all their
water content and revert to the oxides. The light blue copper
hydroxide even when suspended in water will turn black at the
boiling temperature, indicating at least a partial loss of water.

* These precipitates also contain variable amounts of the metal salts,

that is, they are basic salts in reality. It is better, however, to ignore this
fact at present as it tends to confuse the argument.
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Formation of Volatile Products. When a product of a reaction
is volatile it has a tendency to escape from the sphere of action,
and the progress of the reaction towards the formation of this
product is favored.

When all the products of a reaction taking place in solution are
soluble, their concentration will increase as the reaction pro-
gresses, until a point of equilibrium is reached, at which point the
products react with each other to form the original substances
again, and the backward reaction takes place with sufficient
rapidity just to offset the effect of the forward reaction.

But with the escape of one of the products as a gas, and thereby
the removal of this product from the sphere of action, the reverse
reaction is eliminated, and the forward reaction is thus enabled
to run to completion.

PROBLEMS

Describe the observable effects and write the fully ionized equa-
tions for the following cases:

32. HNO; + NaOH.

33. HC.:H;0. + NH,OH.

34. Mg(OH); (solid) + HNOs.
35. CuO (solid) + H,S0,.

36. H.S (gas) + NaOH.

37. NH; (gas) + HCL

38. H(C;H;0;) (solid) + NaOH.

Benzoic acid H (C;H;0.) is a sparingly soluble solid, and a little
stronger than acetic acid.

39. K(C:H;0.) + HCL.

40. Ca(C;H30:): + HNO;. Note odor.

41, (NH4)2SO4 + NaOH. Note odor.

42. NH,CI (in excess) 4+ Ca(OH); (solid). Note odor.

43. CaCO; (solid) + HNO:s.

44. CaCOj; (solid) + HC,H;0..

45. FeS (solid) + HCI.

46. MgCl; + NaOH.

47. MgCl; + NH,OH.

48. MgCl; + NH,CI + NH,OH.

49. Ca(OH): (solid) + FeCls.

50. Ca(OH), (saturated solution) + CO; (gas, in moderate
amount and then in excess).
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HyproLysis

The ionization of water is so slight that often it can be totally
disregarded. It cannot be neglected, however, in solutions of
salts when either the acid or the base — or both, from which the
salt is derived, is extremely weak.

Sodium cyanide is the salt of the weak hydrocyanic acid,
HCN (ionization = 0.01 per cent in 0.1 equivalent solution),
and the strong base, sodium hydroxide. A solution of this
salt shows an alkaline reaction to litmus, thus demonstrating
that the solution contains an appreciable quantity of OH~ ions.
This is the result of hydrolysis, and the process may be explained
as follows:

Nat  CN-

H,0 =0H~ H*+
)
HCN

The salt, in accordance with the general rule for salts, will exist
in solution in the ionized condition. Water is in equilibrium with
a very small number of its own ions. But even the small num-
ber of H* ions thus furnished to the solution is more than can
exist in presence of the large concentration of CN™ ions of the
salt. Undissociated hydrocyanic acid, HCN, must form; but
since this removes some of the Ht ions, the equilibrium between
water and its ions is temporarily destroyed. The equilibrium
must be reéstablished through the ionization of more water.
This cycle of reactions repeats itself a great many times until
complete equilibrium among all the components is established.
When this condition is reached, as really happens in a very short
time, there has been a considerable accumulation of OH™ ions
and of an equivalent amount of un-ionized HCN.

In order to fully comprehend the extent and the limitation of
this hydrolysis, we should consider the reverse reaction which
occurs when solutions of hydrocyanic acid and sodium hydrox-
ide are mixed:

Na+* OH™
HCN = CN-~ III+
H.0

The few ions furnished by the acid combine at once with OH~
ions of the base to form water, and this removal of H* ions allows
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more of the acid to ionize. This cycle of operations repeats itself
until we have the same state of equilibrium as existed in the solu-
tion obtained by dissolving pure sodium cyanide in pure water.

The reaction of neutralization in this case goes about 99 per cent
of the way to completion when equivalent amounts of the acid and
base are mixed. The reverse reaction, that is, the hydrolysis of
sodium cyanide, progresses only about 1 per cent of the way to
completion before the state of equilibrium is reached.

If we consider the case of a salt of a much weaker acid than
hydrocyanic acid, or of a salt of both a very weak acid and a very
weak base, it is fairly obvious that hydrolysis will be much more
extensive.

Aluminum sulphide furnishes a good example of this, for when
it is treated with water its hydrolysis is complete:

AlyS; = 2A1+++ 387"

6H:0 = 60H " 6H+
| !

2AI1(OH); 3H.S

2A1(0OH); | 3fILzS T

Note in this reaction that solid Al,S; disappears,and solid AI(OH);|
and gaseous H,S T appear.

ToNizaTiION OF PoLyBasic Acips

It is usually true with polybasic acids that one hydrogen radical
ionizes with greater facility than the remaining ones. Thus
phosphoric acid ionizes primarily as a monobasic acid

H;PO, = H* 4+ H,PO,”

to the extent of 27 per cent in 0.1 equivalent solution. The fairly
high concentration of H* ions thus established prevents appre-
ciable ionization of the H:PO,™ ion, but if one equivalent of NaOH
is added for each mole of H3;PO,, the H* ions from the first H
radical are entirely removed and the H,PO,™ -ion itself ionizes

H.,PO,” = H* + HPO, ™

to the extent of 0.2 per cent. If a second equivalent of NaOH
is now added, the HPO,™ ~ ion is enabled to ionize to the extent
of 0.0002 per cent.

HPO,~"=H*4 PO, ~~
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When the hydrolysis of the salt of a polybasic acid is considered,
the different H radicals must be treated separately. Thus when 1
mole of tertiary sodium phosphate, NasPO,, is dissolved in water,
hydrolysis takes place very extensively as follows:

Nat+ Nat+ Nat PO, "~
H,O0=0H" H+

I __
HPO,

The solution will have a very strong alkaline reaction, since it
contains a large fraction of 1 mole each of ionized NaOH and of
ionized secondary sodium phosphate, Na,HPOs.. The OH™ ions
thus formed check the hydrolysis of the secondary sodium phos-
phate; but if solid secondary sodium phosphate is dissolved in
water, hydrolysis of this salt ensues to a sufficient extent to make
the solution alkaline to litmus.

Nat Nat HPO, ™
H,O=0H" ﬁ“*
H,PO,~

When primary sodium phosphate, NaH,PO,, is dissolved, a
weakly acid solution is obtained, this effect being due to the
tendency of the second hydrogen radical of the acid to ionize.

Nat H2PO4 -
i)
H+
HPO,™ "
PROBLEMS

When the following salts are dissolved in water, decide from a
consideration of the degree of ionization of the base and acid con-
cerned in each case whether the solution will be neutral, weakly
acidie, strongly acidic, weakly basic, or strongly basic, and give
the explanation and an intersecting ionized equation.

51. KNOs,. 58. NaHCOs;.
52. Ca(CN)s. 59. NaHSO,.
53. NH4CzH302. 60. NaH2PO4.
54. AICI3 61 NazHPO4.
55. Al (CzH302)3 62. Na3PO4
56. Na3AsO4. 63. AgNO3

57 NagCO3.
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CompPLEX IoNs

Ammoniates. Review what was said in Chapter IT about water
of crystallization and hydrates (pp 62-65). Two definite crystalline
compounds of sodium carbonate and water are the monohydrate
and the decahydrate. Both of these will dissolve in water, but
both solutions are absolutely identical. Furthermore, either one
or the other of these hydrates can be caused to crystallize from
the solution by adjusting the temperature.

In solution, undoubtedly some water is in combination with
the salt, but it is impossible to say how much, because there is no
physical means of distinguishing the water thus held in com-
bination from the solvent water.

There are other substances than water, notably ammonia,
which form compounds similar to hydrates, in this case ammo-
niates. Numerous solid compounds containing ammonia of
crystallization are known, for example ammonio-copper sulphate
CuS0,4NH;-H:0, which is the subject of one of our later prepa-
rations (page 227). This substance is easily soluble in water con-
taining a little excess of ammonia, and it is possible to measure
how much ammonia is held to the salt, or rather to the positive
ion, in the solution. This may be done, for example, by passing
an electric current through the solution and measuring the pro-
portionate amounts of copper and ammonia which travel with
the positive current. Results show that 4 moles of NH; travel
with each mole of Cu*+ ions. The formula of the deep blue am-
monio-copper ion is therefore Cu-4NH;++.

When a moderate amount of ammonia is added to a copper salt
solution, a light blue precipitate is formed which is really a basic
salt but which for simplicity we shall treat as the simple hydroxide.

Cut+ SO
2NH.OH = 2?rH- oNH,*+
Cu(OH), |

Addition of more ammonia quickly causes this precipitate to
redissolve, giving an intensely deep blue solution

Cu(OH); = Cut+ + 20H™
4ANH,OH = 4NH; + 4H,0

]
Cu-4NHy++
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If the two sets of ionic equations are now put together it is
seen that 2NH,* and 20H ™~ have been left and these will combine
to form 2NH,OH, which will cancel. Thus the net result becomes:

Cut+ 804~
4NH,OH = 4N1H3 + 4H.0
Cu-4NHgt+

the resulting solution containing ionized (Cu-4NH;)SO, and only
enough excess of ammonia to prevent the dissociation of this
ammoniate.

It is interesting to note that, if freshly precipitated and thor-
oughly washed Cu(OH); is treated with ammonia, a similar deep
blue solution is obtained, but in this case the negative ions are
hydroxyl instead of sulphate. Ammonio-copper hydroxide is
very soluble and very highly ionized, and the solution compares
in basic strength with one of sodium hydroxide.

It is most interesting that the addition of ammonia to the simple
ions of several of the heavy metals produces similar effects. The
base-forming character of the metals seems thereby to be greatly
strengthened. The following list gives the metals which possess
this property to a marked degree and also the formulas of their
ammonio ions:

copper  (ous) Cu-2NH,+ colorless

(ic) Cu-4NH;*t+  deep blue
silver Ag-2NH;+ colorless
zine Zm-4NH;t+  colorless
cadmium Cd-4NH;t+  colorless
nickel Ni-4NH;*+  blue
cobalt (ous) Co-4NH;*++  red
(ic) Co-6NH;**+*+ brownish yellow

Aluminum, iron, tin, lead, and some other metals do not have
the power of forming such ammonio compounds.

Complex Negative Ions. When an equivalent amount of sodium
cyanide is added to a solution of silver nitrate, quantitative pre-
cipitation of silver cyanide takes place

Ag+ NO3_
CN~  Nat

Ag‘EN l
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When another equivalent of sodium cyanide is added the pre-
cipitate entirely redissolves. In this solution the silver is found
to be in the negative ion, and to be associated with 2 cyanide
radicals.

AgCN = Ag*+CN~
(iN h Nat+
Ag(CN).™

There are thus two possible reactions between Agt and CN~ ions
Agt 4+ CN" = AgCN | and Agt+ 2CN~ = Ag(CN).~

The effect of increasing CN~ ion concentration upon the second
reaction is far greater than on ‘the first. Thus when an excess
of CN~ ion is employed the removal of Ag* ions in the second
reaction is so complete as to cause the first reaction to go back-
ward.

This example is typical of complex ion formation. The for-
mulas of a few complex ions in the decreasing order of their
stability are:

Co(CN)s™~ yellow
Fe(CN)s™ " yellow
Fe(CN)s™ "~ red
Ag(CN),~ colorless
Cu(CN).~ colorless
Ni(CN), ™ colorless
CuCl,~ colorless
Agl,™ colorless
AgCly~™ colorless

The last in the list is so little stable that it can exist only in a
concentrated chloride solution. Dilution of such a solution
causes precipitation of all the silver as simple silver chloride.

In solution complex ions are in equilibrium with their con-
stituents, for example, Cu-4NH;++ = Cut++ + 4NH;. In fact, an
excess of ammonia is necessary to stabilize the complex in solu-
tion. Theions NO;™, SO, 7, CO; 7, PO, "~ are so very stable that
we do not think of them as other than simple ions. Nevertheless
they may be similar in nature to the complex ions just considered
except for the fact that no simple constituents, of which they might
be supposed to be built, have ever been identified.
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PROBLEMS

Describe observable effects and write the fully ionized equa-
tion for the following cases, when the reagent (second formula)
is added (a) in limited amount, and (b) in excess.

64. ZnSO, + NH,OH.

65. CuCl solid + NH,OH.

67. (Cu4NH3)SO4 + HNOa.

68. (Ag-2NH;)Cl + HNOs..

69. AgNO; + KI.

70. AgCl (solid) + NaCl (saturated solution, in very large
excess).

71. AgNO; + KCN.

72. CuCl solid + KCN.

REAcTIONS OF OXIDATION AND REDUCTION

ITonic Dwsplacement. Electromotive Series. When a strip of
zine is placed in a solution of copper sulphate, it is noticed that
a spongy deposit of copper metal soon appears on the surface of
the zinc, and that the solution loses its blue color. Then if the
solution is tested for the presence of copper and zine ions by add-
ing ammonium sulphide, it is found that this reagent gives a white
precipitate. This test shows that copper ions are now absent
and that zinc ions are present because we know ammonium sul-
phide will precipitate black copper sulphide from a solution of
copper ions, and white zine sulphide from a solution of zinc ions.
Since ordinary pieces of metal are not charged, it is obvious that
the reaction consists in a transfer of the positive charges of
the copper ions to the zinc atoms, or, more strictly, of negative
electrons from the zinc atoms to the copper ions:

Zn® — Zntt 4 206
S04~ Cutt

!
Cu
The small zero mark ° is not essential; it may be used when it is
desired to attract particular attention to the fact that the atom to

which it is attached is not electrically charged. Since the SO,™~
ions take no part in the above reaction beyond balancing by their
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charges the positive charges of the metal ions, we can eliminate
them from the equation, which then becomes simplified to:

Cu*+ + Zn® — Cu® | + Zn*+

The metals, including hydrogen, may be arranged in the order in
which they tend to pass into the ionic condition, as, in this case,
zinc does at the expense of copper. Such a series is known as the
electromotive series, because the electromotive force of such
reactions, if properly disposed in a cell, may be made to send a
current through an external wire connector. (See Electromotive
Series, Appendix, page 353.)

A characteristic of metallic elements is that they can form simple
positive ions, but never simple negative ions. In other words, a
metal atom may lose one or more negative electrons, but it can
never attach to itself electrons in excess of those forming the make-
up of the unelectrified atom.

On the other hand, a characteristic of some of the most pro-
nouncedly non-metallic elements, fluorine, chlorine, bromine,
iodine, and sulphur, is that they can form simple negative ions.
No non-metal ever forms simple positive ions. The non-metals
may be arranged in a negative electromotive series.

The broadest, as well as the simplest, definition of oxidation is
the increasing of the positive valence of an element. This can be
accomplished only through the simultaneous and equivalent de-
crease of the valence of another element involved in the reaction.
The other element is said to be reduced. Thus oxidation and
reduction always occur together; one cannot occur alone. In the
above definition, positive valence is considered from an algebraic
standpoint. Thus iodine in an iodide is said to be oxidized when
its valence is changed from —1 to 0; as, for example, in the re-
action

Cly?
2" -20 + I
2K+ 2CI°

If we take the viewpoint that valence is due to the attraction of
electrical charges on the atoms, the difference between reactions of
oxidation and reduction and of metathesis resolves itself into this:
oxidation and reduction involve a transfer of charges from one atom
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to another; metathesis involves no transfer of charges, but simply a
regrouping of the charged radicals.

The simplest type of oxidation and reduction reaction is that
which involves merely the charging and discharging of simple
ions. The course of such a reaction can be predicted from a
knowledge of where the elements concerned stand in the electro-
motive series.

PROBLEMS

In the left-hand column state the observable effect and in the
right-hand column write the fully ionized equations.

73. Fe (metal) + CuSO,.

74. Zn (metal) + HCI.

75. Cu (metal) + HCI.

76. Ag (metal) + AuCls,.

77. Cu (metal) 4+ PtClL.

78. AgCl (finely divided solid) 4+ Zn (zinc dust) suspended
in water.

79. Ag (in a photographic print) + PtCl,.

80. FeCl, 4 Cl..

81. CuCl (solid) + Cl..

82. Na (metal) 4+ H,O.

FARADAY'S LAW

Let us consider an electric circuit consisting of a dynamo and
metallic conductors connecting the poles of the dynamo to the two
poles of an electrolytic cell. The same amount of electricity flows
through every section of the circuit, but the mechanism by which
the current passes in the different parts of the circuit is of three
different kinds:

(1) Through the metallic conductor the current passes without
any alteration of the conductor. The electrons, which may be
regarded as atoms of negative electricity, simply pass through the
metallic mass without dislocating the atoms of the metal. (2)
Through the electrolytic conductor the current passes solely by the
movement of positive and negative ions in opposite directions.
(3) At the surface of the electrode electrons are transferred to or
from the atoms or ions at that surface. This involves a change of
valence, and at the cathode, which is the electrode at which elec-
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trons flow into the cell from the metallic conductor, reduction
occurs. At the anode, which is the electrode at which electrons
flow out through the metallic conductor, oxidation occurs.

The sum of the changes at the anode and cathode makes a
complete reaction of oxidation and reduction, but the location of
the oxidation is remote from the location of the reduction.

Michael Faraday studied quantitatively the extent of the chem-
ical change at the electrodes when electric currents pass through
solutions, and in 1834 he stated a law which has since borne his
name:

Faraday’s Law: When the same amount of electric current is
passed through several electrochemical cells the quantities of the
new substances produced at the several electrodes are chemically
equivalent to each other.

The amount of electricity which must pass to effect the change
of one chemical equivalent (for example, to liberate 1.008 gram of
hydrogen) has been found to be 96,500 coulombs. This quantity
has been named the faraday, and it is designated by the symbol F.

The explanation of the mechanism of the electrolytic conduct-
ance in specific cases will make the application of Faraday’s law
clearer.

A current is passed through a solution of copper sulphate in a
U-tube with copper electrodes in the opposite arms. At the
cathode copper ions are reduced '

20 + Cutt— Cu°

thus impoverishing the solution of Cutt ions. At the anode
copper atoms at the surface have electrons withdrawn, thus pro-
ducing Cu** ions

Cu’ — Cutt 4 20

and enriching the solution in Cu*+* ions. It is fundamental that
every portion of the solution shall at all times remain electrically
neutral, and this condition is preserved through the movement
of the ions through the solution, the SO,”~ ions moving towards
the anode and the Cut* ions towards the cathode.

It is to be remarked that in the cell just described the SO, "
ions are not discharged. They simply migrate through the solution
to preserve the electric balance with the copper ions which are
entering the solution at the anode and leaving in equal numbers at
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the cathode. If the anode were of an unattackable material, such
as platinum, the current would have to pass the anode surface by
some different mechanism. As a matter of fact, oxygen gas es-
capes at a platinum anode in a CuSO, solution, the mechanism
being indicated in the equation

S0,~” + H.,0 — 2H*80,”~ +30: + 20

It should be remarked that just as the symbol Cu stands for
63.6 grams of copper or 6.06 X 10% actual atoms, the symbol ©
stands for 96,500 coulombs of electricity or 6.06 X 102 actual
electrons.

It should also be stated, to make the relation of positive and
negative electricity clearer, that neutral atoms of elements ap-
parently contain both positive and negative electricity in equal
amounts. The positive electricity is confined within the structure
of the atom. In chemical changes atoms may alter their net
charge by the loss or gain of a small number of electrons without
destroying their identity.

Electric currents forced through chemical cells from an outside
source of energy such as a dynamo can force chemical reactions of
oxidation and reduction to take place. Reactions of oxidation
and reduction which will take place spontaneously under their
own power may on the other hand cause a current to flow through
an external metallic conductor if the solutions and electrodes are
properly arranged. For example, if zinc is placed in a copper
sulphate solution, zinc passes into solution and copper is deposited.
No useful electric current is thereby generated. To dispose the
materials of this reaction so that an external current will flow let
us place a porous clay jar in a beaker; in the porous jar let us place
a copper sulphate solution in which dips a copper electrode; out-
side the porous jar in the beaker let us place zine sulphate solution
in which dips a zinc electrode. The pores of the clay jar become
filled with solution so that ions can pass through, but the jar pre-
vents the copper sulphate solution mixing with the solution in con-
tact with the zinc. The oxidizing agent, Cut*t ions, and the re-
ducing agent, Zn, are remote from each other. Now if the zinc
and copper electrodes are connected by a wire, a current flows,
and zinc dissolves from the zinc electrode and copper deposits on
the copper electrode: Zn — Zn** + 26; 2© + Cu** — Cu.
The electrons passing through the wire constitute the current in
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that part of the circuit. The passage of Zn** ions through the
porous wall in one direction and of SO,™~ ions in the other direc-
tion comprise the current in that part of the circuit.

PROBLEMS

If an electric current is passed through each of the following
cells, state observations and write electrochemical reactions for
both the anode and the cathode. '

83. Dilute silver nitrate with silver electrodes.

84. Dilute sulphuric acid with copper electrodes.

85. Dilute sulphuric acid with platinum (unattackable)
electrodes.

86. A current of 0.5 ampere passes between silver elec-
trodes in a silver nitrate solution for 2 hours. What is the
change of weight of the anode and of the cathode? (1 ampere
= 1 coulomb per second.)

Law oF MoLECULAR CONCENTRATION

The treatment of equilibrium in the preceding pages has been
qualitative, having been based on the obvious principle that the
tendency of a reversible reaction, say

A4+B=C+D

to proceed to the right is determined by the concentrations of A
and B, whereas the tendency to proceed to the left is determined by
the concentrations of C and D and that equilibrium is reached
when the effects of these two opposing changes exactly nullify
each other.

A fairly exact quantitative relationship exists among the con-
centrations of all the components of a reversible reaction when
this reaction is at equilibrium; this is known as the law of molec-
ular concentrations, and may be stated as follows: when a reversi-
ble reaction has reached a state of equilibrium, the product of the
molecular concentrations of all the components on one side of
the reaction bears a definite numerical ratio to the product of
the molecular concentrations of all the components on the other
side of the reaction. This ratio is known as the equilibrium con-
stant of the reaction, and it is always the same at the same
temperature although it may have different values at other
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temperatures. The word molecule here signifies any individual
component whether electrically charged or not. Thus, a solution
of acetic acid would contain the components H+, C.H;O. , and
HC,H30,. Concentration signifies the amount of the component
divided by the volume and is usually expressed in gram molecu-
lar weights per liter. For example, take 100 cc. of a solution
containing 0.6 gram (0.01 mole) of HC,H;30,. Dividing the
amount (0.01 mole) by the volume, 0.1 liter, gives the ratio 0.1,
and thus the concentration of the total acetic acid is 0.1 F.W.
(formula weight) per liter. Since the fraction ionized is 0.014 the
concentration of hydrogen ion, [H+],* is 0.0014; the concentration
of the acetate ions [CoH30,7] is also 0.0014, and the concentration
of un-ionized acetic acid [HC:H30,] is 0.1 — 0.0014 = 0.0986.

Derivation of the Law of Molecular Conceniration from a Con-
stderation of the Speed of Reaction. Let us consider again the
general reaction

A+B=C+D

It is obvious that for a molecule of A to react with a molecule of
B the two must come into contact or collide. The chance for
collision of any single molecule of A with molecules of B is pro-
portional to the number of B in a given volume, that is, to the
concentration of B, but there are a great many molecules of A
each of which has the same chance to collide with molecules of B.
Therefore, the total number of collisions is proportional to the
product of the concentrations of A and B. However, the velocity of
the reaction towards the right, that is, the amount changed in
unit time in unit volume, is proportional to the number of collisions.

Thus
Velocity (—) = ki [A] [B]

The factor k, is a definite numerical value known as the propor-
tionality constant.

As the reaction progresses and C and D accumulate it is ob-
vious that collisions between C and D will ensue, and an exactly
similar consideration will show that the velocity in the opposite
direction is given by the expression

Velocity («) = k2 [C] [D]

* In mathematical equations the formula enclosed in brackets signifies
the concentration of the substance.
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in which %, is likewise a constant which depends on the chemical
affinities of C and D and naturally has a different numerical value
from k.

Now a reversible reaction is at a point of equilibrium when
no further apparent change is taking place. The two opposing
reactions are without doubt taking place just the same, but they
exactly undo the effect of each other, making the total change
zero. Therefore

vel (=) = vel («)
ki [A] [B] = k. [C] [D]

ClD] _ k,
or ATEl~ B K
K is known as the equilibrium constant of the reaction. It is the
ratio of the two velocity constants &k, and k..
The number of components taking part in a reversible reaction
is not always four as in the equation involving ABCD. Thus in
the ionization of acetic acid, (HAc),

HAc = Ht + Ac”

there is but one component on the left. Each molecule of HAc
has a definite tendency to ionize which is not dependent on any
other dissolved molecules or ion. Therefore the amount of acetic
acid which will ionize in unit time depends solely on the amount

present or
vel (—) = ki [HAc]

The speed of the opposing reaction is given by
vel («) = k. [HY] [AcT]

and the condition of equilibrium is given in the expression

[H*] X [AcT] _
[HAc] =K

K is the ionization constant of acetic acid and has a numerical

value of 0.000018 when concentrations are given in moles per

liter. :
Another example of equilibrium is that between sulphur triox-
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ide and its dissociation products at a temperature above 500°.
280; = 280; + O:

The velocity towards the right is dependent on the number of
collisions of SO; molecules with each other or

vel (—) = ki [SO;3] [SO;] = ki [SOs)?

The velocity toward the left is determined by the number of col-
lisions of three different molecules or one oxygen molecule with
two SO molecules

k2 [O2] [SO,] [SO,]
k2 [Oq] [SO.]?

vel («)

and the equilibrium condition is determined by the expression

[SOsl2 - [0
sor K

Interesting as the foregoing line of reasoning is, and logical as
the deductions seem to be, the scientists who thought this out
would at once have discarded it if they had not found that it agreed
to a considerable degree of accuracy with the actual conditions
found to exist in systems in equilibrium.

Thus actual measurements of the three components in solu-
tions containing acetic acid, hydrogen ions, and acetate ions show
that, whatever the actual concentrations, the ratio always has the
same value, namely that of the equilibrium constant.

The importance of the manufacture of sulphuric acid has
caused a great amount of study to be made of the equilibrium
between sulphur dioxide, oxygen, and sulphur trioxide, and the
validity of the law of molecular concentrations, as applied to this
reaction, has been put to a rigid test.

The law is in fact of very wide application; it holds for non-
ionic as well as ionic reactions. The degree of ionization of
weakly ionized substances can be calculated with high precision ac-
cording to the law. But the behavior of strong electrolytes does
not conform as closely to this law, and the law is of value only
in a qualitative fashion to predict the extent of the ionization
of these substances. In this connection we may recall Rule 4
for writing ionized equations, which directed to treat all strong
electrolytes as if they were completely ionized.
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PROBLEMS

87. Acetic acid in 0.1 molal solution is 1.4 per cent ionized.
Find the value of the ionization constant K.
HAc = H* + Ac™
[H X [AcT] _
[HAc]

88. Find the percentage ionization of acetic acid in molal
solution. Take the value of the ionization constant as
0.000018 and solve the quadratic equation by the method
of approximation.

89. What is the concentration of hydrogen ions in a 0.1
molal solution of acetic acid?

90. What is the concentration of hydrogen ions in a solu-
tion containing in a liter 0.1 mole of acetic acid and 0.1 mole

~of NaAc? Assume as an approximation that the salt is 100

per cent ionized.

91. For the sake of showing the different effects of a neu-
tral salt of a strong acid upon the ionization of the acid, find
first the ionization constant of nitric acid if it is 90 per cent
ionized in 0.1 molal solution. Then using the constant thus
found calculate the hydrogen-ion concentration in a solution
containing, in 1 liter, 0.1 mole of HNO; and 0.1 mole of KNOj.
Assume in this calculation that the law of molecular con-
centration holds accurately. The result shows that the
effect of a neutral salt of a strong acid upon the ionization
of the acid is not marked as it is in the similar case of a weak
acid. As a matter of fact, the actual effect is even less than
that calculated according to the law.

92. The ionization constant of ammonium hydroxide is
0.000018. (a) Find the concentration of OH™ ions in a
molal solution of NH OH. (b) Find the concentration of
OH" ions in a molal solution of NH,OH which contains
also 0.5 mole of NH,CI per liter, assuming the latter to be
completely ionized.

93. What is the ionization constant of hydrocyanic acid
if the ionization in 0.1 NV solution is 0.01 per cent?

94, What is the hydrogen-ion concentration in a solution
containing, in 1 liter, 0.1 mole of HCN and 0.1 mole of KCN,
assuming the latter to be 100 per cent ionized?
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SoLUBILITY AND SoLUBILITY PropucT

The solubility of a substance is defined as the concentration of
the solution when it is in equilibrium with some of the undissolved
substance. Such a solution in equilibrium is known as a saturated
solution. Supersaturated solutions of many substances are
possible when there is none of the undissolved substance in con-
tact with the solution. At the surface of contact two processes
are going on: (1) Molecules or ions are passing into solution at a
constant rate per unit of surface. (2) Molecules or ions are de-
positing on the surface and thus building up the crystal structure
of the solid, but the rate is dependent on the concentration of the
dissolved substance. When these opposing rates are equal the
solution is saturated. If the dissolved substance is a non-electro-
lyte there is a definite concentration which gives this equilibrium
condition. If the substance is a salt and ionized in the solution
there is also a definite concentration which gives the equilibrium
provided the ions of the salt are present in equivalent amounts.
We frequently have to consider cases in which we have two salts
in solution which have an ion in common, for example, silver ace-
tate and sodium acetate. The tendency to build up the silver ace-
tate crystals is proportional to the concentration of the Ag* ions
and of the Ac™ ions. The latter includes all the Ac™ ions, which-
ever salt they originally came from. Equilibrium is reached
when the product of the concentration [Ag+*] X [Ac™] has a
definite value which is called the solubility product.

The solubility of AgAc at room temperature is 0.06 F.W. per
liter. Therefore, in a saturated solution the concentration of
each ion is 0.06 and the solubility product = 0.06 X 0.06 =
0.0036. If we stir crystals of AgAc into a 0.1 formal NaAc solu-
tion the crystals will dissolve until equilibrium is reached and the
product of [Ag*] [Ac”] = 0.0036. Let the solubility of AgAc per
liter = z. Then z = [Agt] and 2 + 0.1 = [Ac™] and

[AgH [Ae”] = z (z + 0.1) = 0.0036

Solving, x = 0.028, and therefore the solubility of AgAc in 0.1 N
NaAc = 0.028 F.W. per liter.

When we consider the solubility of a salt in which the ions are
of different valence, as for example lead iodide Pbl, = Pb++ +
I 4+ I, the product must include as many concentrations as
there are ions to make the neutral molecule. Thus the solubility
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of lead iodide is 0.002 F.W. per liter, the concentration of Pb++
ions is 0.002, and the concentration of 1™ ions is 0.004 in the
saturated solution. The solubility product of

Pbl, = [Pb*++] [I"]? = 0.002 X 0.004? = 0.000,000,032

To determine the solubility of PbI, in a 0.1 formal solution of KI
let £ = F.W.of Pbl, perliter. Then z = [Pb**]and2z 4 0.1 =[1"]

[Pb+] [I]2 = z (22 + 0.1)2 = 0.000,000,032

Solving, £ = 0.000,003, and therefore the solubility of PbI; in 0.1
formal KI is 0.000,003 F.W. per liter. '

PROBLEMS

95. The molal solubility of AgBrO; at 24.5° is 0.0081.
How many grams of AgBrO; could dissolve in a liter of 0.1
molal AgNO3;? Assume complete ionization of the salts.

96. The solubility of PbSOy is 0.04 gram per liter at 25°.
How many grams of sodium sulphate should be added to
1 liter to reduce the solubility of the lead sulphate to 0.0001
gram per liter?

HyproGEN Ion CoNcENTRATION; THE pH ScALE

The properties common to all acids are due to hydrogen ions,
but there are two ways in which the extent of the effect of hydro-
gen ions must be gauged. In the first place the normality of an
acid solution is a measure of the amount of base it will neutralize.
One liter of 1 N strong acid, such as HCI, will neutralize the same
amount of base as 1 liter of 1N weak acid, such as HC.H;O..
The normality of an acid thus measures the total amount of avail-
able hydrogen ions. Yet the concentration of the active or ionized
hydrogen in the HCI is about one hundred times as great as in the
HC:H;0,. Vinegar is about 3 per cent or 0.5 N acetic acid. Its
taste is sour, but it is possible to hold it in the mouth and even
swallow some of it. On the other hand, 0.5 N HCl is so extremely
sour that it cannot be held in the mouth. The sour taste is pro-
portional to the active H* ion concentration. Many other physi-
ological effects, as well as effects in promoting industrial chemical
reactions, are likewise proportional to the active Ht ion concen-
tration rather than to the total available H+ ion, and it becomes
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important to have a convenient scale by which to measure this
activity.

In 1N strong acid, assuming complete ionization, the con-
centration of the H+ ion is 1 mole per liter ((H*] = 1). In pure
water [H+] = 0.000,000,1 = 10~7, [OH] = 0.000,000,1 = 10".
Since the law of molecular concentration gives for the ionization
of water (H] [OH ]

Ho] - F

and since [H.0] is constant for all dilute solutions it follows that
[H+] X [OH™] = 1077 X 10-7 = 10™™

and 107 is the ion product of water which is constant. Ina 1N
solution of a strong base since [OH] = 1 the value of [H¥]
must be 10714,

With a range of hydrogen ion concentrations from 1 to 10~
in solutions commonly used it has been found advantageous to
adopt a logarithmic notation for expressing the concentration of
the hydrogen ions. This is the so-called pH scale. The pH
value is the logarithm to the base 10 of the number of liters of the
solution in question which would contain 1 mole of active H* ions.
When the concentration is expressed by the exponential method,
the pH value is simply the exponent to the base 10 with the
negative sign omitted.

Tae pH ScaLe

pH [HH] Normality of strong acid or base
0 100 1 N acid
1 101 0.1 N acid
2 102 0.01 N acid
3 103 0.001 N acid
4 10—
5 10—8
6 10-¢
7 107 exact neutrality gzger
8 10~ ge
9 10—°
10 100
11 101 0.001 N base
12 1012 0.01 N base
13 1018 0.1 N base

14 1014 1 N base
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Control of pH. Values of pH near the top and near the bottom
of the scale may be definitely controlled by adjusting the nor-
mality of a strong acid or base. For values of 4 through 10 the
amount of the strong acid or strong base which would be added to
water is so small that its effect is commonly exceeded by that of
uncontrollable impurities. However, by the use of buffers the
pH value can be established precisely at any desired point and held
there with extremely little change against large accidental addi-
tions of either acid or base.

Buffers. A mixture of a weak acid and a salt of that acid or a
mixture of a weak base and a salt of that weak base serves as a
buffer. Let us consider a liter of solution containing 0.1 F.W. of
HAc and 0.1 F.W. of NaAc. The ionization constant of acetic
acid is given in the expression

[H*] [AcT] _
[HAq 0.000,018
which may be transposed:
[HAc]

+ —
[H+] = 0.000,018 X Ac] 1)
Since [HAc] = 0.1 (the ionization of HAc is repressed to almost
zero by the Ac™ ions of the salt) and [A¢™] = 0.1 (the 0.1 mole of
salt is completely ionized)

0.1 18 10

+ = — = = = = —4.74
[H*] = 0.000,018 X 01 0.000,018 1,000,000 _ 10° 10

The pH value of this buffered solution is therefore 4.74.

To appreciate the effectiveness of this buffer solution let us
compare the effect upon the pH value of adding small amounts of
strong acid or base to pure water and then to the buffered solution.
If we add 1 cc. of 1N HCI to 1 liter of pure water we obtain a
solution 0.001 N in H* ions with a pH of 3. If, on the other hand,
we add 1 cc. of normal HCI to 1 liter of the buffered solution, the

reaction
H+ + A¢™ — HAe

increases [HAc] by 0.001 and decreases [Ae”] by 0.001 so that

0.1 + 0.001
+ = (. b = Q. 184 = 10—475
[H]—OOOOOlSX:.l ; 1—000008 = 10
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and the new pH value is 4.735, which is thus not materially changed
from its original value.
If we add 1cc. of 1N NaOH to 1 liter of pure water we obtain
a solution 0.001 N in OH" ions with a pH of 11. If on the other
hand we add 1 cc. of 1 N NaOH to 1 liter of the buffered solution
the reaction
OH™ 4+ HAc — H,O + Ac™

decreases [HAc] by 0.001 and increases [Ac”] by 0.001 so that

4= 0.1.—0.001 _ 1047
[H] = 0.000018 X 0.1 1 0.001 = 0.0000176 = 10—
and the new pH valueis 4.7 55, which again is not materially changed.

From the above equation (1) it is apparent that the maximum

added weak acid
added salt of that acid
is unity, also that a numerically greater pH (lower [H*]) can be
obtained by lowering this ratio and a lower pH by increasing this
ratio. However, to obtain an essentially greater pH value than
5 it would be more advantageous to use a weaker acid and its salt
for the buffer.

The above reasoning applies to weak bases and their salts which
may be advantageously used as buffers to establish pH values be-
tween 7 and 11.

It goes without saying that, although absolutely pure water
has a pH value of 7, the pH value is subject to a variation of 1 or 2
units through almost unavoidable contamination from glass or
from NHj;, H;S, or CO,; from the air, and that to maintain an
unfluctuating value of 7 a buffer must be used.

)

buffering action is obtained when the ratio of

INDICATORS

Indicators are highly colored substances which change in color
at certain pH values. The color is so intense that the amount
of indicator needed is so small that it itself has practically no
effect in altering the pH value. There are a great many such in-
dicators, and it is possible to choose a list covering the whole range
of pH values. Thus, if a solution is colorless it is possible to apply
to different portions of it the successive indicators in this list, and
when the one is found which shows its color change in this solu-
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tion the pH value of the solution is determined. Three of the
most commonly used indicators are included in the following table.

Indicator Acid color  pH range of color transition Basic color
methyl orange red 3.24.4 yellow
litmus red 4.5-8.3 blue
phenolphthalein colorless 8.3-10 red

PROBLEMS

97. From the per cent of ionization of hydrocyanic acid in 0.1 N
solution find the value of the ionization constant of that acid.

98. Calculate the H* ion concentration in a solution 0.1N in
HCN and 0.1V in KCN. What is the pH value of this solution?

99. Calculate the pH value of 0.01 N acetic acid. What color
would this solution impart to methyl orange?

100. Calculate the pH value of 0.01N HC.H3O. containing
0.1 F.W. of NaC.H;0; per liter. What color would this solution
impart to methyl orange?



CHAPTER IV

THE NON-METALLIC ELEMENTS IN BINARY
COMPOUNDS

One of the distinctive chemical properties of non-metallic
elements is their ability to combine with metals forming simple
binary compounds in which they are the negative constituent.
It is the purpose of this chapter to deal with such simple com-
pounds of the more pronounced non-metals: chlorine, bromine,
iodine, oxygen, sulphur, and nitrogen.

PrEPARATION 5
CorpPER Ox1DE, CuO

The most obvious method of making a metal oxide is to heat the
metal in air or oxygen, but the difficulty with such a method is that
the oxide is solid and adheres to the surface, preventing the action
on the metal underneath. Better results are obtained if an oxy-
salt of the metal is prepared and then heated to a sufficient tem-
perature to drive off the non-metal oxide and thus leave the oxide
of the metal as a residue. Carbonates, nitrates, and some sulfates
can be decomposed in this way.

Dilute nitric acid attacks copper, forming copper nitrate, a
soluble salt, so that the surface of the metal remains free until
the copper has all reacted. Copper oxide may be obtained by
heating the solution, first to expel the water, and then with a
somewhat stronger heat to decompose the residue of copper
nitrate; oxides of nitrogen escape as red fumes, and copper oxide
remains as a black solid. This is the method by which zinc was
converted quantitatively into zinc oxide, page 24.

Since copper carbonate decomposes at a lower temperature than
copper nitrate and yields an impalpable powder instead of black
crusts, it is advantageous in this preparation to first precipitate
copper carbonate (actually a basic carbonate) from the copper

nitrate solution and after drying it, to heat the carbonate.
137
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Materials: copper metal (turnings or wire), 13 grams = 0.2
F.W.
6 N HNO;, 88 cc.
anhydrous sodium carbonate, Na.COj, 30 grams.

Apparatus: 2-liter common bottle.
5-inch funnel.
8-inch porcelain dish.
4-inch porcelain dish.
600-cc. beaker.
Bunsen burner.
iron ring and ring stand.

Procedure: Put the copper in a 600-cc. beaker and under the
hood add the nitric acid in small portions until solution is com-
plete; observe Note 7, page 13. The mixture may be heated
toward the end of the reaction if necessary. When all the copper
has dissolved add 200 cc. of water and filter the solution, if it is not
clear, into an 8-inch porcelain evaporating dish.

Dissolve 30 grams of anhydrous sodium carbonate in 300 ce. of
water. Filter the solution if it is not clear. Pour 250 cc. of this
solution into the copper nitrate solution. Stir the mixture and
heat to boiling. The solid should turn nearly black. If this does
not happen add small portions of the sodium carbonate solution
until it does. Boil and stir the mixture for about 3 minutes.
Allow the solid to settle in the dish and pour off most of the liquid.
Stir up the solid with the remainder of the liquid and pour it into
approximately a liter of cold water in a 2-liter bottle. Wash the
solid by decantation until the soluble salts are reduced to less than
one one-thousandth of the original concentration. (Estimate the
volume of liquid poured into the bottle with the solid the ﬁrst
time. Follow Note 5 (b), page 10.)

Pour the solid onto a filter and allow it to drain as completely as
possible. Spread the paper and its contents on a watch glass and
continue the drying on the hot plate. Separate the black basic
copper carbonate from the paper and place it in a 4-inch porcelain
evaporating dish. Heat with a small flame, and stir the solid with
a glass rod. A low temperature suffices to decompose the basic
carbonate. When the solid has changed to a uniform black powder
test it for carbonate. Place about 0.1 gram in a test tube, cover it
with 5 ce. of water, and heat to the boiling temperature. We now
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have a suspension of the copper oxide from which all air has been
expelled. Add a few drops of 6 N HCI and observe very closely
for “effervescence,” that is, for bubbles of escaping gas. Such
gas would be carbon dioxide and would show that the copper car-
bonate had not been entirely decomposed. When the test shows
the absence of carbonate, transfer the solid to a 2-ounce cork-
stoppered bottle.

QUESTIONS

1. Could hydrochloric acid take the place of nitric acid in this
preparation? Explain.

2. Basic copper carbonate is a variable mixture of copper car-
bonate and copper hydroxide. Assuming that it has the composi-
tion Cu(OH),-CuCOj;, write intersecting ionic equations to show
how it is formed. What type of ionic reaction does this illustrate?

PrEPARATION 6

HyproGEN PEROXIDE AND BARIUM PEROXIDE HYDRATE,
H202 AND B302‘8H20

The ordinary oxide of barium has the formula BaO, and it forms
the corresponding base Ba(OH). when it combines with water.
Barium salts are formed when this base is neutralized with acids.
In addition there is another oxide of barium containing twice as
much oxygen, BaO,, which is easily obtained when barium oxide
is heated to a dull red heat in air free from carbon dioxide.

This oxide, however, does not behave like an ordinary oxide;
for example, it does not react with water to give such a base as
Ba(OH), nor with acids to yield such a salt as Ba(NO;),. Both
oxygen atoms seem to be present as a single radical having the
same valence, namely 2, as the simple oxygen radical in ordinary
barium oxide, because, when barium peroxide is treated with acids,
the ordinary barium salt and hydrogen peroxide are formed.

Ba02 + ZHCI b d BaClg + H202

The name peroxide has been given to oxides which contain the
0. " radical and which yield hydrogen peroxide when acidified with
acids.

The common heavy metals do not form peroxides; only the
most strongly metallic elements such as the alkali and alkaline
earth metals do so. For example, when sodium metal burns freely
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in air the peroxide, NayO,, is formed. It is difficult to limit the
access of oxygen to burning sodium so as to obtain the ordinary
oxide, Nao0.

In the following preparation crude barium peroxide is treated
with hydrochloric acid to obtain a solution of hydrogen peroxide.
Crude barium peroxide invariably contains a little iron which
appears in the solution as FeCls. The iron, however, is completely
precipitated as the insoluble hydroxide if an excess of barium
peroxide is used. The peroxide hydrolyzes, making the solution

basic.
BaO. + 2H,0 = Ba(OH). + H,0,
2FeCl; + 3Ba(OH). — 2Fe(OH); | + 3BaCl,

Pure barium peroxide hydrate BaO:-8H0 is precipitated when
barium hydroxide is added to a hydrogen peroxide solution.
Hydrogen peroxide is not a stable substance; its solution de-
composes slowly in any event into oxygen and water. This de-
composition is greatly hastened by suspended solid matter and by
hydroxyl ions; in the following preparation one should work to
minimize the amount of this decomposition.

After removal of impurities by filtration, a solution of barium
hydroxide is added whereby pure, crystalline barium peroxide
hydrate BaO.-8H0 is precipitated.

Hydrogen peroxide may be regarded as a weak acid. It is
excessively weak, the extent of its ionization being comparable
with that of water itself. Yet its acid character is manifest from
the way it reacts with barium hydroxide:

Ba(OH)z + H202 — Ba()zl + 2H20

Were the barium peroxide soluble this reaction would shortly
come to equilibrium, but since the barium peroxide is very in-
soluble, the reaction is fairly complete. Sodium peroxide is
soluble, and it hydrolyzes very extensively, as would be expected
of the salt of so weak an acid; this is equivalent to the statement
that the neutralization of sodium hydroxide by hydrogen peroxide
is very incomplete.

Materials: 6N HCI, 67 ce.
barium hydroxide, Ba(OH),-8H,0, 63 grams =
0.2 F.W.
crude BaO, 40 grams.
ice.
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Apparatus: 8-inch porcelain dish.
5-inch funnel.
2-liter common bottle.
600-cc. beaker.
suction filter and trap bottle.
mortar and pestle.
Bunsen burner.
iron ring and ring stand.

Procedure: Dissolve the barium hydroxide in 500 ce. of warm
water and pour through a filter, without suction, into a 2-liter
bottle. Add 1 liter of cold water.

While the filter is draining place the HCI, 250 cec. ice water, and
about 100 grams ice in an 8-inch porcelain dish. Grind the BaO,
in a mortar with water until a smooth uniform paste is obtained
and add enough water to make 100 cc. Add the BaO, suspension,
a little at a time, with constant stirring, to the cold HCI solution
until the BaO, ceases to dissolve. Then add the remainder of
the BaO; suspension all at once and stir until the suspension has
turned brown due to the precipitation of Fe(OH);. Then filter the
solution without suction into a 600-cc. beaker.

Pour, in a thin stream, with constant stirring, the hydrogen
peroxide solution into the barium hydroxide solution in the 2-liter
bottle. Let the flaky barium peroxide hydrate settle and then
collect it on a suction filter. As soon as the water is drawn out,
shut off the suction, wash with 15 cc. cold water, press the solid
into a compact cake, and again suck dry. Do not draw any
quantity of air through the product. Wrap the crystals in paper
towels and dry them according to Note 9 (b), page 15. Preserve
the product in a 4-ounce cork-stoppered bottle.

QUESTIONS

1. Explain why barium chloride would not give a precipitate
with hydrogen peroxide.

2. The hydrogen peroxide solution obtained as an intermediate
product in this preparation contained barium chloride. Suggest
with what reagent one might treat the purified barium peroxide
hydrate to obtain a pure solution of hydrogen peroxide. Give
explanation.
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PrEPARATION 7
HyprocuLORIC Acip, HCI

Hydrogen chloride may be formed by direct synthesis from the
elements. Although this method has been used on a commercial
scale and yields a very pure product, it is not the one commonly
used. It is far more convenient to treat sodium chloride with
concentrated sulphuric acid. The volatile hydrogen chloride
escapes from the reaction mixture and the reaction goes to comple-
tion.

NaCl + H:80,— NaHSO, + HC1 T

The gas is dissolved in water to give hydrochloric acid.

z i(—Thistle Tube

2-Liter
Round Bottom
Flask
— = II/‘Ring and. Safety
l] ( s =" Wire Gauze
500 ce.
Woulf Bottle
Fia. 18

Materials: sodium chloride, rock salt, NaCl, 117 grams =
2 F.W.
36 N sulphuric acid, 222 cec.

Apparatus: 2-liter round-bottom flagk.
500-cc. Woulff bottle, 3-necked.
8-ounce wide-mouth bottle.
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three 1-hole rubber stoppers to fit Woulff bottle.
one 1-hole rubber stopper to fit drying tube.
glass delivery tube fitted as in diagram.
drying tube packed with glass Wool

pan of cold water.

8-ounce glass-stoppered tincture bottle.
burette clamp. Bunsen burner.

iron ring and ring stand.

thistle tube.
2-hole rubber stopper to fit flask and bottles.
1

Procedure. Set up the apparatus as in Fig. 18
with the rock salt in the large flask and 150 cc. of
water in each absorption bottle. Pour enough
of the sulphuric acid through the thistle tube to
seal the lower end of the tube. Watch the ac- i
tion carefully to see that the foam does not rise
into the neck of the flask. As rapidly as seems
safe add the rest of the sulphuric acid. When b
the action slackens apply heat very cautiously

] 4
to the flask and finally heat it strongly until w——
all the salt has dissolved and effervescence has NV
ceased. When the reaction is finished remove Fra. 19
Fraure 19

The scale at the back is marked off in divisions of 0.1 inch. Thelacid
is laced in the shallow dish at the left and water islthe dbh at he ] ht

both being at the same temperature. The level is adﬁf‘s]te({ fo both
dishes so that the surface of each liquid is exactly at the zero point of the
scale. Suction is applied at the top until the acid rises exactly to the
100 mark when the pinch cock is closed. The reading of the scale at
the top of the water column divided by 100 gives the specific gravity
of the acid.

the burner. Apply a gentle suction to the exit tube in the second
absorption bottle and draw all the hydrogen chloride from the large
flask into the absorption bottle.

Allow the contents of the flask to cool until crystals of NaHSO,
begin to form. Wrap a towel around the neck of the flask.
Cautiously pour the contents of the flask into running water under
the hood. If allowed to cool com letel the b - roduct of th
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reaction will form a solid cake and the flask may be broken in
trying to remove it. It is important, however, to allow the con-
tents of the flask to cool nearly to room temperature before the
mixture of acid and acid sulphate are poured into water.

When the hydrochloric acid has cooled to room temperature
determine the volume and the specific gravity of the solution in
both absorption bottles. Use either a hydrometer or the apparatus
shown in Fig. 19. Consult the table on page 371 and determine
the percentage composition of the preparation. Calculate the
weight of hydrogen chloride obtained, the normality of the solu-
tion, and the percentage yield.

Practically all the hydrochloriec acid will be found in the first
absorption bottle. Transfer this to a 250-ce. narrow-necked
glass-stoppered bottle.

QUESTIONS

1. How much of an excess of sulphuric acid was used in this
preparation? What is the advantage of using such an excess?

2. Why was air drawn through the apparatus after the reaction
was complete?

3. What conditions are necessary for the formation of Na2SO,
in the preparation of HCI? Why is NaHSO, called an acid salt?

PrEPARATION 8
Hyprosromic Acip, HBr

The obvious method for preparing hydrobromic acid would be
to treat solid sodium bromide with concentrated sulphuric acid.
This is not a successful method, however, owing to the fact that
hydrogen bromide reacts to some extent with concentrated sul-
phuric acid according to the equation

H.804 4+ 2HBr — 2H.0 4 SO; + Br:

and the gas passing over to the absorption bottles would be con-
taminated with sulphur dioxide and bromine. To prepare pure
hydrobromic acid it is necessary to employ a different procedure.

The method we shall use starts with bromine and allows it to
react with red phosphorus and water. Phosphorus and bromine
combine very easily to form PBr;, but the phosphorus bromide
hydrolyzes completely and hydrogen bromide passes over to the
absorption flask.



Materials:

Apparatus:

HYDROBROMIC ACID

bromine, 40 grams =

12.5 cc. = 0.25 F.W.

red phosphorus, 7 grams.

sand.
broken glass.

125-cc. separatory funnel.

300-cc. flask.

two 4-inch side arm U-tubes.

8-inch plain U-tube.

one 1-hole rubber stopper to fit flask.
4 solid rubber stoppers to fit small U-tubes.

one 1-hole rubber stopper to fit large U-tube.

glass delivery tubes as in diagram.

glass wool.

3 ring stands.
4-inch iron ring.
4 burette clamps.

Sand and

Broken Glass and
Red Phosphorus

. ( d P]
i N Red Phosphorus
Int AN
Ring and
Wire Gauze
L N\ / \
Fia. 20
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Procedure: After carefully studying the diagram (Fig. 20)

construct the apparatus.

Place 6 grams of the red phosphorus,

12 grams of sand, and 6 cc. of water in the flask. The success of
this preparation depends very largely on the care with which the
phosphorus is spread out over the surface of the broken glass in

the small U-tubes.

To this end mix 2 grams of the phosphorus

and 25 grams of the broken glass by shaking in a 300-cc. flask.
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The phosphorus will not stick to the glass. Add water one drop
at a time, shaking after each addition until the phosphorus adheres
to the glass, but avoid using enough water to give any appearance
of wetness. Place the uncoated broken glass in the bend of each
small U-tube and fill the vertical arms nearly up to the side arm
with the glass coated with phosphorus. Pack a little glass wool
on top of the broken glass. Pour 25 cc. of distilled water, or enough
to close the bend, into the large U-tube. Caution: Use extreme
care in handling bromine. The liquid produces severe burns on the
skin and the vapor is very irritating to the eyes and throat. Make
sure that the stop cock of the separatory funnel is tight, properly
lubricated, and turns easily. When manipulating it after the
bromine has been added, hold the bulb with one hand, and exert
a slight inward pressure on the stop cock while turning it with the
other hand. Be very careful that the cock does not slip out of the
socket letting the bromine leak out over the fingers.

After making sure that the apparatus is tight, measure the bro-
mine and pour it into the funnel. Then let a single drop of bro-
mine fall into the flask, watching its effect. Add the rest of the
bromine a drop at a time as rapidly as proves safe. After the gas
ceases to be absorbed in the large U-tube disconnect the apparatus.
When the hydrobromic acid has cooled to room temperature deter-
mine its volume and specific gravity. Use either a hydrometer or
the apparatus shown in Fig. 19. Consult the table on page 371
and determine the percentage composition of your solution.
Calculate the weight of hydrogen bromide-obtained, the normality
of the solution, and the percentage yield. Preserve your prepara-
tion in a 2-ounce glass-stoppered bottle. Wash out the apparatus
at the sink under the hood.

QUESTIONS

1. Why would not a metal like zine, which will combine vig-
orously with bromine, serve instead of phosphorus?

2. Explain why phosphorus is placed in the small U-tubes.

3. Explain why at the outset of the process bubbles pass out-
ward through the large U-tube, and later they pass in the op-
posite direction.

4, What are the products of the reaction of concentrated
sulphuric acid with potassium bromide? (See Experiment 13,
page 167.) Write the equations. What property possessed by
hydrogen bromide, but not by hydrogen chloride, is shown?
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PrEPARATION 9O
Barium Caroribe, BaCly2H0

A general method of preparing a salt is by neutralizing an acid
with the appropriate base. It is almost as effective to use the
carbonate of the metal as the base, because carbonic acid is so
easily displaced. Barium carbonate is found naturally as the
mineral witherite, which contains iron and silica as impurities.
In this country barium carbonate (known as ‘ precipitated”
barium carbonate) is made commercially by reducing barium sul-
phate to sulphide, and converting the latter to the carbonate by
means of carbon dioxide. The resulting product frequently con-
tains silica, barium sulphate, barium sulphide, and iron as im-
purities. After the acid has been neutralized with barium car-
bonate a little barium peroxide is added to the mixture. The
barium peroxide is nearly insoluble, but it does hydrolyze to a
small extent forming barium hydroxide and hydrogen peroxide.
Any iron present is oxidized and precipitated as ferric hydroxide.

4 BaO; + 8 H:0 + 4 FeCl; = 4 Fe(OH); + 4 BaCl; + 2 H,0,
2 H202 g 2 H20 + 02

After the solution has been filtered it is made acid with hydro-
chloric acid.

Materials: barium carbonate, BaCOsj.
barium peroxide, BaO,, 3 grams.
hydrochloric acid.

Apparatus: 8-inch porcelain dish.
5-inch funnel.
8-inch crystallizing dish and cover.
two 5-inch watch glasses.
iron ring and ring stand.
Bunsen burner.

Procedure: The hydrochloric acid obtained in Preparation 7
may be used for this preparation or 166 cc. of 12N HCl (2 F.W.)
may be used. Calculate the weight of barium carbonate required
to convert your sample of hydrochloric acid into barium chloride.

Pour the acid into an 8-inch porcelain evaporating dish and add
enough water to make 600 cc. of solution. Remove 10 cc. of this
dilute acid and save it for use later in the preparation. Add the
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solid barium carbonate in small portions. Stir the mixture after
each addition. (If the carbonate is added too rapidly the mixture
will froth out of the dish.) After all the carbonate has been added
heat the mixture to boiling. Add an additional 5 grams of barium
carbonate and test the solution with litmus paper. If it is not
neutral add barium carbonate in small portions until the acid is com-
pletely neutralized and an excess of carbonate is present. Add 3
grams of barium peroxide, stir the mixture, and boil it gently for 5
minutes. Enough water should be added to make the total volume
600 cc.

Filter without suction into a 600-cc. beaker, keeping both the
funnel and the beaker covered with watch glasses to prevent the
solution from cooling and crystallizing prematurely. Add the
reserve 10 ce. of dilute HCI to the filtrate and make sure that a
drop of the solution will turn litmus red. Pour the solution into
the crystallizing dish and allow it to stand uncovered until a
satisfactory crop of crystals is obtained. Barium chloride has a
tendency to “creep.”” To prevent this it is advisable to grease
the rim of the crystallizing dish. Decant the liquid from the
crystals, and wash them with a little distilled water. Dry them
thoroughly at room temperature on white paper towels.

QUESTIONS

1. How could you show that your preparation is a hydrate?

2. Barium carbonate dissolves in water to the extent of 0.0023
gram in 100 cc. of water. Explain how it was possible to dissolve
the carbonate since it is so insoluble. Write an ionic equation.

3. Write equations to show how barium carbonate is prepared
from barium sulphate. Indicate the conditions for each step.

4. Dissolve a small amount of your preparation in 10 cec. of
water. Divide this solution into three portions. To one add a
drop of sulphuric acid; to the second add a drop of potassium
chromate; to the third add a drop of silver nitrate. Record your
observations and write ionic equations for each reaction.

5. To a solution of barium hydroxide add a few drops of hydro-
gen peroxide. Record your observations and write an equation.
What is the role of hydrogen peroxide in this reaction?

6. To a solution of BaCl; add H;O, and explain why the same
effect is not observed as in Experiment 5.
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PREPARATION OF OTHER BARIUM SALTS

By suitable modification, the procedure used to prepare barium
chloride may be adopted to prepare other barium salts such as the
acetate, bromide, and nitrate. The final volume of the solution
should be adjusted so as to give a nearly saturated solution at
25°.  The solubility of these salts will be found on page 365.

PrEPARATION 10
ALuMINUM SULPHIDE, AlS;

Although the obvious method of preparing a binary compound
would seem to be to bring the two elements together, such a
procedure is not very often followed. Aluminum and sulphur
can be made to combine directly, it is true, but when the finely
divided substances are mixed and the mixture is heated, either the
sulphur entirely distils off without any reaction taking place, or if
a reaction starts it is too violent to control. We have, therefore,
selected lead sulphide as a source of the sulphide radical because
this substance is not volatile and cannot escape before it reacts,
and the reaction is not too violent. A part of the energy furnished
by the combination of aluminum and sulphur is expended in sepa-
rating lead and sulphur.

Materials: granulated aluminum, Al, 27 grams = 1 F.W.
pulverized galena, lead sulphide, PbS, 359 grams
(a fairly pure sample of the mineral must be
used to obtain good results).

Apparatus: 30-gram clay crucible without cover.
6-inch sand bath pan.
gas furnace.

Procedure: Mix the powdered galena and granulated alumi-
num. Place the mixture in the clay crucible and put it in the gas
furnace. Place the cover on the furnace and if possible slip it a
little toward the front, so that, by standing on a stool, one can look
down through the hole in the cover and see the charge in the cru-
cible. Light the furnace and heat it as rapidly as possible. Make
sure the iron pan is dry by holding it with the tongs over the
furnace. Caution: If the pan shou