KPUTEPUN N METOJJUKA OLIEHNBAHIMA BBIITIOJIHEHW A
OJIMMITUATHBIX 3AJAHWI PETUOHAJIBHOI'O DTAIIA 110 XUMUH C
YKA3AHUEM MAKCUMAIJIBHO BO3MOXHOI'O KOJIMYECTBA BAJIJIOB
3A KAXIOE 3AJAHUE 1 OBIIEI'O KOJIMHECTBA MAKCHUMAJIBHO
BO3MOXKHBIX BAJIJIOB ITO UTOI'AM BBITIOJIHEHMS BCEX 3AJAHWI

JUTSL SKEOPH

I Typ

2023-2024



Teopemuueckuit myp

OnuHHAAATBIH KJacc

Pemienue 3anaum 11-1 (aBTop: CenoB U.A.):

[lon nmeiicTBMEM a30THOM KHUCJIOTHI METaUlbl MPEBPAIAIOTCS B HUTPATHI (B
YaCTHOCTH, BUCMYT) JINOO KUCJIOTHI (B YaCTHOCTH, OJIOBO):
Bi+ 6 HNO; = Bi(NO3); + 3 NO, + 3 H,O
Sn + 4 HNOs + (x-2) H,0 = SnO,-xH,0 + 4 NO,
(0onycmuma 3anuce npooykma H>SnOj3)

[Ipu HarpeBaHuM W HUTPATHI, U KUCJIOTHI OyIyT pasiiaraTbCsi 10 OKCHIOB, a B
clly4ae HaMMEHEee aKTHBHBIX METAJIOB — IO caMUX MeTaJyioB. Cpeiu MeTauioB 1 UX
okcuioB ipu 350 °C neperonsiercs Toiabko pryTh Hg. Ee cepbckoe Ha3BaHMe — KUBa
(BcrmoMHUTE “kMBOE cepedpo”). OHa 00pazyeTcs pu pa3aoKeHUH OKCHIA, KOTOPHIN
oOpa3zyeTcsi U3 HUTpara:

Hg +4 HNO;s; = Hg(NO3), + 2 NO, + 2 H,O
2 Hg(NOs), =2 HgO + 4 NO; + O,
2 HgO=2Hg+ 0O,
(o6veounennoe ypasuenue 2 Hg(NO3), = 2 Hg + 4 NO, + 20,
3acyumuleaemcs Kak 08a 8epHblX 0moenvHbulx — 1 6an)

MaccoBas ngons pryta B oopasie 0.61/5-100% = 12.2%. 3HauuT, Ha Kanaj
npuxoaurcs 100% —49.0% — 23.4% — 12.2% = 15.4% maccel.

3HaAYUT, B KaXJI0M U3 pacTBOpoB coaepxkutcsa 0.49-5 =245 r ousmyra, 1.17 r
onoBa, 0.77 r xkaimasg u 0.61 T >KUBHL.

Conmu BUCMyTa M OJIOBSHHAs KHCJIOTa MPH MPOKATMBAHUH PA3JIararoTcs 10
OKCH/IOB:

4 Bi(NOs); =2 Bi;03 + 12 NO, + 3 O,
SnO,-xH,0 = SnO; + xH,0

[Ipu nmobGaBnenun TopsYe BOABI K a30THOKUCIOMY pPacTBOPY B O0CaJIOK
BBITIAJAaCT HUTPAT BUCMYTHJIA — MPOAYKT THAPOJIM3a HUTPATa BHUCMYTa, KOTOPBIN
TOYXKE pa3jiaraeTcs Ipyu HarpeBaHUM JI0 OKCUA:

Bi(NOs); + H,0 = BiONO; + 2HNO;
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4 BiONO;s =2 Bi;,03 + 4 NO, + O,

PtyTh BO BTOpOM cilydyae ocTtaeTcs B pacTBOpe B Buie HUTpara. [lockoiabky
TBEp/bIe OCTATKUA UMEIOT pa3Hble MacChl, TO BO BTOPOM Cllydae B pacTBOpE, 10 Bcen
BUJINMOCTH, OCTAETCs €Ile OJAUH MeTaJUl. B 1epBOM OIBITE 3TOT METAJIJT HAXOJUTCA
B CyXOM OCTaTKe B BHJI€ OKcHAa JHOO MpocToro BemiecTBa. Ero Macca paBHa
Pa3HOCTU Macc OCTaTKOB Iocie npokanuBanus: 4.969 — 3.709 = 1.26 . Ona He
COOTBETCTBYET MaccaM METAJUIOB, 3HAYUT, 00Pa30BAJICS] OKCH/I.

N3 2.45 r Bucmyta nonyuaercs 2.73 r Bi,0Os, au3 1.17 r onoBa — 1.49 r SnO,.
Cymma stux macc —4.22 r — 00Jibliie Macchl 0Cajika BO BTOPOM OMBITE. ITO 03HAYAET,
4yTO OKCUJ Maccoi 1.26 r oOpa3oBalicst HE U3 Kajasi, a U3 APYyroro Merasia. ITo He
MOXKET OBITh OM3MYT, IMOCKOJIBKY €ro Macca OOJbIIE MacChl OKCHAA. 3HAYUT, ITO
osioBo. Eciii u3 1.17 r onoBa o6pazyercs 1.26 r okcuaa coctaBa X,0y, To M (0510Ba)
= 1.17/(1.26 -1.17)-8n = 104n 1/mMoOnb, OTKYyAa NpU 17 = 2 TOJy4YaeM, YTO HaIle
OJIOBO. .. CBUHEII. B cepOCKOM sI3bIKe, KaK U B HEKOTOPBIX JIPYTUX CIABIHCKUX S3bIKaX
3TO AEHUCTBUTENIBHO TaK.

Pb + 4 HNO3 = Pb(NO3)2 + 2 N02 + 2 Hzo
2 Pb(NOs3), =2 PbO + 4 NO;, + O,

Ecnu npennonoxuts, 4To OM3MyT 3TO Bce-Taku BUCMYT Bi, Torma u3 0.77
kanas noiydaercs 3.709 — 2.73 = 0.979 r okcuna. M (xanas) = 0.77/(0.979 — 0.77)-
8n=29.5n, uto MoxkeT cooTBeTcTBOBaThH Co, Y, Sn 1 ux oxkcugam CoO, Y03 u SnO;.
OnHako y TMEpBBIX JBYX DOJEMEHTOB HUTpaTbl HE OyayT KOJUYECTBEHHO
TUAPOJIU30BATHCS U 00Pa30BBIBATH OCAOK, ITOITOMY Kajia] — OJIOBO.

Jlerypa — cruiaB (CpoJiHU CIOBY “‘IeTUpoBaHuE”).

Cucmema oueHusanus:

1. | CHMBOJT KaXXJIOTO U3 3JEMEHTOB (BHE 3aBUCHMOCTH TOTO, K | 9 0ajioB
KaKOMY CJIOBY OHM OTHECEHbI) 1o 1.5 Ganna
MaccoBsie 1011 3eMeHTOB 110 1.5 Oanmna
2. | YpaBHenus peaknwii mo 0.5 6anna 5.5 6ani0B
3. | BepHslii nepeBoj 0.5 daana
HUTOI'O: 15 6ay10B




Pemienue 3apaum 11-2 (aBropbl: PeoxkTrcroBa A.B. u Joaxenko B.J1.)

1. TIlpycckuii cunuii, OepauHCKas na3ypb, TypHOylIeBa CHHb — 3TO Ha3BaHUS
CUHEr0 Kpacutessi, 00pasyrolerocsi Ipu CMEIIeHUH pacTBOPOB couteit xxenesa(ll) u
KpacHOUM KpoBsiHOM conu, unu cose xene3a(lll) u xxéntoit kpossinoit conu. Ilpu
KUIITYEHUA B IIEJOYHOM Cpele MPOUCXOAUT BOCCTAHOBIICHHE IMAHWUIHOTO
komruiekca xene3a(lll) mo kéntoit kpoBsiHOM conu (BemecTBO A) ¢ BBIIEICHHUEM
kuciopona. Ilpu oGe3BoxkuBaHuM A moTepst Macchl coctaBisieT 12.8%, uTo

IO3BOJIACT OIIPCACIUTD MOJEIPHYIO MACCY 9TOT'O COCAMHCHHA!

n18.0 _ 0.128 = M = 18.0 nl—_w = 122.625n
18.0n+M w

w(H,0) =
npu n =3 M = 368 r/Mmoib, 4TO cooTBEeTCTBYET MOJIsipHOM Macce Ku[Fe(CN)s].

Torga coctaB A — K4[Fe(CN)g]-3HO.

[Ipu paznoxenuun Ku[Fe(CN)s] B ycCnoBUSX JUHAMHUYECKOTO BaKyyma
BBIJICIISIETCS SIOBUTHIM Ta3, MPOCTOE BEIIECTBO U coib. BepostHo, conb C — 310
[UAHU] Kajus, T.K. JPYTUE COJIU KM OKUJIATh CIOKHO. B yCIOBUSIX pa3ioKeHus
MOKHO O’KHJIaTh 00pa3oBanusi MpocThixX BemiecTB N, C u Fe. B3aumogeiictBue sToro
MPOCTOTO BemiecTBa ¢ razoM D mpuBoauT k oOpazoBanuto mpocToro BemectBa F u
Benlecta E, npuuém macca E Maiio omimyaercs or Macchl MPOCTOro BemecTsa B,
YTO BO3MOXHO B ciydae OOJbIION MossipHOM Maccel B, Takum oGpazom, B — 310
xene3o. Torga D — 310 qunman CoN,.

B pacuére Ha k atomoB xene3a B ¢hopMylbHON eauHUIlEe, MOJsipHas macca E
paBHa:

M(E) = k-55.845-1.072 = k- 59.866

[Ipu k = 3 M(E) =179.60 r/monb, uto cootBeTcTByeT coenunennio FesC -
[EMCHTHUT.

Torma npocroe BemecTBoO F — 310 N».

N3 10.00r K4Fe(CN)e]-3H,O  MakcumMaabHO  MOXHO  IOJYYUTh
5.70/0.8=7.125r BemectBa G, Ttorma M(G)=7.125/10.0-368.2 =262 r/mob
B pacuere Ha |1 arom xene3a Ha GopMmylbHYIO0 enuHuily. B coctaB G, BeposiTHO
BxoasaT CN-, Na', asotucrast KHCJIOTa B KHCJION Cpee MPOSIBISET OKHCITUTEIbHBIC

CBOﬁCTBa, 0 4YC€M CBHACTCIBCTBYCT BBIACICHUC AWIHMAHA, B COCTAaBC G MOXXHO
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oxugare  Fe’.  Jlna  nombopa  cocraBa  HEOOXOAMMO  y4YMTHIBAaTh
DIIEKTPOHENUTPAIBHOCTh ~ COCAUHEHWs.  BBIUMCIEHHOW  MOJSIDHOM — Macce
cootBeTcTBYET Naz[Fe(NO)(CN)s] — HUTponpyccua HaTpusi.

Al B C D E F G
C | Fe | KCN C2N2 F€3C N2 Naz[Fe(NO)(CN)S]

2. YpaBHeHMS peaKkuMi:
1) Ku[Fe(CN)e]-3H,0 = K4[Fe(CN)¢] +-3H,0
2) Ku4[Fe(CN)s] =4 KCN + Fe + C,N»
3) 6 Fe + CoN, =2 FesC + Ny
4) 2 Ky[Fe(CN)s] +4 KNO, +4 H,SO, =
=2 Ky[Fe(NO)(CN)s] +4 K»SO4 + CoN; + 2 NO+4H,0
5) 2 Cu[Fe(NO)(CN)s] +4 NaHCO; =
= (Cu(OH))COs3 + 2 Nay[Fe(NO)(CN)s] + 3 CO, + H,O
3. Ilpu paznokeHuH B TUIVIE MOJ KPBIIIKOM Ta3000pa3Hblid TUIMAH YIETYyYMBACTCS HE
NOJHOCTBIO M YaCTUYHO PpEArupyeT C JKene3oM. PaccMOTpuM JaHHBIM Mpolecc Kak
TMOCIIETOBATENBHBIN: CHAYaJ1a IPOTEKAET p-uu 2, 3ateM p-uua 3. B xone p-uyuu 2 w3 1.000 T
JKEJITON KpOBSHOM comu obpasyercss 151.6 mr skeneza u 707.1 Mr 1aHuga Kaymsi, T.e.
858.7 . IlycTb X Mr kene3a BCTYIWIN B PEAKIUIO TUIIMAHOM 110 p-yuu 3, Torna Macca FesC
cocraBut 1.072 x, a Macca TBEpIIOTO OCTaTKa Pa3IOKEHUsI COCTABUT:
858.7+0.072x=867 mr=>x~115.3 mr,
torna m(KCN) = 707.1 mr, m(Fe) = 151.6 — 115.3 = 36.3 mr, m(Fe;C) = 123.6;
o(KCN) = 81.6 %, o(Fe) = 4.2 %, w(Fe;C) = 14.2 %.

Cucmema ouenusanui.

1 | Ykazanue Ha HaJIM4He JKelie3a B coemuaeHnn A — 1 6ai,
Bemectsa A — G no 1 6asny, 8 6a/10B
be3 obocHoBanus — 0 6ayioB
2 | YpaBuenus peaxiuii 1 —5 no 1 6amny S 6as10B
ecnu xoms Obl 0OHO 8euyecmeo YKA3aHO HeBepHO Wil He YKaszaHo — ()
bannos,

Hesepro paccmasnennvie koaghgpuyuernmor — 0.5 banna

3 | Pacuér cocraBa cmecu 2 ba1a
NTOI'O: 15 6a10B




Pemienue 3agauu 11-3 (aBrop: Epemun B. B.)
1. Cons (Ci3H27,COO)M,
o(M)=MM) / (MM) +2-227) =0.198),
M(M) = 112 r/monb — kaamwmii Cd.

Oxcun R0,

®(0)=16n/(16n+2M(R)) = 0.288,

M(R) = 19.8n, pu n = 4 nomyuaem M(R) = 79.2 r/monb — cenen Se.

BemectBo X — cenenup kanmus CdSe.

BemectBo Y — cynbdua kanmust CdS.

Ypasnenue peaxyuu:

(Ci7H33;C0O0),Cd + CsH;7SH = CdS + C,7H33COOH + C,7H33COOCsH; 7.

2. duanovacrum = Aanpa T 2lo60m0ucn

losonouxn = (7.6 —2.7) / 2 =2.45 um

Uwucno cnoés: 2.45/0.35=17.
3. a) Peaknus umeet 0-if nopsinok: I(¢) = 1o — kt.

I[Iposepsiem: k/lp = (1 — 0.76) / 200 = (0.76 — 0.40) / 300 = 0.0012 mun"

0) 1(r)/I, = 0.5. t=0.51/k=0.5/0.0012 =417 muH.

B) I(¢)/I = 0. t=1/k=1/0.0012 =833 mu=.
4. Bpewms nonypacmaga 0OpaTHO POTIOPITMOHATIFHO KOHCTAHTE CKOPOCTH:

tin=0.50y/ k.

Jliss BpeMeHu Toiypacnaza MOXHO 3alKcaTh YPaBHCHUE THIIA YpPaBHCHHS

AppeHunyca, HO ¢ TPOTHUBOIIOJIOKHBIM 3HAKOM:
In #,, = const + E,/(RT)

Otcrona:

E (1 1
In¢,,(T)=Int,,,(298) + | —— —
nt,,(T')=1Inz,(298) R(T 298)

50)0%1

E (1 1
t,. (T)=t,(298)e -4 ———
1/2( ) 1/2( ) XP|:R (T 298):|

rae tip =417 mun !, E, = 60000 J{/MOJIb.
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I,K [ttvun | T,K (¢t,mMvun | T,K |(t,Mmun| 7T,K | ¢, Mmun

310 | 163.3 | 321 73.5 331 37.3 341 19.7

311 | 151.5 | 322 68.6 332 34.9 342 18.5

312 | 140.7 | 323 64.0 333 32.7 343 17.4

313 | 130.6 | 324 59.7 334 30.7 344 16.4

314 | 1214 | 325 55.8 335 28.7 345 15.4

315 | 1129 | 326 52.1 336 27.0 346 14.5

316 | 105.0 | 327 48.7 337 253 347 13.6

317 97.7 328 45.5 338 23.7 348 12.9

318 90.9 329 42.6 339 22.3 349 12.1

319 84.7 330 39.8 340 20.9 350 11.4

320 78.9

OTBeThlI.

1. X - CdSe, Y — CdS.

2.7 cnoes.

3.a)0.0) 427 muH. B) 833 MuH.
4. CM. TabnuIry.

Cucmema ouernuearnusn’

dbopmyna X — 3 6amna (6e3 pacuema — () 6annos),

usz Hux 1 6amn —3a Cd, 1 6ann 3a Se, 1 6ann 3a CdSe
dbopmyna Y — 1 6amn (pacuet He TpeOyeTcs)
ypaBHEHUE peakiuu — 1 6amn

(npunumaemcs daosice 8 oougem suode, ¢ R u R')

5 6ass10B

TONIIMHA 000JI0UuKN — | Oaut
YHCJIO CJIOEB — 1 Oan

2 0aj1a

a) TIOPSIIOK PEAKIIMK ¢ BBIBOJAOM WJIM TIOJITBEPIKICHHEM — 2 Oasa
(6e3 pacuema — 0 6ann08)

0) Bpems nontypactiana — 1 6ann (6e3 pacuema — 0 6a108)

B) BpeMsi OKOHYaHus cBeueHus — 1 6am (be3 pacuema — () 6annog)

4 0a1a

Wnest o Tom, 4TO #1/, 0OpPATHO MPOMOPLIMOHAIIBHO k — 1 Gas
dopmyna a1 pacuera ¢, Ha OCHOBE YpaBHCHUS
Appenunyca — 1 Oann

[IpaBunsHOE 3HAUCHUE ¢/, — 2 Oasa.

Jloboui omeem 6e3 pacuema — () bannos.

4 0a1a

Hroro: 15 6a110B




Pemenue 3anaun 11-4 (aBTop: baxTuu C.I.)

[Ipexne Bcero, CTOUT OTMETUTh, YTO NJII PEUICHUS 3a7aud COBEPIICHHO HE
00s13aTeTbHO UMETh JIeTalbHbIC MO3HAHUS B 00JACTH MEXaHU3MOB; K MPABUIILHBIM
OTBETaM HY)KHO MPUXOAUTH JIOTMYECKH M HCIOIb30BaTh JIaHHBIE OTBETa Ha
KOHKPETHBIN MyHKT B OCIEAYIOIIUX MYyHKTaX.

1. AnxkuneHble rpynmbel Ry kapOOkaTHOHHOTO  IleHTpa  00JamaroT
AIIEKTPOHOJJOHOPHBIM WHTYKTUBHBIM ahdexTom. KapOokaruon —
AIIEKTPOHOICPUIIMTHAS YAaCTULIA, TOITOMY, YeM OO0JIbIlle TAKUX TPy, TeM 0oJiee OH
crabuien: CH;" <MeCH," < Me,CH" < Me;C".

2. Crepuueckas JOCTYIHOCTh yriieposaa B cyOcTpare ymenbiaercs B pany: CHs—
Hal > MeCH,—Hal > Me,CH-Hal > Me;C—Hal, 3Ha4uT 3TOT psAn XapakTepu3yet
M3MEHEHHE PEaKIMOHHOW CIOCOOHOCTU B Sn2-peakuusx. M3 m. 1 ycTolunmBOCTH
kapOokatnoHa Bo3pactaeT B psiny: CHs—Hal < MeCH,—Hal < Me,CH—-Hal < Me;C—
Hal, 3Ha4uT 3TOT psiJl XapakTepu3yeT U3MEHEHHE PEAKIIMOHHON ClIOCOOHOCTH B Sy 1-
peaKIusXx.

3. B crpykrype a¢pupa R'-O-R? o nansevm criekrpockonuu SIMP 2 tuna atoMoB
H B cootHomenuun 1:3; oueBuAHO, 3TO MeTUI-mpem-0yTusioBbid 3¢up CH;—O—
C(CHs);3. TlockonbKy B yCJIOBHHM TOBOPHUTCS, YTO peakiusi BUiibsiMcOHA MpOTEKaeT
1o Sn2-MeXaHu3My, a B I1. 2 Mbl YCTAaHOBHJIM, YTO TaKOE 3aMelleHue Oynet ObicTpee
nporekats st CHs—Hal, ywem nns Mes;C—Hal, To onTuManibHBId MyTh CHHTE3a

BBITJIAIUT TakK:

HBr
H3C—OH . H3C_Br

Na -+
Sron e Yo

Eciu B miepBOM M BTOPOM CTaausIX MOMEHATH CIIUPTHI MECTaMH, TO METHJIAT-

e

aHWOH, TTOJYYCHHBIM M3 METaHOJIa, HE CMOXKET HYKJICO(DHIHLHO aTaKoBaTh mpemni-
OyTuinopomMus (1. 2), MOATOMY MPOM3ONIET peaKiusl OTHICTVICHUS U TOMYyUHUTCS

U300y TUJICH.



\ HBr
/ OH > Br
>— + H3C-OH
Na -+
H3;C-OH — > H3C-O Na

4. Ilpu HanucaHuu CTPYKTyp He TpeOyercs NIyOOKHX 3HAHUU CTEPEOXHUMHMU;
HY’)KHO BHHMMATEJIbHO CJICUTh 3a IEPEMELIECHUEM CBsI3€d M 3aMECTUTENEH 10
HayaThIM mabiaoHaM. Ha mocnenHeit ctaauu, COracHo yCIOBUIO, HY’KHO IIPOBECTH

MHBEPCHIO — aTaKy HYKJIEO(HUIOM C THUIOBOM CTOPOHHI K Br.

(1) ) )
H :
H CH, Br —C—=Br _ —+—Br  CyHsO —+—(Ph)
= H3C = | = S —
Ph Br -—C<02H5 ——C2H5 SN2 C2H5
: nHBepcud

CaHs :

5-6. M(R*Br) = 79.90/0.5919 = 135.0 r/momnb; M(R?) = 135.0 — 79.9 = 55.1 r/moub.
O6o03naunm R* kax C,H,, Ipu 5TOM €IMHCTBEHHBIM pa3yMHbIN BAPUAHT IOJTy4aeTcs,
xormax =4 uy =7, 1.e. R°Br = C4,H;Br. Crenens nenpenensnoctu 6pomuna C4H;Br
— 1 (omra C=C cBs3b WK OJUH HACHIIEHHBINA 1TUKIT). C y4€TOM TOTO, YTO OpOMUJ
obeciBeunBaeT OpomMHyto Boay, moaxoauT Bapuant ¢ C=C cs3pro. CymiecTByeT 8

TaKUX U30MEPHBIX OpoMOyTEHOB (0€3 yuéTa CTepeOn30MEPHH ):

= = X X N (k)\
Iv v Vi

| ] 1] VI Vil

R3Br
[Ipu 3TOM TeomeTpuyeckre H30Mephbl (IO YCIOBUIO) MOTYT HMETh TOJBKO
m3omepbl I, V u VL. Ognako Bunwiranorenuzisl I m VI mHeprHBl B peakuumsx
HYKJICO(PHITLHOTO 3aMEIIEHUS, TT0OITOMY TTOJXOAUT TOJILKO 1-0pomOyTeH-2 (n3omep V).
1-BpoMOyTeH-2 sBAsIeTCS aJUTMITAJIOTEHUIOM — TaKUE COEIUHEHUs] XOPOIIO
BCTYMAIOT Kak B peakiuu Syl (Gmarogaps o0pa3oBaHUI0 YCTOWYUBOTO AJITHIIBHOTO
KapOoOKaThoHa), TaKk W B peakmuu Sy2 (Onaromapsi CTaOWIM3AIMU TIEPEXOTHOTO
COCTOSIHMS 3a CUET COMPSKEHUs C M-CBA3bI0). st Sy1-peakiyu JOruYHO OXKUAAThH
oOpazoBaHus OOJIBIIIETO YHCJIA TMPOAYKTOB, TOCKOIBKY aJTMIBHBIA KATHOH

HGCHMMeTquHBIﬁ, )41 HYKJICO(i)I/IJI MOKET aTaKoBaTh JTI000H U3 ABYX ITOJIOXXUTECJIBbHO
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3apsHKEHHBIX aTOMOB yriieposa. Toraa peakius ¢ AgNO, B emecu nuokcan/H,O uaér
no mexanuaMy Syl (cepebdpo «OoTpbhIBaeT» aToM OpoMa U MpEeBpallaeT UCXOAHBIM
Oopomu B kapOokatnoH). Uto kacaercs peakuuu ¢ NaNO, B8 DMF, To oHa mporekaer
no Sn2-MeXaHu3My M TMpEACTaBIseT coOoi oObIUHOE 3amelleHue Opoma Ha
HUATpOrpyniy. Jlanee cieayer BOCCTAHOBICHUE HEMPEAEIbHOTO HUTPOCOEANHECHUS
A 10 HaChIIIEHHOTO amuHa B.

Bepuémcs teneps k peakuuu 1-6pomOyTena-2 ¢ AgNO; B cmecu quokcan/H,O.
Kak y»xe OblII0 cKa3aHo BBIIIIE, 1JIs aJUIMIILHOTO KaTHOHA, KOTOPBIM 00pa3zyeTcs u3 1-
OpomOyTeHa-2, CyIIEeCTBYET JIB€ PE30HAHCHBIE CTPYKTYphl. Torga oHu o6e OymyT
MPUBOAUTL K COOTBETCTBYIOIIMM MPOAYKTaM 3a CYET aTaku Hykjeoduimamu. B
ycaoBuu ropopurcs, uto C, F u G SBISAIOTCSA CTPyKTypHBIMH U30MEPAMHU BEIIECTBA
A. 3HauWT, OAHO HX HHUX MOXET OBITh H30MEPHBIM HUTpOCOEAUHEHUEM (3-
HUTPOOYTEHOM-1), a JApyrue aBa BEIIECTBA, MMO-BUIUMOMY, OTHOCSATCS K JPYyromy
KJIACCY COCIMHEHUU. B CTpPyKType HUTPUT-aHHMOHA €CTh, [IOMUMO a30Ta, BTOPOM
HYKJICO(DWIBHBIN LIEHTP — aTOM Kucopozaa. Torna JorudHo caenarh BEIBOJ, YTO 3TH
JBa TIPOJYyKTa OOpasyroTcs 3a CU€T araku KapOOKaTHOHA KHUCIOPOJAOM HHUTPHUT-
aHnoHa. Mcxons W3 MPOMYKTOB THUIPUPOBAHUSA ITUX YETBIPEX H30MEPOB, MOXKHO
npennonoxutb, 4ro G ssusercs 3-uutpodyreHoM-1, a C u F — uzomepHbIMH
ankuiHutputamu. [lpu 3ToM mo ycnoButo s C CylmIecTBYIOT T€OMETPUUECKUE
u3oMepsl, a 1711 F — sHaHTHOMEpHI, YTO MO3BOJISIET OJJHO3HAYHO MPUMHUCATH OYKBBI
KOHKPETHOM CTPYKTYPE.

[Ipu wcuepmnbIBarOeM TUAPUPOBAHUU TOMydeHHBIX HUTPUTOB F u C OymyT
00pa3oBBIBATHCS HE aMHHBI, KaK B cliydae A, a ciupThl. [[OCKOIBKY TOUHO TaKue ke
CIIUPTHI NTOTy4daroTes npu ruapupoBanuu D u E, ToO MOXXHO nipeanonoxuts, 4to D u
E saBJISITOTCSI COOTBETCTBYIOIMME HEMPEICIbHBIMU CITUPTAMH, KOTOPBIE 00pa3yroTCs

B pe3yJIbTAaTe aTaKu BOJbI KaK HyKJIeo(dusia Ha KapOOKATHOH.
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Pd DMF )
- AgBr
Ag+
§ o &
. 0=N_ OH
o] 0 OH
NO H,O
+ 2 + hy 2
F c D E
HzlPd HzlPd NOz‘l H, |Pd HzlPd
OH OH NO, ~ NO; OH OH
+
H, |Pd HzlPd
NH, NH,
/\) ¥ )\/
B J

[TpeumyiiecTBeHHOE OOpa30BaHUE HUTPOCOEIWHEHUS B YCIOBMSX PEAKIUHU
SN2 ¥ aNKUIHUTPUTOB B YCIOBHUSX peakiuuu Syl MOKHO OOBSACHUTH C IMOMOIIBIO
NPUHLNNA KECTKUX M MIATKUX KucaoT v ocHoBaHnii (OKMKO). Ilo npunnmmy
KMKO, xécTkue KHUCIOTBl MPEUMYUIECTBEHHO pEarupyroT ¢ KECTKUMH
OCHOBaHMSIMU, a MSITKHE KHCJIOThl — C MSTKMMH OCHOBaHUSIMU. B HUTpUT-aHHOHE
aToM KHUCJIOpoJa sBIsSeTcs Ooyiee >KECTKMM, a aToM a3oTra — 0ojiee MSTKAM
HYKJICOQUIbHBIM HEHTPOM (T.€. oOcHOBaHHEM JIbtonca). B To ke Bpems kapOOKaTHOH
aBysieTcs Oosiee KECTKUM dekTpoduiiom (T.e. Kuciotol Jlpronca), yeM arom
yIaepoja, CBsi3aHHbIM ¢ Opomom B ankuiraigorenuzae. [losromy B Sn2-peakiuu
MPEUMYIIIECTBEHHO oOOpa3zyeTcsi HUTpOoCOoeAuHeHue, a B  Syl-peakiuum —
AJKWJIHUTPUTHI.

Cucmema oueHusanus:

1. | BepHblii psij ycTOMUMBOCTH KapOokaTnoHOB — (0.5 Gania 0.5 daqsa
2. | BepHoe cooTHeceHue psiIOB yCTOMYMBOCTH KaTHOHOB Mexay | 0.5 Gasna
mexaammamu — 0.5 Gasia
3. | CtpykTypa MeTmiI-mpem-0yTriioBoro 3¢upa — 1 6amn 3.5 d0aqna
Cxema Tpé€xcraauitHoro cuuresa — 1.5 6anna

CrpykTypa TpoayKTa, 00pa3yrolerocss Mpu 3aMeHe CIUPTOB
MecTaMu — 1 Oann

4. | IIpaBuibpHas paccTaHOBKa 3aMecTUTENEH B 4 CTpyKTypax — 1o | 3 6aJsia
0.75 6anna

11



5. | Monexynapaas popmyna R*Br — 0.5 6amna 6.5 6ans10B
Crpykrypnas ¢popmyna R¥Br — 1 6amn

CrpykrypHbie popmynsl A —J —mo 0.5 6aina
6. | YkazaHue MeXaHU3MOB peaKIui 1 6aan
R*Br ¢ aurpuramu — 110 0.25 Gaina

OObsicHeHre 00pa30BaHUsl PA3TMYHBIX MPOTYKTOB C IMOMOIIBIO
npuniuna JKMKO — 0.5 6amna

UTOI'O: | 15 6aaoB

Pemienue 3agauu 11-5 (aBTop: 'apkvian U.A.)

1. Peakuusa anermneHa ¢ HCN pa€r akpwiloHUTpua A, KOTOPBIM 3areMm
B3aMMOJICHCTBYET C METAHOJIOM B MPUCYTCTBUU KHUCJIOTHI, J1aBasi MeTuiakpuiar B.
Ha »Ti mpoayKThl Takke MOKHO BBIMTH € IIOMOIIBIO 3a1aHHOM B YCIIOBUM MACCOBOM
nonu yriepona B B. Momnsipaas macca M(B) = 12.01:#/0.558 = 21.5-n r/monb, r1e n
— yucno aroMoB yruepona B B. HMcxons u3 cxembl ero monydenus, B noipkHO
cozepxkarb 4 aroma yriepona (aBa u3 anerwieHa, onuH u3 HCN, emé oauH u3
MeTtaHoja), torma M(B) = 86.1 r/monb. [lanee HECIOKHO Moa00parh OpyTTO-
dbopmyny C4HeO», 0TKyza y>ke MOXKHO yCTaHOBUTB CTPYKTYpbI cOequHEHU A u B.

CH4OH
hozcH HEN, oy =20 AN OCHs

CUC|2 A H2804

t° ©

B

B npucyrctBun xmopuna meau(l) u NH4Cl anerunen nqumepusyercs, naBas
BuHmiaretusieH C. Ha 3To yka3biBaeT oTHOCUTEIbHAS MIOTHOCTH C MO BO3IYXY,
orkyna M(C) = 1.8-:29 = 52.2 r/monb, 4ro B 2 pa3a OOdbIIe MOJSIPHOM MacChl
anerwnena. Ilocnenyromee cenekTuBHOEe TuapupoBaHue cBs3u C=C Ha
OTPABJICHHOM TNaJUIaIMeBOM Karanuzatope naér 1,3-Oyramuen D. [lanmee wunér
HETpPUBHAJIbHAS PEAKIUs OKUCIeHUs KuciopoaoM B npucytctBuu CuCl,. Omnako
npuBeACHHAS B yciaoBuu OpyTTo-popmyna E BMecTe ¢ ykazaHWEM Ha TO, YTO ITO
BEIIIECTBO — TETEePOIUMKINYECKOE, TO3BOJSET MPEANOIOXKUTh, YTO 3TO (ypaH.
JlomoHUTENBHO HA 00pa3oBaHue (PypaHa yKa3pIBaeT XapaKTEPHBIN OUITUKINYECKHMA
(dbparMeHT ¢ MOCTHKOBBIM aTOMOM KHCJIOpOJa B CTPYKType KaHTapuiauHa. Takou
CTPYKTYPHBIN ()parMeHT MOXKHO TIOJIyIUTh 10 peakuuu J{unbsca-Anbaepa ¢ pypanom

B KauecTBe AueHODUIIA.

CuCl  __ H 0
HC=CH NH,Cl N\ Pd/BZSO4 \j\ CuCI:HzO Q
XUHOJNH 100 °C E
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B3anMoneiicTBre yKCyCHOW KHCJIOTHI ¢ OpoMoM B mpuCyTcTBHH (ocdopa ¢
MOCJIEIYIONUM THUIAPOIN30M HaéT OpomykcycHyro kuciory F (peaknus [emmns-
®donbrapaa-3enunckoro). [lanee mnpu OeWCTBUM TUIAPOCYIbPHUAA MPOUCXOIUT
3aMelnieHre Opoma Ha THOJIbHYIO rpyminy. [lomydeHHas MepKanToyKCycHasi KHCIIOTa
G sTepuduiupyercs METaHOJIOM ¢ oOpa3zoBanueM cioxHoro 3¢gupa H. Ctpykrypa
H taxoke moaTBepkmaercs mo maccoBoit mone cepsl: M(H) = 32.07/0.302 = 106.2
r/MoJb, 4TO cooTBEeTCTBYeT OpyTTO-hopmyne CsHeO,S. 3arem H HykieoduiabHO
npucoenuusercs no C=C cBs3u MeTWIaKpuiiaTa, akTHBUPOBAHHOM COMPSKEHUEM C
AIIEKTPOHOAKIIETITOPHOM CIOXKHOIPUPHOM IpymIo (mprucoeIuHeHue no Muxanio).
[Tommy4uennsii mpoxykT I mpu KaTanu3e 0CHOBaHHWEM IMUPUIUHOM KOHICHCHPYETCS 110
Juxkmany B npou3BonHoe Terparuapotuodena. Ctpykrypy I MOKHO yCTaHOBUTH U
HE 3Hasl 9TUX PEAKIUH, TaK KaK B yCIOBUU yKa3aHO, YTO HA CTAJUH KOHJCHCAIIUU

BBIACIIAACTCA MCTAHOJI, 4 CTPYKTYPaA IMIPOAYKTA TAKIKC IIPUBCACHA B YCJIOBUU.

1) Bry OH NaHs OH cH,0H OCHs
CHCOH Br™ Y Rans. HS/E( H;, HS/I( .
2

P(kpacH.) (o) 2SO0y
2) H,0 F G 65 °C H

A(OCHg L . o) oo
o) S OCH; Py
HsCO \/\[( —

Py 110 °C
! © CHjOH S

B3aumopeiictBue OTKpbITOroO B ycinoBuu coeanHeHust ¢ NaCN B mpuCyTCTBUH
NaHSO3 B BogHOM pacTBOpe Ma€T MUAHTUAPUH J, KOTOPBIN 3aTeM MpU HAarpEeBaHUU
¢ POCl; nerunparupyercs B npoaykt K. Ha 310 yka3biBaeT npuBeiéHHas B yCJIOBUU
opytrro-dpopmyna K, pasznuume KoTopoir ¢ OpyTTo-hOopMyliol MpomyKTa
KoHAeHcauuu [ukmana pa3 coorBeTcTByeT npucoeanHeHrnio HCN u oTmenieHuto
H,0. O6pazoBanue cBsizu C=C UMEHHO B 3TOM IMOJIOKEHHUH LIMKIJIA ONpeaesnsercs eé
OoJIHOBpeMeHHBbIM compspkeHueM ¢ rpynmnamu —COCH; u —CN (a Takxke
IIOATBEPKAAETCSA CTPYKTYypO# KaHTapUINHA). Kucnorueii TUPOIU3
CIIO)KHOA(UPHON U HUTPUIIbHOU Trpynn BemiecTBa K 1aér nukapOOHOBYIO KHUCIOTY
L. Jlanee npu HarpeBaHWH C TUOHWIXJIOPUAOM HPOUCXOOUT IETUAPATALMSA C
o0pa3zoBaHUEM IUKIMYECKOro aHruapuaa M (CTpyKTYpHBIM (parMeHT aHTruapuaa
IPUCYTCTBYET B KaHTapuauHe). Ha 3To Takke yka3blBa€T MacCOBOE COAECPKAHUE

cepsl B M, oTkyna ero mossipHast macca M(M) = 32.07/0.205 = 156.4 r/monb, 94To Ha
13



18 r/mMomb Menbiie, yem MmoisipHas macca L. B3aumoneiictBue M ¢ dypanom
aBisieTca peakiued Junbca-Anbaepa, B pe3ylbrare KOTOpol oOpa3yercsi cMech
JIByX CTE€PEOM30MEPOB, OTIMYAKOUIUXCS PACIOIOKEHUEM [BYX MATHWICHHBIX
IUKIOB B JHOO- WIW JK30-TIOJIOKEHUSX OTHOCUTEIBHO MOCTHMKOBOTO aToMa
kuciopona. OnpeaenuTsb CTPyKTypbl TPOIYKTOB IOMOTAET IPUBEAEHHBIN B YCIIOBUU
npuMep peakuuu Juibca-Anpaepa mexay 1,4-au3aMeniéHHbIM JUEeHOM U yuc-1,2-
JU3aMEeIIEHHBIM JHEHO(DHUIIOM, B KOTOpOM o0Opa3yercs JBa JIMACTEPEOMEPHBIX
npoaykra. B Hamewm cityyae COOTHECEHHE MPOAYKTOB Mexay cTpykrypamu N u O
OCYILIECTBIISIETCSI MCXOJl W3 CTPYKTYphl KaHTapUAWHA, KOTOPBIM MOIydaeTcs B
pesynbrare runaponecyibdypuzanuun N BomopogoMm Ha Hukene Penes. Ha stoit
craguu paspeiBatorcss cBsizu  C—S ¢ oOpazoBanmem cBszei C-H u H»S,
OJHOBPEMEHHO C JTHUM BoccraHaBnuBaercss cBsi3b C=C. Takum o00pazom,
TETparupoTUO(PEHOBBIN PparMeHT B coequHEHUH N pacrojoXeH TaM XKe, TJe U

MCTHJIBHBIC I‘pyrIHLI B KaHTapI/II[I/IHG — TO €CThb B 9HOO0-TIOJIOKCHHH.

OCHs NacN _ o] OCHs poci, OCH;3 H,0*
NaHSO3 55°C 100 °C
K
0%
+ Z /’/?O
/=0

N KaHTapuguH
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Cucmema ouernuearnusn’

1. | CrpykrypHble popmyasl A — O no 1 6amny 15 6ass10B
HUTOI'O: | 15 6ay10B
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